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Preface

This year, Nikolai Petrovich Gnusin would
have turned 100 years old; he was born on
November 19, 19109.

He actively participated in the Great
Patriotic (Second World) War and was
awarded an order and multiple medals. So, he
began to study at a university (at the
Leningrad Technological Institute) only after
the War. In 1953, he obtained his PhD degree.
Due to his talents and energy, he obtained the
title of professor as early as in 1960. He
worked in several republics of the former
Soviet Union: in Gomel (Belarus), Novosibirsk (Russia) and Kiev (Ukrane). In
1970, he became the head of the Physical Chemistry Department at the Kuban State
University in Krasnodar. In Krasnodar, there was the longest period of his active
life. He worked at the university up to 2010.

Even before Krasnodar, Nikolai Petrovich was a world-known scientist. He has
published a considerable number of articles and several books. He developed a solid
background in experimental methods for studying electrochemical properties of ion-
exchange materials and membranes. His famous three-wire conduction model for
calculation the conductivity of ion-exchange columns has already appeared.
However, the main research and technological results were obtained in Krasnodar.
Here, Nikolai Petrovich created a well balanced collective, which included chemists,
physicians, mathematicians and technologists. His scientific heritage incudes 5
books, about 400 articles and conference abstracts, 30 patents. He prepared over 300
professionals in the field of electro-membrane processes, among them 5 doctors of
science and 20 candidates.

Nikolai Petrovich is considered as the Russian father of electrochemistry of ion-
exchange resins and membranes. He developed the principles of actual electro-
membrane separation processes; he was one of the first scientists who have seen the
huge potential of these processes because of increasing gravity of environmental
issues, closely associated with the need in low-waste technologies.

He founded our annual Conferences on ion-exchange membranes. The first
Conference was organized under powerful leadership of Nikolai Petrovich Gnusin
in 1975, Goryachi Klyuch, near Krasnodar. Later on, all the Conferences were held
on the Black Sea shore. And now, in 2019, there is the 45" Conference.

The whole life of Nikolai Petrovich was devoted to the construction of a
membrane electrochemistry building, which we are trying to continue to build and
improve now. We remember and honor the founder of this building.

Organizing committee



B 3TOM rony Huxkonaro
IlerpoBuuy ['HyCcMHY HMCHOJHHIIOCH
ob1 100 ner. Bkmang Hukonas
[lerpoBrua B MeMOpaHHYIO HAYKY U
TEXHOJIOTUM TPYJIHO MEPEOLEHUTb.
Ve [0 CBOEro mMOSIBICHUS B
Kpacuomape B 1970 1., oH Obln
YYEHBIM C MHPOBBIM HMEHeM. WM
OBbLIO U3J1aHO HECKOJIBKO
MoOHOrpaduii, co3maH 3aaen B
AKCIIEPUMEHTAIBHBIX MeToaax
M3y4YEeHUs ANEKTPOXUMHUECKUX
CBOMCTB MOHOOOMEHHBIX
MarepuajioB © MeMOpaH; yxke
IIOSIBWJIACH 3HAMEHHUTAsI
TPEXIPOBOJHAS MOJEJIb
npoBoauMocTd. Ho ocHOBHBIE pe3ynbTarhl ObuIM MOdydeHbl Hukomaem IlerpoBuuem B
KpacnHonmape. OH BBIKpHUCTaUIM30BaJI 3[E€Ch KOJUIEKTHB TaK, KaK 3TO YMEIOT J€IaTh
XUMUKH, BBIpAIIMBAas KPUCTAJUIBI HY»KHOU CTPYKTyphl. [lo ero miany, B 3Ty CTpYKTypy
JOJKHBI ObUIM BXOJUTh U XMUMHKH, U (PU3MUKH, U MAaTEMAaTUKH, U TexHoJoru. Hukonai
[lerpoBuY THIATENPHO OTOMpAl KaXaylo KaTeroputro corpyaHukoB. C Bukropom
NBanoBuyem 3abos01kuM oH ro3Hakomuscs B Jlenunrpazne, Hunens [letpoBHa bepesuna
npuexana u3 HoBocubupcka, Anekcanap MBanosuu MemeukoB u Buktop BacunbeBuu
Hukonenko — u3 Maiikona. OIHUMU U3 TIEPBBIX €r0 ACIHUPAHTOB OBLIM BBIMTYCKHUKHU
MIPECTHKHBIX MOCKOBCKHMX BYy30B Bruamumup @Penoposuu Ilucemenckuit (MUOU) u
Huxkomnait [lerposuu bopucos (MAN). He menee 1ieHHble y4eHUKN ObUIM BBIPAIIEHBI U B
Kpacnonape: I'ennanmnit Hukomaesnu HMcrommu, Hukxonaii Bukroposuu I[lenpaemios,
Haranes  AnatonbeBHa  Kononenko, Hartamus  JImutpueBna  IlucpMeHckasi.
IementupoBaiin kosuiektuB Huna BacunbeBna Burynbckas u Enena BsudecinaBoBHa
Bepuxckasa. ®axtuuecku B 80-e ronsl B KpacHomape mossuics Hebonwsmon HUU
MemOpaH ¢ BIoJiHE cOanaHCUPOBAaHHBIM COCTaBOM, CIIOCOOHBIM YCIENIHO pellaTh Kak
(dbyHIaMeHTaJIbHbIE, TaK U IPUKIIA/IHbIE 337a4l B 00J1aCTH HOHOOOMEHHBIX MEMOpaH.

[IpustHO co3HaBaTh, uTo neno Hwukomas IlerpoBuua mNpoOAOKAET yCHENIHO
paszBuBaThcs. Temepb B KpacHomape umeercs mnonHoueHHb WHctuTyr MeMmOpaH,
MMEIOIIUI HECKOJIBKO JIabopaTopuil 1 HacuuThiBatomuii 6osee 30 coTpyaHUKOB. Bukropy
NBanoBuuy  3a00JIOIKOMY, PYKOBOIAUTEII  HHCTUTYTA, YAQJIOCh  COXPAaHUTh
MYJIbTU(PYHKIMOHAIBHYIO CTPYKTYpPY KOJUIeKTHBa M ero 3¢dektuBHocTh. [locTenenno
IIPOUCXOIUT CMEHA IMOKOJICHUH NPY COXPAHEHUU OCHOBHBIX IMPUHLIUIIOB COTPYIHUYECTBA
u Tpaguimid. Celiyac Mbl BBIIUIM Ha pyOeX, KOrJa cpa3y HECKOJBKO MOJOABIX YYEHBIX
NpUONIHM3WINCH K 3alllUTe CBOMX JOKTOPCKHMX auccepranuil. Oto Ceernana Lllkupckas,
CranucnaB MenbaukoB, Mpuna @anuna, Cemen Mapees, Auton Ko3maii. Xots TeMatuka
TOTOBSIIUXCS AUCCEPTALMi MO-TIPEKHEMY BpalaeTCsl BOKPYT HOHOOOMEHHBIX MEMOpaH,
KaXKJbII UX ATHX MOJIOJIBIX JIFOIEH BHOCUT CBOIO U3IOMUHKY, KaXK/Iblii U3 HUX CBOEOOpa3eH
u opuruHaieH. U y Kaxaoro M3 HUX YK€ €CTb CBOHU, elle 0osee MOJOJble YUYCHUKH.
Hymaercs, Huxonait IletpoBuu, HaOmionmasi 3a pa3BUTHEM CBOETO JETHUINA, ObLT OB
JIOBOJIEH €ro CETOJHSIIHMM COCTOSIHMEM. Mpbl octaeMcs Omaromapusl Hukomnaio
IlerpoBuuy 3a €ro 3HEPrur0 U MPO30PJIUBOCTD, 3a €r0 YPOKM — KaK HaJ0 OTHOCHUTHCS K
JIeJly, KOTOPOMY ThI CIIY>KHILIb, 32 €r0 JOOPOTY U CIIPaBEIMBOCTb.

Opeanu3auuonnslic Komumem



Xapuszma npogpeccopa Huxoras Jlemposuua Trycuna

I'peueckoe cimoBo  xapusma
(xépiopo) MepeBOAUTCS Kak aap.
DTO CIOBO MPEACTABIIAETCS 10 CUX
nop  3araflouyHblM HU  JIake
MUCTHYECKUM. Oo6nanaroriue
Xapu3Mou TanHCTBEHHBIM
00pa3oM TPUTATHUBAIOT K cebe
JIOJIEU U 3apsDKAIOT UX DHEPTUEH.
Huxkomaii [lerpoBuy I'nycun 051,
HECOMHEHHO, XapU3MaTH4YECKOU
JIMYHOCTBIO. MoxHO B0
NPOHUKHYTh B  3arajky €ro
xapu3mbl? B 1967 r. B Mockse
npoxoawia Bcecoro3Has Hay4YHO-TeXHMYECKass KOH(EepeHUUs 10 CHHTE3y U
MPUMEHEHUI0O HOHOOOMEHHbIX MeMmOpaH. OpraHuzatop 3Tol KOoH(EpeHIuH,
npodeccop, naypeat ['ocynapctBennoit npemun Kupuin Makcumosuu Canjiaaze B
3aragounoM ctuiie Jlaiimyca I[lonmmHra pacckazadl o  HEOOBIKHOBEHHOM
ANEKTPOANANIN3aTOpE, co3aaHHbIM KojuiektnBoM HUU Ilnactmace, HO mpu 3TOM
CKPBUI BCE €ro JeTalIH. JTO HA/I0 TaK yMeThb. CaMblM BHUMATEIbHBIM CIIyLIATEIEM
koH(pepenuuu 6611 Hukomnaii [lerpoud 'nycun. Emy B 910 Bpems Obuio 48 net. O
OBbUT B paclBETE CHJI M TOJOH AHEPruu. B 3akimtounTeNnbHbId AeHb KOH(MEPEHIINU
Huxomnait [leTrpoBrY NpeaioKuil pacKpbITh BCE CEKPEThI TAMHCTBEHHOT'O aIllapara.
OH cymen wu3Bji€Yb M3 JOKJIAJ0B COTPYIHUKOB OCOOCHHOCTH KOHCTPYKIIHUH,
CBOMCTBAa MeMOpaH M PEXKUMBI, OOBEIUHUTHh X TaK, YTO OHM BOCCTAJU W3 TeErJa
nogo6no nrune dGenukcy. IhPexT ero BHICTYIUICHUS ObLT OMIECTOMIISIIOIIMM KaK
JUISL cO3/1aTeiel, Tak U OOBIYHBIX cliiymiaTesnei. S Obul cBUAETENIEM 3TOTO 4yja, HO
YBEpEH, YTO U PaHbIlIE OH JAEMOHCTPHUPOBAJI HE MEHBIIEH CUJIbI XapU3MaTHYECKHE
MOCTYNKH. DTO OYEHb HAIIOMHUHAET W3BECTHOE OMUCAHUE >KU3HH 3HAMEHUTOIO
yueHoro H.B. TumocdeeBa-Pecopckoro nucarenem /1. ['panuHbIM B poMaHe «3y0p».
K Huxomaro IleTrpoBuuy oM MNOAXOAUINM Ha KOH(PEPEHIMSAX HE TOJBKO
MO3/I0POBATHCS, HO M KaK ObI 3a OJarocioBiieHreM Ha 100pbie aena. C TakuMu ke
HaMepeHUsIMU 51 ipuexan K Hemy B 1973 r. B KpacHoaap u oH, y3HaB, 4YTO y MEHS
MHOTOTBICSTYHAs KapTOTEKa JIMTEpaTyphl Ha mepdokapTax, MPUTIIACUI MPOYUTATH
nekuun. Berpeun B KpacHonape u Boponexke cranu exeronasiMu. OHM OKazaiau Ha
MEHS TaKO€ BO3JICHCTBUE, UTO, HECMOTPSI HA PA3IMYHbBIC MOIXO0Abl K OOJBITUHCTBY
po0Jiem, rojiararo, 4YTo, €CJid MHE M yIaJIOCh YTO-TO CI€NATh MOJE3HOE, TO O0JIbIlIe
Bcero o0s3aH >tTuM Hukonato IlerpoBuuy. C Hukomaem IlerpoBuyem Mbl
BCTPEUAJIUCh HE TOJBKO Ha KOH(PEPEHIHUAX, JICKIUAX W 3allUTaxX JUCCEpTaIui.
Oco6yro poab urpanu HedopmanbHblie koHTakThl. C Hukomaem IlerpoBuuem Mbl
MJIaBajy IO BOPOHEXKCKUM pekam Ha Oaifnapke, coOupanmu TpuObl. OcoOeHHO
Mopaxajo TO, 4YTO YEPHBIE TPY3U OH MOT BUIETh JaXe MO 3€MJICH.




3HaeTe JM BBI €11le XOTs Obl OJJHOTO KPYITHOTO YY€HOTr0, KOTOpbIi, kKak Hukomnait
[lerpoBu4, MOT MpUATH K KOHILY (yTOOIBHON BCTpeuH, B KOTOPOM urpain Bukrop
NpanoBuu 3abononkuit, Hukonaii [letpoBuu bopucoB u s, ¢ aBOChKOM NMHBa U
OTOM TO-JPYKECKU ¢ HaMu OecenoBarh? OAHAKO 3TO OTHIOAL HE 3HAYUT, UTO
Hukonait IlerpoBuu Obu1 MsrkoTenbiM. OH MOT JKECTKO pPa3roBapuBaTh U C
JUPEKTOPOM MPEANPUATHS, U C PEKTOPOM YHHBEPCUTETA, a IJIaBHOE, OTCTaUBaTh
UHTEpEChl cBoero KosuiekTuBa. Hukomaii IletpoBuu He OBLT 4WiIEHOM MpaBsIieH
KIICC u Obu1 npejaH UICTUHHBIM HJIEIM HAPOIOBIIACTHS.

VY xaxpgoro w3 Hac cBos mHpopmamus o Bemmkoit OTeuecTBEHHOW BOWHE.
Monooe nOKOJIEHHE Yale BCETo €€ MOoaydalo OT YCTABUIMX BETEPAHOB, B I1a3ax
KOTOPBIX MOTYX OJIECK IJ1a3, elle HeIaBHO OBIBIIMN CTONb SpKuM. Benukuii 3akoH
COXPaHEHUs SHEPTUU UMEET €I1I€ OJTHO MAJIOU3BECTHOE CIIEICTBUE. DHEPTHsI JIUAepa
HE MCYE3aET, a COXPAHACTCA B €ro YUYEeHHKax. [ JsA1 Ha Aena €ro MHOTOYMCIIEHHBIX
YYEHUKOB MOXKHO CJ€JIaTh BBIBOJ, YTO B3HEPIUs JAXKE YMHOXKAECTCA BO BPEMEHU
BONPEKH CTaHAAPTHBIM 3aKoHaM Ipupoibl. Hukomnaii [lerpoBru 061 Ha iepe10BOM
BCIO Osiokany JleHMHrpana, 1 OH HEOJHOKPATHO PAacCcKasbIBal O COOBITUSAX TOTO
TpyAHOro BpeMeHH. Bo Bpems mocnenHeil Oeceapl ¢ HUM HE3a10JIT0 JO KOHYMHBI
MHE yJ1aJ10Ch HAalTH BOIPOC, KOTOPBIH 00JIbIlIe, Y4eM OOBIUHBIE pacCKa3bl O OaTaMsIX,
HO3BOJIMJ JKMBO NPEACTaBUTh pealbHOCTh coObITUH. S cnpocun ero: «l'me Bol
3UMOM B X0JI0Jla CHaJiy, €cau He Obulo OnuHpaxa?». OH OTBETHJI, YTO CHUMAJIU C
OpYyAMsI 4EXOJI, KJIAJIH €ro Ha CHET U JIoXKWInch. Ha Bonmpoc Gosienu Jiv coniaTel, OH
OTBETHJI, YTO U3 NEPBOro HabOpa pacyera OpyAusi OH OCTAJICA OJUH B KUBbIX. OT
ATOr0 OTBETa CTPAIIHOE BOEHHOE BPEMS MPUOIM3WIOCH M OCTAJIOCh HABEYHO B
namsaTu. Ero sxena, bena fIkoBneBHa, ¢ KOTOpOW OH TOT/a €lie HE ObUT 3HAKOM,
OTKa3aJlach OT 3BaKyalluu U padoTajna BOIM3M ONepallMOHHON MeacecTpol. OHa He
MorJia 3a0bITh COTHHM, @ MOXET ObITh M OOJIbllle, OTJIOMAaHHBIX OTMOPOKEHHBIX
HayblieB, OTHMJIEHHBIX HOT. J[J11 TOro 4ToOBI MOHATH MX JKU3HM, KaK U JAPYTUX
UCTHUHHBIX F€POEB BOMHBI, 3TO 3HATh COBEPILIEHHO HEOOXOIUMO.

B nwece naypeara HoGenesckoit npemun Mopuca Metepiunaka «CHHSSI ITUTAY
BHYKH BCTPETWJIM YMEPIIUX ASAYIIKY U 0a0yLIKy, YAUBHINCH, YTO UM yJIaJd0Ch TaK
COXpaHUThCS nociie cMepTu. Ha uto oM oTBeTHIN: «ITO MOTOMY YTO BBl [IOMHUTE
0 Hac». Msl nomHuMm Huxonas IlerpoBnua, O uYeM CBHUAETEIBCTBYET 3Ta
KOH(EepEeHLIUs, MOCBSIICHHAs CTOJIETUIO €ro poxkieHus. Eciii OTKpbITh andaBuTHBIN
ykazarens PUHILI, To mbl yBuamm, yto mHAaekc Xwupma Hwukomas IlerpoBuua
I'nmycuna B Hactosimiee Bpemsi paBeH 20, a 4YMCIO CCBUIOK Ha €ro padoThl 3a
MOCJICHUE TISATh JIET, KOTJIa €ro y»Ke He ObLIo ¢ HaMu, cocTaBmwiio 604. DTo 3HAYUT,
YTO OH JKMBET HE TOJBKO B HAIIEl MaMsATH, HO U B Jeiax OOJIbIIOTO MHOXECTBA
yueHbIX. BCio %u3Hb Oyay TOPAUTHCS TEM, YTO OJHAXIbl OH MEHS Ha3BaJl CBOUM
npyroM. bosbliiei moyecTu A1t MeHs ObITh HE MOXKET.

Baagumup Anexkceesuy Hlanomnuk
BopoHexckuil rocy1apCTBEHHbIN YHUBEPCUTET,
r. BopoHex,

E-mail: v.a.shaposhnik@gmail.com
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K 100-2emuro co Ous poxdenus Huxoras Jlemposuua Trycuna

Huxonait IlerpoBuy
['HyCuH — BhIIAOIIHAICS
NeKTpoxuMuk. B 1965
r. Ha Bcepoccuiickon
KOH(EepeHIInU o
ANEKTPOXUMUU B
r. TOuMcH oH BIiepBbIe
caenan  Jokiman o0
ANEKTPOXUMUU  HOHHU-
TOB KaK HOBOM
Hay4YHOM HalpaBJICHUH.
W ¢ Tex mop mocBATUI
CBOE TBOPYECTBO
UMEHHO EMY.

OcuoBHoM Bknaa Huxonas IlerpoBuya m ero mkosiasl B HAyKy 3JIEKTPOXHUMUIO
coctouT B  (opmupoBaHun  (QyHIaAMEHTAIBHBIX  MpEACTaBICHUN 00
AJIIEKTPONPOBOTHOCTH  MOHOOOMEHHBIX  MarepuanoB. CdopmynupoBaHa U
MAaTeMaTUYECKHU OINKMCAaHa TPEXIPOBOAHAS MOJEIb HOHHOTO IlepeHoca Toka. Ha ee
OCHOBE pEaJIM30BaHbl IMPOMBIIUICHHbIC YCTAHOBKH JJIi OOECCOJNMBAHUS BOJBI,
YIAJEHHUS, U3BIICUCHUS, KOHIIEHTPUPOBAHUsI, KOHBEPCUU BELIECTB.

OH co3iai KpynmHYI HAy4YHYIO MIKOJy, co3aal kadenpy GuU3ndecKo XUMHUU B
Ky6GaHckoM  TOCynapCTBEHHOM  YHUBEPCHUTETE, OOBEAMHWI  €XKETOJAHBIMU
MEKTyHApOAHBIMU HAYYHBIMU KOH(GEPEHIIUSIMU 3aMHTEPECOBAHHBIX CIIEIUAIMCTOB
MHOTHX cTpaH. B wmoeit xu3au Huxomnaii IletpoBuu chirpan OOJBIIYIO POJIb.
HeonHokpaTHO BBICTYIAN ONIOHEHTOM, HOJJIEPKUBAsI UCCIIEIOBAHUS 110 METaJLI-
MOHOOOMEHHBIM  HAHOKOMIIO3UTaM B  BOpOHEXKCKOM  TroCyIapCTBEHHOM
YHUBEPCUTETE. DbUI OIMOHEHTOM MO MOEW JOKTOPCKOM AUCCEpPTAlUM, 3alluTa
KOTOpOM Ipoxoania B JIeHHHIrpaackoM rocy1apcTBeHHOM yHuBepcutete. M crycrs
MHOIO JIET, MHE NPEAOCTABUIACh YECTh ONIOHUPOBATH MAaTEMATHYECKYIO
TPEXMPOBOJIHYIO MOJIENIb B TUCCEPTAIIMH, PYKOBOAUTENEM KOTOpoi Obl1 Hukonaii
[lerpoBnu.

S rnyboko mnpu3HaTeNnbHAa 3aBenyronieMy Kadeapoil (uU3MUECKOW XUMHH
Ky6anckoro rocygapctseHHOro yuuBepcutera Buktopy Banosuuy 3abosonkomy
M BCEM COTpYOHUKAM OTOH 3aMeyaTeNbHOW Kadeapbl 3a IJI0JIOTBOPHOE
MPOAOJKEHUE J1eJIa, HadyaToro BenukuM Hwukonmaem IlerpoBuuem ['HycuHBIM,
A00pYyI0 MaMsTh O HaIIeM O0IEM yUUTelle.

Tamapa Anexcanaposna KpaBuenko
3acinyKeHHbIN JiedaTesib Hayku PO,

JOKTOP XUMUYECKUX HayK,

npodeccop kadeaps! GU3NIECKON XUMUU
BoOpoHE)CKOro rocy1apCTBEHHOIO YHUBEPCUTETA
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Introduction

Ultra high molecular weight polyethylene (UHMWPE) is a promising polymer matrix for
preparation of composite ion-exchange membranes due to its excellent mechanical properties,
good chemical and thermal stability. In recent years, we have realized the synthesis of a series of
polystyrene (PS) based composites, precursors of ion-exchange membranes, using the styrene
ability to both efficient sorption from a solution by certain polymer films and efficient thermal
polymerization at elevated temperatures [1]. However, during the synthesis by this method the
films should be kept in the styrene solution that causes a side styrene polymerization on the film
surface and in the bulk of the solution. All this requires thorough washing of the resulting
composites films and leads to high reagent consumptions. In this regard, it seems more promising
to carry out the composite synthesis by gas phase styrene polymerization keeping the polymer
matrix in the saturated monomer vapor.

Such approach was realized in our previous work [2] allowed successfully modifying of
polyvinylidene fluoride (PVDF) film by polystyrene through the vapor phase polymerization, that
provide considerably simplifying the synthesis conditions, and reducing procedure time and
reagent consumption. By sulfonation of the developed composites the PVDF-sulfonated PS
membranes with an ion exchange capacity (IEC) of up to 2.7 mmol g-1 and high proton
conductivity were prepared [2].

The aim of this work was to apply the developed method for the preparation of composite
membranes based on a UHMWPE matrix and to study their properties.

Experiments

UHMWPE film (SVMPE-1000 grade, by LLC Formoplast, St. Petersburg) with a thickness of
50-100 microns was used as a polymer matrix. The samples fixed in the holder-cartridge were
preliminarily kept in the "styrene — polymerization initiator - divinylbenzene" solution. Then the
swollen samples were located in the reactor above the level of styrene containing an inhibitor. The
reactor with the loaded samples was purged with argon, sealed and thermostated at 110 °C for 1 -
5 hours to conduct styrene polymerization. When finished the composite films were removed from
the reactor and thoroughly washed with toluene. The content of PS formed in the matrix (wt.%,
rel. to the initial film weight) was determined by the weight gain of the dried samples.

The PS content in the surface layer of the prepared composites was analyzed by ATR-FTIR.
lon-exchange membranes were obtained by sulfonation of the composite using sulfuric acid. The
proton conductivity of the membranes was measured by impedance spectroscopy. For testing the
membranes as electrolyte of a hydrogen-air fuel cell (FC) the following conditions were used: T =
25 °C; RHu2 = RHair = 100; gas flow: 0.1 I/min (H2), 0.4 I/min (air); p (H2) = p (air) = 1 atm.

Results and Discussion

It was shown that keeping the UHMWPE films in the styrene vapor during 1-5 h under
described conditions leads to the formation of PS inside of the films up to 60 wt. %. The
modification of the films was accompanied by a mainly increase in the film thickness and a slight
increase in their length and width.

Fig. 1 shows the data on the PS accumulation in the UHMWPE films during the styrene gas
phase polymerization at 110 ° C. As can be seen, there is a noticeable the PS content spread, which
is associated, possibly, with uncontrolled evaporation of the sorbed monomer during the samples
loading into the reactor and outputting the reaction to a steady-state conditions. Nevertheless, it
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can be concluded that the PS accumulation is almost linearly dependent on the reaction time and
is approximately 6 wt.% per h at 110 °C.

DSC data of the UHMWPE-PS composites showed that the PS formation did not change the
content of the crystallinity samples. So, it can be conclude, that the styrene polymerization
proceeds in the amorphous phase of the polymer matrix.

The PS content in the surface layer of the composites was estimated by ATR-FTIR. For this
purpose, the characteristic polystyrene band at 697 cm™, the out-of-plane deformation vibrations
of C—H bonds of the aromatic ring, which does not overlapped by the matrix bands, was used. It
was found that the PS content in the surface layer is slightly higher than the average PS content in
the bulk composite.
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Figure 1. Kinetics of PS accumulation in Figure 2. Dependencies of the experimental (1)

the UHMWPE films (50 xm) during and calculated (2) IECs of the UHMWPE-sPS
sorption of styrene from saturated vapor at membranes on the PS content.
110°C.

Fig. 2 presents the results of the UHMWPE-PS composites sulfonation. The UHMWPE-
sulfonated PS membranes (UHMWPE-sPS) with IEC up to 2.6 mmol/g were obtained. According
to IR data (Fig. 3) the sulfonation lead to appearance new absorption bands at 1008 and 1040 cm’
! which were referred to the symmetric stretching vibrations of the ~SO3z and C-S vibrations of
the aromatic ring of the sulfonated PS. The intensity of these bands increases with increase in the
PS content.
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Figure 3. ATR-FTIR-spectra of UHMWPE-sPS Figure 4. The current-voltage (1, 2) and

membranes in the Na+ form. The PS content in power (1la, 2a) characteristics of the FC

the composites are 36 (1), 27 (2), 15 (3), and 7 based on the UHMWPE-sPS (1, 1a) and
(4) wt. %. 5 — the initial UHMWPE film. Nafion-115 (2, 2a) membranes.
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It was established that the dependence of the water uptake of the UHMWPE-sPS membranes
on their IEC values at room temperature is described by the linear ratio of 16 mol H.O/mol SOs'.
The maximum value of 60 mS/cm at room temperature for proton conductivity of the UHMWPE-
sPS membranes was reaches. The results of the comparative tests of the synthesized membrane
UHMWPE-sPS (IEC~ 2.6 mmol g!) and the Nafion-115 membrane (IEC~ 0.9 mmol g?) in FC
are presented in Fig. 4. As can be seen, the current-voltage and power characteristics of FC based
on the developed membranes significantly exceed those for the Nafion-115.

This research was supported by the Russian Science Foundation, Project Nel7-79-30054.
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Introduction

Previously, we have developed a new method for the synthesis of polymer “stretched
polytetrafluoroethylene (PTFE) - polystyrene”composites by stretching a PTFE film in a liquid
monomer followed by thermal polymerization of styrene sorbed from a solution into the forming
porous PTFE structure [1, 2]. It was shown that protonconducting membranes, obtained by
sulfonation of the synthesized "stretched PTFE - polystyrene"composites, have excellent transport
properties [3]. It seemed promising to investigate the possibility of creating a PTFE-PS composite
(a precursor of ion-exchange membranes) by polymerizationof styrene sorbed into industrial
porous teflon, and to study the transport properties of the membranes synthesized on its basis.

On the example of a polyvinylidene fluoridefilm it was established [4]that the thermal styrene
polymerization can be effectively carried out inside of this film not only during styrene sorption
from the liquidphase, but also from the vapor. The vapor-phase synthesis method of the «polymer
matrix-PS» precursor is more convenient in comparison with the liquid-phase one. The essence of
this approach is preliminary swelling of the polymer film in the monomer solution with the initiator
with following keepingthe swollen film over the liquid styrene in a reactor thermostated at 110 °C.
This new method significantly shortens the stage of homopolymerwashing, reduces the
consumption of working solutions (monomers and solvents) and the total synthesis time.

The aim of this work was the development of liquid and vapor-phase styrene polymerization
methods to obtain PTFE-PS composites based on a commercial porous PTFE film (por-PTFE)
produced by LLC Formoplast (St. Petersburg) as well as the study of the properties of membranes
obtained by the sulfonation of por-PTFE-PS composites.

Experiments

Figure 1 shows a micrograph of thepor-PTFE film taken with an optical microscope
(transmission mode) at a 100-fold magnification. The thickness of the por-PTFE film is 100 pm.
Through pores with a size of 7 x 60 microns are clearly visible. Their geometrical dimensions do
not practically change when the por-PTFE film is heated in air at 120 — 130°C for 2 - 3 h. The
density is about 0.7 g/cm?, i.e. the polymer fills only 0.35 part of the volume of the porous film.
When filling the film free volume with a liquid with a density of about 1 g/cm?, the liquid/polymer
weight ratio should be about 0.9.

Biomed 6optical microscope.
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Study of the por-PTFE film swelling in a liquid styrene, toluene, or a solution of them showed
that the film absorbs up to 60 - 80 wt.%of liquid at room temperature. As can be estimated, almost
the whole part of the film free volume is available for sorption.

To realize a vapor-phase synthesis of a composite precursor, a por-PTFE film, previously
swollen in a styrene-initiator-divinylbenzenesolution, was locatedin a reactor over a solution of
inhibited monomer. Then the reactor was kept in an air thermostat for 1 to 3 hours at 110 °C. In
the case of liquid-phase synthesis, a pore-PTFE film fixed in a cartridge was immersed in a reactor
with a styrene-initiator-divinylbenzene solution and the reactor was placed in a thermostat at 90
°C. The accumulation of polystyrene in the porous film was carried out in 2 - 3 stages. The time
of each stage (~ 2 hours) was limited by the gelation of the reaction solution and replacing with a
fresh solution.

Results and Discussion

Figure 2 and 3 show the kinetics of the accumulation of polystyrene in the por-PTFE film during
the polymerization using the vapor-and liquid-phase methods.
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Figure 2. The PS accumulation bythepor- Figure 3. The PS accumulation by thepor-
PTFE film during the polymerization of PTFE film during the polymerization of
styrene sorbedby the film from the vapor at styrene sorbedby the film from a liquid at
110 °C. 90 °C.

As can be seen, during the vapor phase synthesis the amount of polystyrene implanted in PTFE
reaches 100 wt.% (relative to the matrix) for 2.5 hours (Fig. 2). Following keeping the synthesized
por-PTFE-PS samples in toluene at room temperature leads to only partial leaching of the PS. The
por-PTFE-PS composites containing up to 60 wt.%of PS were obtained. In the case of liquid-phase
synthesis (Fig. 3), the PS accumulation rate increases markedly from one stage to another, but it
is noticeably lower than that in the vapor phase method at 110 °C (Fig. 2).

Study of the por-PTFE-PS composite swelling in toluene at room temperature showed that the
swelling is determined by the sorption of toluene into the implanted PS (Fig. 4). Even with a low
PS content (about 10 wt.%), the amount of the sorbed toluene is noticeably less than that for the
initial porous film at room temperature. As can be seen, the polymerization of styrene inside of
the film pores at 90 and 110 °C is accompanied by a gradual film shrinkage and filling of the pores
with polystyrene.

Figure 5 shows the ATR IR spectra of the surface of theinitial porous PTFE film (curve 3) and
the por-PTFE-PS composites with different PS contents (curves 1 and 2). As can be seen, effective
absorption is observed in the region of 700 cm™of the IR spectra of composites, which is attributed
to the characteristic absorption of polystyrene (697 cm™). This is indicate the PS formation in the
pores of the film-matrix. The intensity of the absorption increases markedly with increasing
content of PS in the composite.
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By sulfonation of the por-PTFE-PS composites with different PS content,new proton exchange
por-PTFE-sulfonated PS membranes with ion exchange capacity of up to 1.6 mmol/g and proton
conductivity in water at room temperature up to 100 mS/cm were prepared.
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Introduction

At present, it has been established that many properties of membranes are controlled by
phenomena determined by the structure and properties of the thin surface layer of membranes.
According to many researchers, modification of membranes surface or volume are possible to
expand their range and improve physico-chemical and technical-economical characteristics [1, 2].
In this regard, a new direction in membrane electrochemistry has emerged, associated with the
creation and research of modified ion-exchange membranes (bilayer, multilayer, composite, etc.)
and the evaluation of the effect of modification on their electrotransport characteristics. These
studies are of great scientific and practical importance and provide an opportunity to obtain
membranes with unique properties.

It is important to note that despite the large number of works in the field of modification of ion-
exchange membranes, the mechanism for improving membrane properties, which is due to
modification, the effect of modifying layers on the transfer of ions and molecules in these electro-
membrane systems is not fully understood.

The aim of this work is to study the transport and electrochemical characteristics of surface-
modified heterogeneous anion-exchange membranes MA-41, in sulfate-nitrate solutions of
electrolytes, in comparison with the initial membrane MA-41.

Experiments

Measurements of the current-voltage characteristics (CVC) of the membranes were carried out
on a rotating membrane disk. The current-voltage characteristics of the membranes were recorded
in galvanostatic mode, with a stepwise increase in current density. The working solution consisted
of a mixture of sodium sulfate of 0.015 mol eq / | and sodium nitrate of 0.015 mol eq / I. At the
same time, the ratio of concentrations of sodium sulfate to sodium nitrate changed, but the total
concentration remained constant at 0.03 mol eq / I. The composition of the solution in the lower
chamber (cathodic) was kept constant. The rotational speed of the membrane disk ranged from
100 to 500 rpm. The feed rate of the solution into the anode chamber was 7.5 = 0.1 ml / min. The
temperature in the experiments was kept constant and was equal to 25 + 0.1 ° C.

Results and discussion

It is known that modification of an anion-exchange membrane with a cation-exchange film
significantly reduces the value of the limiting current. In order to evaluate the effect of the
thickness of the modifying film, the CVVC of the membranes under investigation were recorded at
100 rpm in a mixture of solutions of 0.015 mol eq / | of sodium sulfate and 0.015 mol eq / | of
sodium nitrate. The thickness of the diffusion layer was kept constant.

The experiments performed show that the deposition of a cation-exchange film on an anion-
exchange membrane leads to an decrease in the limiting current of the initial membrane by an
order of magnitude (Fig. 1).

A comparative analysis of the dependences of the limiting current of the initial and modified
membrane shows that the deposition of a cation-exchange film on the heterogeneous membrane
leads to a multiple decrease in the limiting current and the limiting current does not depend on the
thickness of the diffusion layer (Fig. 2).

The limiting currents for the initial membrane MA-41 from different disk rotation speeds, found
by the method of tangents, coincide with those calculated by the Levich theory, which is depicted
by the dotted line in Figure 2b. It should be noted that for a modified membrane, with a film
thickness of 15 um, the limiting current does not change with the speed of rotation of revolutions.
This can be explained by the fact that the limiting state occurs on the border of the modifying film
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Figure 1. Current-voltage characteristics of the original and modified membranes with
different thicknesses of the modifying film, at 100 rpm.

This can be explained by the fact that the limiting state occurs on the border of the modifying
film and membrane. In the modifying film, sulfate and nitrate ions are Co-ions, therefore their
transport is limited due to charge selectivity.

The selective properties of the membrane with a modifying film are influenced by such factors
as: thickness and charge (concentration of fixed groups) of the film, that is confirmed by
experimental data (Fig. 3). In this case, the dependence of the selectivity coefficient on the
dimensionless current density nonlinearly depends on the thickness of the modifying film, which
is confirmed by experimental data and numerical calculations (Fig. 4).
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A comparison of numerical calculations with experimental data shows that the effect of
electrodiffusion of singly charged Co-ions through a modifying layer and, as a result, through a
two-layer membrane increases with increasing thickness of the modifying layer. Numerical
calculations also qualitatively describe the experimental data. The discrepancy at low currents is
not particularly surprising since the real object does not correspond to what is incorporated in the
model [3]. In the model, the thickness is close to zero on a real object it is quite concrete.
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Introduction

The operational efficiency of electromembrane water treatment systems is limited mainly by a
decrease in the electrochemical activity of membranes under the influence of polarization and
temperature effects, as well as precipitation. The purpose of this work is to study the changes in
the structural properties of the anion-exchange membrane MA-40 during long-term operation in
an electrodialysis apparatus during desalination of mineralized natural waters.

Experiments

It was studied a sample of MA-40 membrane from the anode chamber of the reverse
electrodialysis unit after its 1000-h operation during desalination of the natural waters of the Aral
region. The treated water was with a high value of hardness and a high content of chlorides and
sulfates [1]. Membrane samples after electrodialysis of natural waters were provided by LLP
«Membrane Technologies, S.A.», Almaty, Kazakhstan Republic.

Results and Discussion

The SEM images of the sides of the MA-40 membrane surface facing the electrode (side 1) and
adjacent (side 2) sections of the electrodialyzer are shown in fig. 1. On both sides of the membrane
surface, the formation of a precipitate is visualized, which is localized not only on areas with good
electrical conductivity, where the ion exchanger particles are located, and covers almost the entire
surface with a film.

300 pm 300 um 300 um
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Figure 1. The SEM image (a, d) and the corresponding distribution maps of Mg (b, €) and Ca (c,
f) on the side 1 (a-c) and 2 (d-f) of the surface of dry samples of MA-40 membrane from a
reversal electrodialysis apparatus. The distribution of the elements is indicated in white.

300

The nature of the precipitate on the ion-exchange membrane depends on the pH value and the
rate of ion migration through the membrane. The distribution maps of the elements (Fig. 1) and
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the results of X-ray microanalysis of the composition of the sediment on the surface revealed the
preferential Mg content and the presence of the Ca, Fe, and Si elements.

Under reversing of the electrodialysis electrode polarity, the functions of its electrode and
working chambers simultaneously change. The electrode section alternately becomes either anodic
or cathodic. Schemes of the precipitate formation by different mechanisms during the operation of
the electrodialysis reversal are shown in Fig. 2.
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Figure 2. The general scheme of the precipitate formation during operation of the
electrodialyzer in the modes of direct (a) and reverse (b) current. * - reactions occurring at the
solution — membrane interface. The numbers 1 and 2 show the designation of the membrane

sides.
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It should be noted that the MA-40 membrane is characterized by a high catalytic activity of
ionic groups in the heterolytic reaction of the water dissociation in solution at the interface. In case
of accidental incorrect of the current mode or excess of the local limiting current density in the
desalination section near the surface (side 2) of the anion-exchange membrane, hydroxyl ions are
formed, which migrate to the electrode section (Fig. 2a). On the one hand, the transfer of hydroxyl
ions through the membrane can shift the balance of weakly acidic anions. For example, with a
local increase in pH in the solution at the interface and in the membrane pore space, the balance
shifts towards the formation of carbonate ions, which leads to the precipitation of carbonates. On
the other hand, the migration of hydroxyl ions through an anion-exchange membrane can lead to
the precipitation of hydroxides of multiply charged cations due to a local increase in the pH of the
solution near the membrane.

When the polarity of the electrodes changes, the probability of hydroxide precipitation on the
surface facing the electrode (side 1) of MA-40 membrane increases significantly, which is a
consequence of an increase pH in the diluate solution due to the electrode reaction (Fig. 2b). In
this case, alkalization of the solution also occurs at the surface membrane (side 2) facing the
adjacent section of concentrating. The elemental composition of the surface corresponds to
Mg(OH): crystals, the quantitative content of which is predominant on both sides of the membrane
surface. A significant increase in the pH of the treated water is accompanied by precipitation of
poorly soluble calcium carbonate. The presence of iron ions in the composition of the precipitates
on the surface of the investigated membrane MA-40 according to the results of X-ray
microanalysis indicates the formation of a dense stable precipitate of iron hydroxide.

It was found that sedimentation occurs not only on the membrane surface but also in its bulk.
The precipitation is promoted by an increase in the pH of the internal pore solution due to the
migration of hydroxyl ions into the membrane phase. Comparison of data on the elemental
composition of the cross section and the distribution map of the elements allows us to conclude
about the different content and different localization of sediment over the cross sectional area of
the MA-40 membrane. If insoluble compounds with Mg are predominantly formed on the
membrane surface, the formation of a mixture of CaCO3 and Ca(OH): is established on both sides
of the membrane phase.
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Introduction

The methemoglobinemia, the formation of nitrosamines as well as the eutrophication are the
most important consequences of the presence of the nitrate ions in a higher amount than the norm
defined by OMS in drinkable water, medical products, agriculture and food processing effluents.
Eliminating the chemical species has become a major stake against these risks. Because of this,
many biologic and physico-chemical procedures were applied for treating these ions [1]. The aim
of this study is the synthesis of novel anionic exchange membranes based on polyepichlorhydrin
(PECH) quaternized by 1,4-diazabicyclo- [2,2,2]-octane (DABCQO) which shows a highly
performance in fuel cells and electrodialysis [2].

Experiments

The originality of this work is the incorporation of a nitrate selective complexing (NC) in the
PECH/DABCO matrix. Morphological and thermal properties of these membranes were
determined. The water uptake, exchange capacities, conductivities and transport number of these
membranes were also measured. Dialysis tests were carried out using our novel membranes by a
diffusion cell.

Results and Discussion

Different compositions were tested with varying the PECH-DABCO / Complexing agent (See
Table 1). We tried to fabricate a membrane with 30% “* of the complexing agent, but unfortunately
the obtained membranes crumble and are nonhomogeneous.

The characterization of Membranes M1-M3 shows that the surface of our membranes is
homogenous and they are thermally stables.

Table 1: Main characteristics of membranes used in the experiments

Membrane (composition in %wt.) Watezoz)ptake EXCh?rr;geZgi?aC'ty C?rgglfccrgil)ty
M1: PECH/DABCO ; NC (90; 10) 12.05 0.67 2.03
M2: PECH/DABCO ; NC (85; 15) 17.28 0.69 3.52
M3: PECH/DABCO ; NC (80; 20) 11.11 0.62 2.61

The performance of these composite membranes was tested in diffusion dialysis of binary
solutions containing a mixture of nitrates and interferant ions. We observed a remarkable
selectivity for NOs™ which we attribute to the effect of the complexing agent. The evaluation of the
efficiency of eliminating these ions is maintained by the variation of a quantity known as the
removal rate as a function of certain parameters such as dialysis duration, the initial concentration
of the solution and coexistences ions.
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Introduction

Nowadays the development of ion-exchange membranes selective to the singly charged ions is
one of the interesting challenges in membrane electrochemistry [1]. Selective extraction of ions
has many applications [2]. It is reported that polymerization of polyaniline (PANI) on the cation-
exchange membrane (CEM) surface results in the appearance of permselectivity towards the
transfer of singly charged ions [1]. The properties of composites are significantly influenced by
the content and structural organization of PANI in the membrane phase. Thus, the aim of this work
is to study the polarization behavior of anisotropic composites based on heterogeneous CEM and
PANI depending on the amount of injected PANI.

Experiments

The base CEM used for modification was heterogeneous MK-40 membrane. The MK-40/PANI
membranes were obtained under the conditions of electrodiffusion of monomer and oxidant in 4-
chamber electrodialysis cell [3]. A 0.01 M aniline solution in 0.05 M HCI and 0.002 M K>Cr207
in 0.05 M HCI were fed into the cell chambers next to the test membrane on the anode and cathode
sides, respectively. A 0.05 M HCI solution was circulated through the electrode chambers.
Polymerization of PANI was carried out by passing different current density i = 20, 30, 40 and 50
mA/cm?2, Polymerization time was 60 min. The membrane area was 7.1 cm?. PANI layer on the
MK-40 membrane surface was formed on the side of concentration chamber. The measurements
of I-V curves of obtained membranes were made in the same cell for the membrane modification.
Cyclic voltammetry was carried out at a scan rate of 1*10* A/s. All chambers were pumped with
0.05 M HClI solution at a flow rate of 14 ml/min.

Results and Discussion

I-V curves of obtained composite MK-40/PANI membranes are measured for both membrane
orientations: modified and non-modified surface layers are placed towards the desalination
chamber (Fig. 1). The values of limiting current density, slope of ohmic and plateau regions are
determined. The specificity of such type of membranes is in formation of an internal bipolar
boundary between the cation- and anion-exchange layers. Pristine MK-40 membrane is selective
to the transfer of positively charged ions, PANI has anion-exchange properties. So, these
membranes can be like bipolar membrane in the electric field.
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Figure 1. I-V curves of membranes synthesized at 20 (MK-40/PANI_20) and 50 (MK-40/PANI_50)
mA/cm?: modified (a) and non-modified (b) surface layer are placed towards desalination chamber.

Asymmetric 1-V characteristics are observed for all composites. The slope of the ohmic region
and the conductivity of the membrane are higher for the case when non-modified surface layer is
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placed towards the desalination chamber. The slope of the ohmic region on the 1-V curve decreases
with the rise of i during PANI synthesis due to the increase of membrane resistance.

The values of limiting current density, iiim, and membrane potential at which the limiting state
occurs increase for composites obtained at i > 30 mA/cm? in the case when non-modified surface
layer is placed towards the desalination chamber. Also, a change in the shape of the ohmic region
on I-V curve is observed for these composites. The increase in iiim can be attributed to a range of
factors. PANI chains generated on the gel-phase of ion-exchange resin block the flux of H* ions
through the membrane/solution interface. It leads to a local increase in concentration of H* ion
inside the membrane. As a result, an inverse diffusion occurs. It might be one cause of the limiting
current increase. Another reason could be an increase in the concentration of current carriers in the
depleted diffusion layer due to the co-ion flux. The more the macropores in the membrane and the
more PANI on its surface, the more significant the effect.

Now consider the case when the modified side of the composite is oriented toward the
desalination chamber. The increase of iiim at the membrane/solution interface is observed for MK-
40/PANI_20 membrane. Two local maxima on the derivative of 1-V curve are appeared for
composite membrane obtained at i > 30 mA/cm? (Fig. 2a). The first ijim into the region of low
membrane potential, called pseudo-limiting current, is due to the formation of depleted (in relation
to mobile ions) layer at the bipolar junction within the membrane. The second one, which is higher
than pseudo-limiting current and close to the i;im of the non-modified membrane is due to saturation
of the diffusion across the depleted diffusion layer in the solution. Similar effects are observed for
MF-4SK membranes modified by PANI [3]. The bigger the current applied during the PANI
synthesis, the more pronounced the pseudo-limiting current as shown in Fig. 2a. Consequently,
internal bipolar junction in the composite membrane plays a major role.

0.08 1 _ @ o1 - (b)
I MK-40/PANI_20
\
53 MK-40/PANI_50 55
* ¥ -
- -
:E - g MK-40/PANI_50
= MH—40{PANI_20 = Y
0 T T T . ” 0 =1 N 5
0 50 100 150 iy, A/m* 0 50 100 150 iz, A/m*

Figure 2. Derivative of 1-V curve, d£di vs iav, for membranes synthesized at i=20
(MK-40/PANI_20) and 50 (MK-40/PANI _50) mA/cm?: modified (a) and non-modified (b)
surface layers are placed towards desalination chamber.

Thus, the analysis of I-V curves of the composite membranes allows us to find the conditions
for obtaining materials with the most pronounced asymmetry effect of transport properties.

The present work is supported by the Russian Foundation for Basic Research (project Ne 18-38-
20069 mol_a_ved).
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Introduction

Enhancing the effectiveness of the electrodialysis is currently achieved by modification of ion-
exchange membranes [1, 2]. Characteristics of these new membranes depend heavily on the
modifier quantity. Polyaniline (PANI) is one of the perspective modifying agents [1]. The
possibility of controlling the process of PANI layer formation on the membrane surface in external
electric field by means of chronopotentiometry is shown in previous studies [3]. However, the
polarization behavior of these composites has not been analyzed. Therefore, the purpose of the
study is to investigate the impact of the modifier on the 1-V curve and estimate the asymmetry
effect of obtained membranes.

Experiments

Homogeneous perfluorinated membrane was used as the cation exchange membrane for
modification. Polymerization of aniline on the surface of the base membrane was carried out in a
four-compartment cell. Membrane orientation is presented in Fig. 1. Constant current density
supplied to the polarizing electrodes (Fig. 1, No. 1) was 20 mA/cm?. The membrane area was
7.1 cm?. Polymerization time was varied from 5 to 60 min. The modified surface layer of the
composite membrane was formed on the concentration compartment side. Ten composites were
obtained. Registration of I-V curve of composite membranes were made in the same experimental
set-up for the membrane modification (Fig. 1). The difference is that a solution of 0.05 M HCI was
pumped through all the compartments (Fig. 1, No. 2-4) at a flow rate of 14 ml/min. 1-V curves of
pristine as well as composite membranes were carried out at a scan rate 1*10* A/s. Membrane
potential was measured using Ag/AgCI electrodes inserted into Luggin-Haber capillaries (Fig. 1,
No. 6).
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Figure 1. Scheme of four-compartment cell: 1 — polarizing electrodes; 2 — electrode
compartments; 3 — desalination compartment; 4 — concentration compartment; 5 — Luggin-
Haber capillaries.

Results and Discussion

Representative 1-V curves of the pristine MF-4SK membrane and composite membranes
modified for 30 and 60 min, respectively, are shown in Fig. 2. The first membrane orientation
when the unmodified membrane surface layer was placed towards the desalination compartment
is presented in Fig. 2a. The second case when the modified membrane surface layer was placed
towards the desalination compartment is presented in Fig. 2b. An analysis of 1-V curves has been
made. It is found that the introduction of PANI into the near-surface layer of the pristine MF-4SK
membrane leads to a decrease in the limiting current. Also, it is shown that the increase of
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polymerization time results in membrane resistance growth, complemented by reduction of the
slope of the ohmic region.
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Figure 2. I-V curves of pristine MF-4SK membrane and membranes synthesized during 30 (MF-
4SK/PANI_30) and 60 (MF-4SK/PANI_60) min: unmodified (a) and modified (b) surface layer
was placed towards the desalination compartment.
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The asymmetry of I-V curves of obtained composites has been established. It is found that the
longer the polymerization time, the greater the asymmetry effect. The higher values of limiting
current, slope of the ohmic region, plateau length are observed in the case when the unmodified
membrane surface layer is placed towards the desalination compartment compared with reverse
orientation.

I-V curves for both membrane orientations are considered abnormal for the composites
obtained during polymerization time more than 30 min. There is no «plateau» region on the I-V
curve when the unmodified membrane surface layer is placed towards the desalination
compartment. However, oscillations of membrane potential typical for over-limiting region are
observed at low current densities above 10 A/m2. Two local maxima on the differential 1-V curve
are found when the modified membrane surface layer is placed towards the desalination
compartment. The first maximum in the region of low membrane potentials is associated with
depletion of the bipolar boundary inside the composite membrane formed by PANI and pristine
membrane. The second maximum corresponds to the depletion of the membrane/solution
interface, as in the case of a monopolar membrane. However, this limiting current is significantly
lower compared with the pristine membrane. Similar results were obtained in [4]. The paper
studies I-V curves of composite membranes obtained at different current densities.

Thus, the polarization behavior of obtained composites was studied. We can make a conclusion
that the introduction of PANI into the near-surface layer of the pristine MF-4SK membrane leads
to reduction of characteristic points on the I-V curve. An increase of the polymerization time also
results in more pronounced asymmetric |-V curves.
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Currently, the prerequisites for the transition to a decentralized (distributed) energy model have
been formed on the territory of the Russian Federation. Such a model offers efficient accumulation
and storage of electricity within the local power grid in the vicinity of a potential consumer, which
significantly reduces the need in high-power transmission lines usage. A promising solution to
the electricity accumulation and storaging problem in distributed networks is the use of redox flow
batteries (RFB). These systems are structurally divided into two parts: (a) a membrane electrode
assembly (MEA) and (b) a system of tanks for liquid reagent storage. Such a separation provides
the ability to independently scale the system power density (by increasing the area of the MEA
electrodes) and energy capacity (by increasing the volume of reagent tanks), which gives the RFB
an important advantage in stationary power storage applications.

Modern studies of the RFB, in particular, this study, are primarily aimed to overcome two
fundamental barriers that significantly hinder the development of this direction: (a) insufficient
specific power due to small values of standard exchange currents for the RFB heterogeneous redox
reactions and (b) low energy density compared with other chemical energy sources due to
insufficient energy capacity of the reagents per volume or mass unit for a known value of the redox
potential.

The progress in creation of hybrid redox flow batteries, in particular, hydrogen-bromine
batteries, implementing an oxidation reaction of hydrogen at the anode and the reduction reaction
of molecular bromine at the cathode, made a significant contribution to overcome the first of the
above barriers: led to an increase in specific power density for such devices.

However, the problem of insufficient energy density in modern RFB has not yet been solved.

An opportunity to handle this problem is to use salts of bromine oxoacids as new multielectron
aqueous oxidizers. As a promising example one can point out lithium bromate or (significantly
cheaper sodium bromate) aqueous solutions, that give outstanding theoretical estimates for the
voluminous charge and energy densities of the cathodic process, eg. 1400 Ah/L and
2000 W h/ L at 25 °C while 1600 A h/L and 2300 W h/ L at 60 °C [1], since the density of the
saturated LiBrOs solution is about 1.8 g/cm? [2].

Nevertheless, all these attractive features of the bromate anion as an oxidant for the cathode are
counterbalanced by the lack of its electroactivity within the potential range positive with respect
to the hydrogen electrode, for all tested electrode materials including noble metals. Such an
inconsolable situation has drastically changed after the recent proposition of new electrochemical
redox-mediated autocatalysis EC" mechanism, that theoretically justifies the bromate
electroreduction process to be performed in acidic media in the presence of trace amount of
bromine, that serves as a mediating redox agent, implementing the autocatalytical features for
such a system [1,3].

The present study offers a wide extension of the promising concepts above, both offers a variety
of analytical models and an experimental verification of the fact that the problem of bromate anions
insufficient electrochemical activity can be solved by redox mediator autocatalysis
(EC" mechanism). The main fundamental purpose of this study is to develop theoretical
foundations and to create an integrated methodology (combining analytical, numerical and
experimental methods) that establishes the relationship between the mass transfer processes of the
main reagents and characteristics of a hydrogen-bromate redox flow battery, based on the new
mediated redox autocatalytic mechanism that allows one to use perspective multielectron aqueous
solutions as oxidizers.
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Figure 1. (a) An example of the non-monotonic dependence of the maximum cathodic current
density j™ in A - cm on the the intensity of convection mixing, governed by the rotating disc
electrode (RDE) frequency in rpm. The A, B, C curves correspond to the Nernst stagnant layer
model, D curve responds to the Generalized Nernst layer model, V curve and N set of points
match the convective-diffusion model analytical and numerical solutions, correspondingly [1].
(b) An example of the non-monotonic dependence of the maximum cathodic current density j™*
in A - cm™ on the magnitude of the microelectrode radius ro in bilogarithmic coordinates. For
three different concentrations of acid the set of points corresponds to the experimental data,
solid lines represent predictions of the analytical theory.

The main fundamental conclusions of the study are:

- The process of bromate anions electroreduction in an acidic media (the concentration of
bromate anion and acid is about mol / L) in the presence of a trace amount of molecular bromine
(the concentration about mmol / L) shows a significant value of the specific cathodic current
density (of the order of A - cm™) achievable in spite of the the lack of bromate electroactivity at
the electrode surface but due to autocatalytic effects of the system. Such features are demonstrated
both for a variety of model systems with controlled hydrodynamics (rotating disc electrode,
microelectrode), and for real prototype of a hydrogen-bromate redox flow battery.

- For the case of rotating disk electrode in stationary conditions the presence of the
nonmonotonic dependence predicted in the framework of the analytical theory, in particular, the
area of sharp rapid increase for the cathodic current density (by several orders of magnitude) while
the intensity of convection mixing decreases, has been proved both experimentally and using
numerical simulation methods.

- For the case of a disk microelectrode the mentioned above non-monotonic behavior, in
particular, a sharp increase in cathode current density while the radius of the electrode decreases
has been predicted analytically and confirmed experimentally.

Figure 2. Experimental sample of a hydrogen-bromate redox flow battery membrane-electrode
assembly: (a) disassemled and (b) assembled.
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The applied objective of the present work is to implement the hybrid principle of power sources
design to create on the basis of the fuel cell and redox flow battery concepts a fundamentally new
hybrid electrochemical generator that utilizes bromate anions as a multielectron aqueous oxidizer.
Therefore an experimental sample of a hydrogen-bromate redox flow battery MEA, operating on
the basis of the principles proposed in the study, has been shown to demonstrate high
electrochemical performance of specific current density (up to 1.5 4 - cm?) and power (up to 0.9
W - cm?) [4].

Acknowledgements.
The reported study was funded by RFBR according to the research project Ne 18-03-00574.

References

1. Vorotyntsev M. A., Antipov A. E., Konev D. V. Bromate anion reduction: novel autocatalytic
(EC") mechanism of electrochemical processes. Its implication for redox flow batteries of high
energy and power densities // Pure Appl. Chem. 2017. V. 89. P. 1429-1448.

2. Bruno T. J,, Lide D. R. CRC Handbook of Chemistry and Physics, 97th ed., (W. M. Haynes,
ed.). CRC Press, Boca Raton, FL, 2015.

3. Vorotyntsev M. A., Konev D. V., Tolmachev Y. V. Electroreduction of halogen oxoanions via
autocatalytic redox mediation by halide anions: novel EC" mechanism. Theory for stationary
1D regime. Electrochim. Acta. 2015. Vol. 173. P. 779-795.

4. Modestov A. D., Konev D. V., Antipov A. E., Tripachev O. V. et al. A hydrogen—-bromate flow
battery for air- deficient environments // Energy Tech. 2017.Vol. 6. P. 242-245.

40



DEVELOPMENT OF MICROTUBULAR SOLID OXIDE FUEL CELLS
1Artem Bagishev, ?lvan Kovalev, *Mikhail Popov, *Alexander Nemudry
linstitute of Solid State Chemistry and Mechanochemistry SB RAS, Novosibirsk, Russia
E-mail: popov@solid.nsc.ru
°Novosibirsk State Technical University, Novosibirsk, Russia

Introduction

Alternative methods of power generation attract more attention in recent years. This interest is
caused, from one side, by reduction of mineral fuels, from other - by economic efficiency of the
innovative approaches in the production of electric power and strict ecological requirements for
new technologies.

One of directions of alternative energy development are the high temperature electrochemical
devices (ECD). Such devices allows to a) effectively (efficiency 60-70%) transform an organic
fuel and hydrogen, in electric power with the use of solid-oxide fuel cells (SOFC) and b) process
carbon dioxide and aquatic steam in a synthesis gas (CO + 2H>), utilizing the extrass of greenhouse
gases, effectively stocking energy of cheap energy sources, with the use of high temperature solid-
oxide electrolyzers (SOE). As known, hydrogen is not only basis of ecofriendly hydrogen energy
but also feedstock for the various hydroprocessing technologies, multi-tonnage production of
ammonia and methanol and subsequent chemical products

Structurally SOE/SOFC can be divided into planar and tubular shape. A planar design is widely
used in stationary devices, by power from a megawatt and higher, as provides good heat and mass
transfer, compactness of assembling and allows to use the standard methods of ceramic treatment.
The substantial lack of planar configuration is high requirements to absence of considerable
temperature gradients along a membrane, that can result in device destruction during thermal
cycling and dramatic changes of temperature. This results in a slow startup speed.

The problem can be solved using microtubular (mt) membranes [1-2], the advantages of which
are improved thermal and mechanical stability, ease of sealing. The rapid launch of high-
temperature ECD opens the possibility of developing a promising niche of compact, mobile
devices in transport, in the military field and in household appliances.

Results and Discussion

This paper presents the results of measuring medium-temperature microtubular solid oxide fuel
cell with cathode composition SrCo1xTaxOs-s. As part of the work, the methodology for obtaining
mt-SOFC was worked out. Functional layers were obtained by dip-coating. The results obtained
suggest that cathode composition SrCo1.xTaxOs-s is greatly promising for SOFC development.
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Introduction

The family of acid salts of alkali metals with the common formula MnHm(AQO4), (A =P, S, Se)
presents an important class of proton conductors with high proton conductivity ~102 S/cm in the
medium temperature range 130-250°C due to the superprotonic phase. Among them CsH2PO4 and
its composites undoubtedly have a great potential for use as a proton-conducting membrane in fuel
cells (FCs) [1]. Recently, the systems based on CsH.PO4 and polymer additive have been
intensively studied [2-4]. The thin-film flexible membranes are preferable for improving the
electrochemical characteristics of FCs. Such systems combine high proton conductivity of the acid
salt with the flexibility, hydrophobicity, mechanical stability and flexibility of the polymer.
Mechanically strong membranes with the thickness less than100 pm can be obtained by the solvent
casting technique. Due to the pure solubility of CsH2PO4 in common solvents such membranes are
a physical dispersion of acid salt particles in the polymer matrix. For this purpose the fine salt
particles should be obtained. The conductivity of CsH2POs-based polymer systems is determined
by the morphology and the nature of the distribution of salt particles in the volume of the
membrane depending on the energy of adhesion similarly to the composites based on acid salts
and highly dispersed inorganic oxide (SiO2, TiO etc.) [5].

Results and Discussion

This work is devoted to the investigation of the mechanism of formation of new high-
conductive polymer membranes based on CsH2PO4 and thermally stable polymers of different
composition such as fluoropolymers and butyral. The synthesis conditions were studied and
optimized. The investigation of electrotransport, structural, thermal properties and the mechanism
of proton conductivity of the polymer composites were carried out. The proton conductivity and
changes in structural properties of «CsH2PQO4-polymery systems with varying polymer matrix were
examined. The small content of the polymer results in the conductivity remaining at the level of
the initial salt in the superionic phase. But the high polymer concentrations lead to the percolation
threshold of the "conductor-insulator" type with the further decrease in the electrotransport
characteristics. The different ways of particle size reduction was examined. The range of different
water partial pressure on the proton conductivity was studied for the suppression of CsH2PO4
dehydration and extension of superionic phase stability. The changes of structural characteristics
of the salt in the polymer matrices were studied by XRD. The addition of a polymer matrix results
in a partial amorphization of the CsH2PQO4. The particle size and its distribution in the volume of
the membrane have been characterized by electron microscopy. The addition of appropriate
amount of polymer matrix also provides the flexibility of the membrane, increasing of hydrolytic
stability, sufficient mechanical strength and gas permeability while maintaining high proton
conductivity.

This work was carried out with a partial financial support from RFBR grant 18-08-01279.

References
1. UdaT., Haile S.M. // Solid-State Lett. 2005. V.8. A245-A246.
2. Qing G., Kikuchi R., Takagaki A., Sugawara T. et al. // J. Electrochem. Soc. 2014. V.161.

F451-F457.
3. Qing G., Kikuchi R., Takagaki A. et al.// Electrochim. Acta 169 (2015) 219-226.
4. Oh S.-Y., Kawamura G., Muto H., Matsuda A. // SSI 225 (2012) 223-227.
5. Ponomareva V.G., Lavrova G.V., Simonova L.G. // SSI 1999. V.118. P. 317-323.

42


mailto:ponomareva@solid.nsc.ru

NEW ION-EXCHANGE MATERIALS BASED ON COPOLYMERS OF

DIVINYLSULFIDE

Victor Bayandin, Nina Shaglaeva
Irkutsk National Research Technical University, Russia, E-mail: bayandinvv @yandex.ru

Introduction

lon exchange materials are widely used in water treatment, hydrometallurgy and other
industries for the extraction of metals from diluted solutions, the separation of the individual
components of the mixture and purification of waste water, etc. lon exchange materials are widely
used in water treatment, hydrometallurgy and other industries for the extraction of metals from
diluted solutions, the separation of the individual components of the mixture and purification of
waste water, etc. At the moment, as cross-linking agent in the synthesis of ion exchangers used
divinylbenzene. The main drawback of these ion exchange resins is a multistage obtain
divinylbenzene and the use of readily available starting materials.

In the Irkutsk scientific center developed a one-step synthesis technology divinylsulfide (DVS)
reaction of acetylene with hydrogen sulfide or sodium sulfide and effected its production of pilot
batches [1]. The main advantage of this method of obtaining divinylsulfide is the availability and
low cost of raw materials.

Experiments

Insoluble copolymers were obtained by radical copolymerization of divinylsulfide with 4-
vinylpyridine (VP), which are yellow powders and have high mechanical strength and osmotic
stability, resistant to salts, dilute acids and alkalis (boiling samples for 6 hours in 10% saline,
sulfuric, nitric acid and sodium hydroxide does not cause the destruction of the framework).
Copolymers swell well in organic solvents: in acetone - by 500%, in hexane - by 300%. The
swelling capacity of copolymers in an aqueous solution of acid and alkali is much lower and
amounts to 100% and 60%, respectively. Table 1 presents the results of copolymerization DVS-
VP.

Table 1: Copolymerization DVS and VP

No The composition of the Content The composition of the | Output,
experime initial mixture, mol. % nitrogen and sulfur, copolymer, mol. % %
nt mass. %
VP DVS N S VP DVS
1 20.0 80.0 5.01 23.42 32.11 67.89 65
2 40.1 59.9 7.90 16.83 54.36 45.64 75
3 50.0 50.0 8.78 12.67 61.23 38.77 92
4 80.0 20.0 12.11 3.45 88.75 11.25 80

Results and Discussion

The study of silver ion adsorption by the considered ICE-VP copolymer was carried out in
solutions of nitric acid, where this metal is present in the form of the Ag + cation. Extraction of
Pt, Pd and Au ions was studied in hydrochloric and sulfuric acid solutions, in which these metals
exist in the form of acid complexes of different composition. For acid complexes Pt, Pd, Au, with
an increase in the concentration of acids, there is a slight decrease in the degree of extraction of
metal ions with the exception of the gold tetrachloride complex in a sulfate medium (Figure 1). To
a greater extent, a decrease in the degree of extraction of metal ions is manifested for chlorine
complexes of platinum and gold in a solution of hydrochloric acid (Figure 1).
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Figurel. Influence of the nature and concentration of acids on the degree of extraction of Au
(1) ions in H2SO4 (1) and HCI (3), Ag (1) in HNOz (2), Pd (1) in H2SO4 (4) and HCI (5), Pt (
IV) in H2SO4 (6) and HCI (7).

The given character of the dependence is in favor of the anion exchange at the pyridine nitrogen
atom and the manifestation of the competing effect of acid anions, taking into account their size
and mobility. Coordination interaction of metal ions by nitrogen and sulfur atoms is not excluded,
which is more characteristic of the cationic form of silver.
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Introduction

The method of the selective continuous single-stage membrane absorption process of olefins
separation proposed in the work is based on a synergistic combination of membrane gas-separation
process [1] and absorption capture of unsaturated hydrocarbons from gas mixtures [2]. In this case,
absorption/desorption processes take place in a membrane gas-liquid module (contactor). This is
an apparatus where the membrane acts as the interface between gas and liquid phases. Such a
configuration of the module has the following advantages: the high specific surface area,
compactness of the equipment, the independent control of gas and liquid flows [3]. Furthermore,
the cyclic absorption/desorption process is carried out via well-defined phase interface provided
by the membrane. Thus the mass transfer surface area is constant which leads to the fact that all
equipment works with the same efficiency even if the process conditions or fluid characteristics
change in a wide range. In addition, the absence of direct interaction of gas and liquid leads to low
energy losses. There is no need to separate the two phases at the outlet of the apparatus, and there
is no droplet entrainment and foaming of the liquid absorbent.

In the present work, it is proposed to carry out the process of ethylene separation from a model
mixture with ethane using an aqueous solution of silver nitrate as an absorbent.

The driving force of the process is the difference in the partial pressure of ethylene from
different sides of the membrane. High selectivity of ethylene separation is provided by its chemical
interaction with the active component of the liquid absorbent. In contrast to conventional olefin
distillation extraction at high pressures and low temperatures, this direct interaction also
determines the single-stage nature of ethylene separation. The great advantage of this method is
increased energy efficiency because in this case the leading role belongs to the reversible chemical
interaction between the ethylene and the silver ions in the liquid absorbent, which occurs at room
temperatures (above 0°C) and relatively low pressures.

Experiments

Figure 1 shows the principle of a highly selective continuous single-stage membrane-absorption
process for the separation of olefins from hydrocarbon gas media.

Membrane absorber

CoHa/CoHe CoHy

e

CzH4
| |
Absorbent .
+ CyHs
/ \, | [ \
( /'Heating Cooling ‘\\> /

T | 4

Absorbent

membrane

CzH,4

Membrane desorber

Figure 1. Principle of selective continuous single-stage membrane-absorption process for the
separation of olefins from hydrocarbon gas media.
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The main working elements of the process are membrane modules operating in absorption and
desorption mode. In the present work, the attention is focused on the absorption stage.
Hydrocarbon with ethylene enters the membrane module operating in the absorption mode, where
the ethylene penetrates through the membrane, then dissolves and interacts with the active
component of the liquid absorbent (aqueous solution of transition metal - silver).

The membrane applied in this process should provide barrier properties toward the olefin
absorbent. This is critically important since the penetration of liquid absorbent into the structure
of the membrane and the filling of transport pores negatively affect the efficiency of the olefin
mass transfer [4]. From this point of view, the composite membranes with a thin non-porous
selective layer are the best choise. Following these considerations, we used commercial flat-sheet
composite gas separation membrane MDK-3 (ZAO NTC Vladipor) with thin non-porous selective
layer made from organosilicon polymer material.

Table 1 lists the parameters of the membrane module and the conditions of the absorption
process.

Table 1: Data on hollow fiber membrane contactor and absorption conditions

Parameter Value
Gas mixture 19% (C2H4) / 81% (C2Hs)
Volume of gas mixture (mL) 400
Absorption temperature (°C) 20
Type of membrane module Flat-sheet
Surface area of membrane (cm?) 189
Absorbent 3,5 M aqueous AgNOs
Volume of absorbent (mL) 500
Gas linear velocity (cm/s) 1
Liguid linear velocity (cm/s) 0-4

Gas mixture composition during the experiments was analyzed using gas chromatograph
Chromatec "Gazochrom-2000" which is equipped with a thermal conductivity detector. Gas
chromatography parameters were as follows: detector temperature was 160 °C, column
temperature was 50 °C. The sample volume was 0.5 mL.

Results and Discussion

Figure 2 shows the dependence of the decrease in the ethylene content in the closed gas loop
with studied gas mixture during the experiment in the membrane absorber at different liquid linear
velocities. The zero solvent velocity corresponds to the stagnant liquid layer within the liquid
channel of the membrane module.
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Figure 2. Ethylene content in the gas mixture vs. time of experiment.
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The influence of the liquid absorbent linear velocity on the efficiency of the ethylene absorption
process can be seen more clearly in Figure 3, where the final contents of ethylene within the closed
gas loop with studied gas mixture after 1 h of experiment are presented.
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Figure 3. Ethylene content in the gas mixture after 1 h of absorption experiment vs. linear
velocity of the liquid absorbent.

The ethylene absorption process is most efficient at the absorbent linear velocity of 1 cm/s. The
achieved ethylene recovery is more than 90%.
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Introduction

Monoethanolamine (MEA) is the primary alkanolamine which is applied to achieve a high
carbon dioxide (CO2) recovery degree (80-99%) from gas streams. MEA provides fast CO>
absorption kinetics, relatively high CO> sorption capacity and selectivity. The combination of
MEA-based solvents with hollow fiber membranes in compact, low-weight and modular gas-liquid
contactors is a perspective way to provide the CO2 absorption [1]. At present, attempts are being
made to optimize MEA-based solvents for their use in membrane contactors. The vast majority of
works are devoted to membrane CO. absorption 30% wt. aqueous MEA. Some researchers
propose to increase the MEA content up to 90%wt. [2], thus increasing the sorption capacity of
the solvent. However, this approach seems to be unfavorable if the solvent regeneration (CO;
desorption) is considered. Traditionally, the CO, desorption from MEA is carried out at
temperatures of 110-140 °C, which provide efficient desorption of CO2, but lead to the
thermochemical degradation of MEA, especially in the presence of dissolved unbound oxygen. A.
Bello with coworkers [3] found out that the MEA degradation grows both with an increase in the
desorption temperature and in the MEA content in the solvent. As a result, a wide range of products
is formed: oxazolidone-2, MEA dimers and trimers, amides, amines, aldehydes, ammonia,
carboxylic acids, etc. The latter form heat stable MEA salts (HSS) that stimulate corrosion of
equipment and pipelines, catalyze further destruction of MEA [4], reduce CO; fluxes and mass
transfer coefficients during CO absorption in membrane contactors [5]. Alternative CO> solvents
with higher stability (solutions of sterically hindered amines, ammonia, amino acid salts, ionic
liquids [1]) are still less competitive compared to MEA because of their higher costs and other
physicochemical properties.

In contrast to the above, our previous experimental results showed that the MEA desorption
process can be effectively carried out at temperatures of 70-90°C in case of reduced MEA
concentration in the solution (10-14%wt.) and increased CO2-loading (0.55-0.7 mol CO2/mol IEA)
[6]. Thus the aim of present work is the development of hollow fiber membrane contactors for the
desorption of CO> from the MEA solution with unconventional properties.

Experiments

1. Hollow fiber membranes

The porous asymmetric hollow fiber membranes made from polysulfone (PSf) was prepared
according via dry-wet phase inversion technique described in details elsewhere [10]. The
composite membranes with a thin protective layer from poly(trimethylsilyl)propyne (PTMSP) was
fabricated according to the modified procedure developed earlier [7]: the impregnation step was
avoided and the PTMSP casting solution was forced into the lumen side of the membranes from
the both ends sequentially. The gas permeances of the CO2, N2 and He were evaluated using
constant pressure/variable volume gas permeation method at 23+2°C.

2. Membrane contactor

The gas-liquid membrane contactors were prepared using both porous and composite
membranes. The glass modules were used as shells. The ends of contactors were sealed with epoxy
resin (EDP universal). The effective length of membranes was 18 cm. The number of membranes
in porous contactor was 8, specific surface area — 454 m?/m?; the number of membranes in
composite contactor was 3, specific surface area — 172 m?/m®.

3. CO2 desorption experiment

CO: desorption experiment was carried out on the lab-scale set-up, which simplified scheme
and overall view is presented in Figure 1.
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Figure 1. Lab-scale set-up for CO, desorption from MEA solution: 1- desorption unit (« - small
stripping column with Rashig rings (<76 mm); b - membrane gas-liquid contactor with hollow
fibers); 2 - solvent tank with CO»-rich MEA solution; 3- solvent gear pump; 4 - temperature
control unit; 5 - condenser; 6 - heater (thermostate); 7- cooler (tap water).

Results and discussion

1. Porous hollow fiber membranes and contactor based on them
The properties of porous membranes are given in Table 1.

Table 1: Geometrical and transport properties of porous membranes

Inner diameter di, mm 1,16
Outer diameter do, mm 1,61
He permeance, m® (STP)/(m?-h-bar) 350+20
N, permeance, m® (STP)/(m?-h-bar) 15015
CO, permeance, m3 (STP)/(m?-h-bar) 12316
He/CO;ideal selectivity 2,8
CO/N;ideal selectivity 0,8

The porous membranes have a fine-porous structure (mesoporous level) of the inner skin layer.
This is evidenced by the values of gas permeance and ideal selectivity for the studied gases (see
Table 1). For example, the ideal He/CO: selectivity pair is 2.8 that is close to the ideal selectivity
in the case of gas transport by the Knudsen diffusion mechanism (3.3), which is realized in pores
2-50 nm.

The results of CO- desorption from MEA solvent are presented in Figure 2. The experiment is
carried out under the following conditions: solvent — aqueous MEA, 12% wt. with initial CO»-
loading 0.6 mole/mole; solvent volume — 400 ml; desorption temperature — 90°C; pressure — 1 bar;
solvent flowrate — 10 ml/min.
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Figure 2. The flux of CO> desorbed in porous membrane contactor vs. time of desorption
experiment.

Results show that the desorption process can be efficiently carried out at 90°C with a relatively
high flux of desorbed CO>. The transition time period of 5 min can be detected at the beginning of
the process when the CO> flux rises up to 2 times. Then one can observe the decline of CO> flux
due to depletion of CO; in the closed solvent loop. However, at the 20" minute of process the
intensive solvent droplet appearance in the contactor shell was observed. This was the result of the
wetting effect of membrane pores which was enhanced with decreasing of solvent surface tension
at high desorption temperature. The solvent CO»-loading after 20 min of experiment was only 0.49
mole/mole.
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2. Composite hollow fiber membranes

The main reason for the application of composite membranes is the protective function of thin
selective layer that allows withstanding the deterioration effect of wetting phenomenon. The
transport properties of fabricated composite membranes are given in Table 2.

Table 2: Transport properties of composite membranes

He permeance, m® (STP)/(m?-h-bar) 5.71.0
N, permeance, m® (STP)/(m?-h-bar) 4.0+1.8
CO; permeance, m? (STP)/(m?-h-bar) 16.7417.3
He/CO;ideal selectivity 0.3-0.5
COy/N;ideal selectivity 4.1-4.2

Comparison of the results in Tables 1 and 2 clearly shows that the deposition of a thin PTMSP
layer changes the membrane properties. The permeance of all gases decreases by an order of
magnitude, while the permeance of the target component (CO2) decreases from 123 to 16.7 m®
(STP)/(m?-h-bar). The ideal selectivity for the CO2/N- pair increases from 0.8 to 4.1-4.2. This
proves that the formation of a thin non-porous layer of PTMSP on the inner surface of the PSf
hollow fiber supports occurs. The value CO2/N2 ideal selectivity close to that for pure PTMSP
material (3.5-6.5, depending on the method of obtaining the polymer and its microstructure),
indicates that the thin layer PTMSP is non-defective. The used technique allows to obtain
composite membranes with the best transport properties among the known similar works published
earlier [8-9]. Thus, the fabricated membranes are very perspective for the application in gas-liquid
membrane contactor for the CO> desorption from aqueous MEA solutions.
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Introduction

Enzymatic agents, especially protease, were experimented as cleaning solutions for fouled
polymer based membranes for filtration (UF and MF) used in dairy industry and their efficiency
was proved in numerous studies [1]. The use of enzymes as biological solutions for the cleaning
of ion-exchange membranes (IEMs) fouled by organic compounds could be an interesting
alternative to chemical cleanings [2, 3]. In this work enzymatic cleanings were tested for the first
time as biological solutions to clean cation-exchange membranes (CEMSs) constituted from
poly(styrene-co-divinylbenzene) (PS-DVB) copolymer with sulfonic groups reinforced by PVC
cloth fouled by organic compounds during electrodialysis treatments of beverages in food industry
—confidential subject- [4].

Experiments

Three classes of enzymes (B-glucanase, protease and polyphenol axidase) were experimented
as an alternative solution to chemical cleanings for environmental purpose, for their inertness
towards polymer matrix and their specific actions [5] on polysaccharides, proteins and phenolic
compounds, respectively, which represent abundant fouling agents in treated beverages.

First, operating conditions were optimized using each enzyme solution separately with two
concentrations (0.1 and 1.0 g.L?) at three temperatures (30, 40 and 50 °C). The evolution of the
CEMs parameters; electrical conductivity (km), ion-exchange capacity (IEC) and contact angle (0)
was determined during the cleanings. Then, cleaning with three successive enzyme solutions or
the use of two enzymes simultaneously were tested taking into account the optimal conditions of
enzymatic activity (concentration, T (°C) and pH).

Results and Discussion

This preliminary study showed an internal and external efficiency that is reflected in the
evolution of studied parameters as presented for « Tyrosinase® : a polyphenol oxidase » enzyme
in Fig. 1.
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Figure 1. Evolution of the contact angle, the ion-exchange capacity and the electrical
conductivity of the treated(t) CEM vs. incubation temperatures and concentrations of Tyrosinase
during optimization of its operating conditions.

The use of successive cleanings with the three kind of enzymes demonstrated the enhancement
of the global cleaning efficiency and showed that their actions could be complementary towards
differents substrats (foulants). The cleaning durations could also be optimized using enzymes
mixture after studying their operating compatibility.
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Abstract

lon-exchange systems represented, for example, by ion-exchange membranes on ion-exchange
resin particles exhibit nonlinear current-voltage curves, on which one finds three distinct regions.
These regions are referred to as underlimiting, limiting and overlimiting ones. Each of these
regions reflects proceeding phenomena responsible for the ion transport. It is known that all
important transport processes take place on the depletion side of the ion-exchange systems. We
capture the situation at the interface between a cation-exchange system and an electrolyte on the
depletion side as it develops during the measurement of a current-voltage curve by using
fluorescent and optical observations. Our observations allow to describe qualitatively transport
phenomena occurring in ion-exchange systems and to assign their onset to the particular points on
the current-voltage curve. We show that current voltage-curve for the studied systems, namely a
single cation-exchange particle and a heterogeneous cation-exchange membrane, have a shape
typical for ion-exchange systems, i.e. we can clearly recognize underlimiting, limiting and
overlimiting region. Interestingly, the overlimiting region of both systems can be divided into two
parts based on the slope of the current-voltage curve in this region. We show that there is a
qualitative and quantitative change in the developed electroconvection as the major mechanism
governing the overlimiting current when the system transitions from the first part of the
overlimiting region to the second one. This transition of electroconvection causes its mixing effect
to change from local to global. Figure 1 shows measured CVC curve and corresponding images
displayed at given points on CVC curve.
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Figure 1 Measured current-voltage curve with correspbndm
displayed at given point marked on CVC curve.
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Abstract

Electrostatic interactions between the charge fixed in ion-exchange membranes and the charge
borne by large ions present in the desalted electrolyte can significantly promote fouling of the ion-
exchange membranes in the case the two charges are opposite. We investigate the effect of DNA
on both systems by measuring current-voltage curves in the solutions having different
concentration of mobile DNA. Direct observation of the depletion side of the pristine
heterogeneous anion-exchange membrane using visual observations using optical microscope and
camera attached directly to the microscope showed that the polarization of the membrane leads to
formation of intensive chaotic vortex localized to the membrane surface on which two large
counter-rotating vortices superimpose later further polarization. The addition of DNA does not
affect the formation of two large vortices however our data strongly indicate that there is an effect
on the local vortex, which is responsible for the large changes in the current-voltage curves.
Surprisingly, the observation of the anion-exchange particle revealed that DNA strongly affects
the electrokinetic around the particle although this is not manifested in the measured current-
voltage curves. On this system the DNA changes the electrokinetic picture completely and very
likely creates bipolar junction capable of water splitting. Figure 1a shows current-voltage curves
with marked points having corresponding images from the optical microscope on the right side of
the graph. Figure 1b shows lab-on-a-chip solution used for electrochemical and electrokinetic
measurement.
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Figure 1. a) Current-voltage curves and images from optical microscope b) Lab-on-a-chip
solution.
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Abstract

Electrodialysis and electrodeionisation are membrane separation processes industrially used to
purify water and to separate ions from ionic solutions. These processes are based on the use of a
system of several membranes with high selectivity toward particular ionic components contained
in the solution so that one can achieve high separation performance.

The main goal of this work is to elucidate the influence of size and charge of counterions on
the electrochemical and electrokinetic behavior of studied ion-exchange membranes. In our
experiments, we use a heterogeneous cation-exchange membrane and homogeneous cation-
exchange particle encapsulated in plastic glue and placed into a “lab-on-a-chip” type system. We
study experimentally the behavior of the systems in 6 ionic solutions: HCI, LiCl, NaCl, KCI as
solutions containing monovalent cations and CaCl2 and MgCI2 as solutions containing divalent
cation. The following experiments with aforementioned solutions have been performed: (i)
measurement of current-voltage curves, (ii) measurement of chronopotentiometric curves and (iii)
simultaneous measurement of chronoamperometric curves and optical observation of particle
motion in solution using Particle image velocimetry method.

We evaluated several parameters such as the limiting current density, transition time as a time
required to create a depletion layer and compare the experimental results with predictions of Sand
equation, the intensity of the vortices and the corresponding flow rates of the solution in the
vicinity of the membrane. The results are then discussed with respect to the differences between
the cations that have been measured. The final aim of this work is to find the relation between the
behavior of the ion-exchange membrane and the composition of the electrolyte.

Figure 1 shows typical PIV vector velocity map for given values of inserted voltage of external
electric field.

1V

Figure 1 Calculated vector veIOC|ty map for given values of voltage The red color reffers to the
highest velocity, blue color reffers to the lowest velocity of the liquid.
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Introduction

lon-exchange based technologies are inherent part of many industrial applications that are today
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Figure 2. Various mili and
microfluidic systems used in our
research: a) chip for measurement
of electric potential profiles in an
ICP based chip, b) chip for
characterization of ion-exchange
systems under static conditions, c)
chip for investigation of
desalination under forced
convection.

not only used for desalination of water but also for
cleaning of specialty chemicals, desalination of diary and
other food products or processing of waste waters.
Although the principles and underlying mechanisms of
these electromembrane technologies have been studied
for more than six decades, there are many open questions
to which the scientists and engineers are looking for
answers. These questions can be related to understanding
fundamental science behind ion-exchange processes such
as appearance of electroconvection, water splitting and
other reaction-transport characteristics of these systems or
to the properties and behavior influencing performance of
electromembrane units such as the effect of fouling, ion
selectivity and many others. In the Laboratory of
microchemical engineering at UCT Prague, we strive for
better understanding of the behavior of ion-exchange
systems by performing experiments in a non-standard
format. These experiments are conducted in systems that
not only allow to carry out electrochemical
characterization of studied systems and to analyze the
system behavior based on the differences between the
input and output streams but also direct observation of
processes that occur at the interface between ion-
exchange systems and desalted electrolyte or reconstruct
spatial patterns of concentration or potential profiles.

Experiments

Figure 1 show three representative mili- and micro-
fluidic systems that have been used in our experiments to
analyze ion-exchange systems in detail. Figure 1a shows
a chip used for reconstruction of electric potential profile
in a system with two cation-exchange membranes used for
ion-concentration polarization based desalination. Figure
1b shows a four-chamber chip allowing to study single or
multiple ion-exchange systems and small pieces of ion-
exchange membranes under various conditions (imaging
of electrokinetics, quantification of water splitting,
investiagtion of fouling) and Figure 1c shows flow-
through electrodialysis channel allowing to study
separation of ions on ion-exchange membranes in a flow
format.

Results and Discussion

In this contribution we will present some
representative experiments we conduct in our laboratory.
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The experimental activity aims at finding answers to two basic questions and these are: (i) how
does structure (both geometry and composition) of ion-exchange systems affect their behavior and
performance, and (ii) how does desalted electrolyte influence the efficiency of electrodialysis.

The structure of the systems is usually investigated by the use of optical microscopy and
microcomputed tomography which also allows to reconstruct the internal structure of
heterogeneous ion-exchange membranes [1]. Recently, we also embarked on analysis of ion-
exchange resin particles by atomic force microscopy. The structure of these systems is further
investigated indirectly by using solutions containing counterions of various sizes which then
provide information about characteristic dimensions of the ion-exchange systems. Another
technique we use for this purpose is energy dispersive analysis (EDS) which can provide
information on elemental composition on a surface.

Most of the electrochemical and electrokinetic experiments are carried out in the chip depicted
in Figure 1b. As mentioned above, the experiments in this chip are performed under static
conditions, i. e. no forced flow is applied. The investigation in this chip allows one to investigate
the electrokinetics at the interface between the studied system and the surrounding electrolyte,
water splitting reaction, the manifestation of fouling [2], or simply the study of the basic
characteristics of the system [3] such as measurement of transport number or the resistance of the
system. Figure 2 depicts one of the experiments carried out in such a cell focused on imaging of
phenomena occurring at the ion-exchange system and a water electrolyte interface during the
measurement of current-voltage curves [4].
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Figure 3. Imaging of depletion side of a cation exchange particle during it polarization.
Melamine-based 2 um particles were used as tracking markers.

The flow-through systems (Figs. 1a and c) are used in experiments with forced flow. The main
attention is devoted to the reconstruction of electric potential and concentration profiles established
under various condition in systems with ion-exchange membranes. An example of such a
measurement can be seen in Figure 3. It shows experimentally obtained profile of electric potential
in a flow through system in which two cation-exchange membranes were integrated on a single
channel and connected in series. This arrangement of membranes creates depletion and
concentration regions in the channel simultaneously and creates suitable conditions for ion
concentration polarization desalination or an analyte pre-concentration. Our experimental data
show, that one can clearly distinguish the depletion and concentration regions and calculate local
values of electric field which may be two orders of magnitude higher in the depletion zone than
those in the concentration zone [5].
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cation exchange membranes with applied DC bias of 100 V, and b) numerically evaluated values
of local electric field strength.
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Introduction

Lithium-ion batteries (LIB) typically consist of an anode, a cathode, and an electrolyte, with a
separator electronically separating the anode and cathode [1]. Upon charging of the battery, lithium
ions are extracted from the cathode and stored in the anode. When the battery is being discharged,
the Li ions are extracted from the anode and stored in the cathode. Nanostructured Si has been
investigated as a possible solution to the pulverization of Si upon Li insertion and extraction. One
method of fabricating nanostructured Si is metal-assisted chemical etching (MAC) [2], which
creates Si nanowires (NWs) from a top-down process on a Si wafer. The NWs formed by MAC
etching depend on parameters such as the orientation of the Si, the doping density of the Si, and
the etching conditions under which the NWs are formed. The performance of Si anodes for LIBs
was shown to improve with the addition of carbon and other elements. This paper presents
experimental studies of the formation of silicon porous structures upon in situ irradiation, their
optical and structural properties.

Experiments

By the method of water non-electrolytic etching (MAC) or metal-stimulated chemical etching,
porous silicon was obtained. The MAC method is based on the substitution of silicon for the
reduction of Ag* — AgP on the surface of a silicon substrate. Porous silicon structures formed a
two-step MAC method on gamma-quanta irradiated and unirradiated silicon substrates KDB 4.5
<111>. Porous silicon structures were also obtained on irradiated and non-irradiated substrates
when irradiated in situ by a bremsstrahlung gamma — radiation from a Varian Unique medical
linear electron accelerator at the Saratov Regional Oncology Center with an electron energy of 6
MeV. The accelerator is calibrated according to the absorbed dose at the maximum of ionization
and the total dose of radiation was 24 kP when receiving the samples within an hour. The distance
from the target to the surface of the plate is 100 cm, in order for the samples to be in the region of
the maximum ionization. Structural and optical properties were studied using a MIRA 2 LMU
scanning electron microscope, on a DRON-4 diffractometer using an X-ray tube with a copper
anode (Cu-Ka). Raman spectra (RS) were recorded on a Renishaw inVia spectrometer with a laser
wavelength of 532 nm. The photoluminescence (PL) spectra were recorded simultaneously on the
equipment for measuring cattle.

Results and Discussion

Figure 1 shows the surface morphology and cleavage of a sample of porous silicon obtained by
the MAC method on a substrate irradiated with a dose of 30 kP, and the etching time is 60 minutes.
With increasing time of etching the surface structure of the samples revealed more. While the size
of the diameter of porous silicon in their array demonstrates a wide distribution of diameters from
about 40 to 200 nm, for each individual structure the diameter does not change significantly along
the nanowire. The X-ray structural analysis of substrates and samples without irradiation and after
exposure to gamma radiation allowed us to establish a number of interesting phenomena. X-ray
diffraction analysis of porous silicon samples revealed the removal of microstresses not only in
the substrate, but also partially in the layer upon irradiation in the process of preparation. The
interplanar distances in the samples studied are different. Moreover, the greatest interplanar
distance in the unirradiated sample and the smallest of the samples obtained in situ during
irradiation on the irradiated substrate.
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Figure 2. Diffraction pattern of samples of porous silicon of the <111> plane, obtained in situ
on the irradiated substrate (a) and unirradiated substrate (b).

Raman spectra in the presence of silver are characterized by the effect of surface amplification
of SERS. A large Raman scattering signal and the presence of a metal — Ag suppresses PL,
however, we observe it on samples obtained in situ on previously irradiated substrates. The
appearance of photoluminescence in samples irradiated at the time of preparation on irradiated
substrates indicates ordering of the growing layer when it is obtained on the irradiated substrate,
which is confirmed by X-ray diffraction studies.

The obtained data allow us to conclude about the controllability of the process of chemical

synthesis and the promise of the method of metal-stimulated chemical etching to obtain promising
nanoporous silicon structures.

The reported study was funded by RFBR according to the research project Ne18-07-00752 A.
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Introduction

The regular and oriented structures may be used in systems meant for control of irradiation in
optical and infrared ranges and as elements of data storage equipments. The template synthesis on
track membrane (TM) with regularly located pores is considered as prospect method of these
structures production. Moreover, regular TM can be used as optical diffraction elements.

Experiments

X-ray band of synchrotron irradiation was used to produce regular TM. To generate pores,
polyethylene terephtalate (PET) film was irradiated perpendicularly to ones surface through
template. The one was bidimensional array of regular through micropores in tantalum plate of 2
pm thickness [1]. Pore diameter was 1 pm and pore surface density was 10° cm. Pore formation
was realized with chemical etching of irradiated film in 10 % NaOH aqueous solution under
temperature of 60 C° pending 30 min. Then regular TM formed in etching was flushed in distilled
water.

The experimental investigations on light diffraction with regular pore system were carried.
He-Ne laser was applied as light source. The transparent scheme of diffraction was used. The
distance between membrane and screen was of 0.5 m.

The Fe microstructures were formed in dead-end pores of regular TM by metal
electrodeposition method.

Results and discussion

Optical micrographs of irradiated PET film (a) and generated regular TM (b) are shown in
Fig.1.

Figure 1. Optical micrographs of irradiated PET film (a) and generated regular TM (b).

The micrographs were produced on optical polarized microscope Nikon LV100 with objective
Planachromat 100X in transparent regime. The SEM micrographs of surface (a) and cleavage (b,
c) produced at electron microscope FEI Scios 30 kB are presented in Fig. 2. The TM sample was
irradiated previously with UF radiation The one crisps the sample and enables preparing of smooth
cleavage at pore center [2].
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Figure 2. The SEM micrographs of surface (a) and cleavage (b, c) produced at electron
microscope FEI Scios 30 kB.

Diffraction picture obtained with regular pore system presents ensemble of light spots
(reflections) (Fig.3). The ones maximum location corresponds to diffraction picture generated with
bidimensional grating. Reflections are located at system of horizontal and vertical lines crossings.

Figure 3. Diffraction picture obtained with regular pore system.

The well known condition is satisfied for every line:
d Sin6 =mA (m=1,23,...),
d — distance between pores; 6 — diffraction angle; m — diffraction order, A - wavelength.
This result supports ability of regular TM application as diffraction elements.
The Fe microstructures were formed in dead end pores of regular PET TM with
electrodeposition method (Fig4).
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Figure 4. The Fe microstructures formed in dead end pores of regular PET TM with
electrodeposition method.

Metallic microstructures formed on polymer films basis are prospective in creation of magnetic
memory systems with high information density. Application of thin nonmagnetic metal films and
through pores in magnetic structures deposition enables magnetic isolation of every functional
element. Application of dead-end pores enables supplementary advantages associated with

element size decrease.
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Introduction

It was previously shown that modification of anion-exchange membranes MA-41 with poly-N,
N-diallylmorpholinium bromide leads to a decrease in the intensity of water dissociation at the
membrane / solution interface and an increase in mass transfer [1]. To introduce the obtained
modified membrane into industrial devices for electrodialysis, it is necessary to investigate its
electrochemical and thermal stability [2,3]. Studying the stability of the MA-41 membrane
modified by poly-N,N-diallylmorpholinium bromide is advisable to carry out with method of
electrochemical impedance [4]. This method allows us to accurately estimate the intensity of the
dissociation of water on the modified membranes.

Experiments

The stability tests of MA-41 membranes modified by poly-N,N-diallylmorpholinium bomide
(hereinafter MA-41M) were performed in a semi-industrial electrodialysis cell at a current density
of i = 2iiim. The spectra of the electrochemical impedance were recorded in a flow-through 4-
chamber cell, the concentration of the model sodium chloride solution was 0.01 M. The range of
frequencies under study was from 1 MHz to 0.005 Hz. The obtained spectra of the electrochemical
impedance were processed by the method of equivalent circuits. Using mathematical processing
of the spectra, we determined the frequency of the maximum for the semicircle of the Gerischer
impedance and calculated the effective dissociation constant of water using equation (1).

2r g
— max (l)
3
where: femax - frequency at the point of maximum of Gerischer impedance, Hz.
Results and discussion

Figure 1 shows the MA-41M membrane spectrum processed by the method equivalent circuit.
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Figure 1. The spectrum of the electrochemical impedance of the MA-41M membrane. The dots
indicate the experimental values, the solid line calculated values by the method of equivalent
circuits.

Figure 2 shows the dependence of the effective water dissociation constant of dimensionless
current density for the original modified MA-41M membrane and for MA-41M membranes after
conducting stability tests at a current density of i = 2ijim.
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Figure 2. The dependence of the effective dissociation constant of water of dimensionless current
density, where: 1 - the initial membrane MA-41, 2 - the modified membrane MA-41M, 3 - the
modified membrane MA-41 M after 10 hours of stability tests, 4 - the modified membrane MA -
41M after 25 hours of stability tests.

Thus, it was shown that the rate of water dissociation on the modified MA-41M membrane is
7.5-8 times less than on the initial MA-41 membrane. At the same time, the value of the effective
dissociation constant of water for the membrane MA-41M is much less than for the initial
membrane as before the endurance tests so and after 25 hours of work in the electrodialysis
apparatus. This indicates a high electrochemical and thermal stability of the modified anion-
exchange membrane MA-41M.
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Introduction

Pervaporation is an important membrane process in biofuel and chemical industries.
Dehydration of alcohol azeotropic mixtures is a well-known application of pervaporation. In order
to increase permeation flux of polyamide membranes without sacrificing the selectivity, the
membrane morphology must be converted from a dense thick film to asymmetric or composite
type morphology. Composite membrane consists of a top selective layer formed on a chemically
different asymmetric porous substrate. The advantage of composite membranes is the possibility
to combine the benefits of the independent polymeric layers to obtain the desired membrane
performance. Interfacial polymerization is an effective technique to prepare the composite
membrane with the thin interfacially polymerized selective layer [1]. Polyamide (PA) is one of
polymers that can be obtained via interfacial polymerization. PAs feature high selectivity in the
separation of alcohol/water mixtures [2]. In this work the effect of the amine nature and the ratio
of amine and acyl component upon the formation of thin selective layer via interfacial
polymerization technique on the structure, performance and hydrophilic-hydrophobic properties
of thin film composite PA/polyacrylonitrile (PAN) membranes were studied.

Experiments

Ultrafiltration PAN (poly (acrylonitrile-co-methyl acrylate) (92: 8), VNIISV, Russia, Mw=107
kDa) membranes were used as porous supports for thin film composite membrane (TFC)
preparation. They were fabricated via a non-solvent induced phase inversion technique using
distilled water as a coagulant. Two types of porous supports were prepared for TFC membranes
formation: in order to study the effect of amine and acyl component PAN membranes were
prepared from 17 wt.% PAN casting solutions in dimethylformamide and to study the effect of
amine nature 13 wt.% PAN casting solutions in dimethyl sulfoxide were used. A thin selective
layer was formed via interfacial polymerization on the surface of the selective layer of PAN
ultrafiltration membranes. The selective layer of PAN membrane was brought into contact with
amine (diethylenetetramine (DETA), triethylenetetramine (TETA), polyethylene imine (PEI,
hyperbranched, M=10000 g-mol™) and piperazine (PZ) aqueous solution for 15 s. The excess of
the amine solution was removed using blotting paper. Thereafter the top of the membrane was
brought into the contact with trimesoyl chloride (TMC)/hexane solution for 15 s. The prepared
membranes were immersed in the ethanol to remove the excess of unreacted reagents and dried
for 24 hours at room temperature.

The membrane structure was studied by scanning electron microscopy (LEO 1430 VP
microscope, Leo Electron Microscopy Lrd., Cambridge, UK) at 30 keV. Water contact angle was
determined via the sessile drop method (Goniometer Attention Theta from Biolin Scientific,
Gothenburg, Sweden). Pervaporation performance of composite membranes was studied during
separation of ethanol/water mixture with 90 wt.% ethanol content (the temperature of the feed
solution was equal to 35°C, downstream pressure <1 mbar). The composition of feed and permeate
solution were analyzed using gas chromatograph Varian 3300 with TCD detector (Varian Inc.,
USA) and with Porapak Q packed column.

Results and Discussion

According to SEM microphotographs analysis it was found that the selective layer thickness
depends on the TETA/TMC ratio (Figure 1, Table 1). The highest thickness, 290 nm, was observed
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for the membranes obtained in the case of the maximum TMC/TETA ratio (Figure 1 b). When the
TETA concentration by weight was higher than TMC one, membranes feature the thinnest
selective layer (c.a 60-70 nm) (Figure 1 ¢). Membranes with an equal by weight TETA and TMC
content in water and organic solutions respectively had an intermediate value of selective layer
thickness — 90 nm (Figure 1 c).

Table 1: PA/PAN composite membrane properties and pervaporation performance

TETA TMC Flux, Water content in Contact Selective layer
concentration, | concentration, kg-m2-ht permeate, wt.% angle, ° thickness, nm
wt.% wt.%
0.1 0.05 0.580 87 4542 60-70
0.1 0.1 0.270 90 9442 90
0.05 0.1 0.187 81 86+2 290

Figure 1. SEM images of the cross section of PA/PAN flat-sheet membranes with different
TETA and TMC content in water and organic phase: a — 0.1 wt.% TETA, 0.1 wt.% TMC; b —
0.05 wt.% TETA, 0.1 wt.% TMC;c - 0.1 wt.% TETA, 0.05 wt.% TMC.
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Figure 2. Time dependence of flux and water content in permeate for PA/PAN composite
membranes: 1 — 0.1 wt.% TETA, 0.05 wt.% TMC; 2 — 0.1 wt.% TETA, 0.1 wt.% TMC,;
3-0.05wt.% TETA, 0.1 wt.% TMC.

It was revealed that membrane water contact angle is dependent on the TETA/TMC ratio.
Membrane surface with TMC excess was found to be hydrophobic, and water contact angle was
from 86 to 94°.

It was shown that all developed membranes feature decrease in the water content in permeate
and increase the flux upon pervaporation which is due to the selective layer swelling. Composite
membranes obtained from 0.1 wt.% aqueous TETA solution and 0.05 wt.% TMC in hexane
solution had the highest flux. It is known that the membrane flux is inversely proportional to the
selective layer thickness. Data obtained are consistent with this statement.

The effect of amine type on the PA/PAN composite membrane structure and performance was also
studied. It was found that thickness and structure of the selective layer depends on the amine
nature. It is due to the different amine solubility in organic phase, i.e. the different distribution
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coefficient of amine between aqueous and organic phases. It was found that thickness of the
selective layer for the composite membranes with DETA was 60 nm, and for membranes with
TETA — 245 nm.

C

Figure 3. SEM-images of the selective layer of PA/PAN flat-sheet membranes (0.15 wt.% amine
aqueous solution, 0.075 wt.% TMC solution in hexane): a—DETA, b —TETA, ¢ — PEI, d — PZ.

According to the SEM images (Figure 3), the obtained irregular nodular structures of polyamide
were formed on the surface of the membrane selective layer for membranes obtained with DETA,
TETA and PZ. Nodular structures were almost absent for the membranes with PEI (Figure 3 ¢). It
should be noticed that membranes obtained with PEI feature the lowest flux and the highest water
content in permeate.

Table 2: Composite membranes performance in pervaporation of 90 wt.% ethanol/10 wt.%
water mixture at 30°C (selective layer is formed using 0,15 wt.% amine aqueous solution
and 0,075 wt.% TMC solution in hexane)

Amine nature J, kg'm?-h! Water content in permeate, %
DETA 0.125 22
TETA 0.111 45
PEI 0.076 83
PZ 0.338 27

It was found that the membranes obtained with PEI have the most uniform surface of the
selective layer without nodular structures which were observed for membranes with DETA,
TETA, PZ. It may be due to the polymeric nature of PEI and its hyperbranched structure which
results in lower rate of PEI diffusion to the organic phase compared to low molecular weight
amines which leads to the higher TMC concentration at the interphase between aqueous and
organic solutions and thicker PA selective layer formation. The highest flux observed for the
membranes obtained from PZ. It occurs due to the lowest cross-linking of the selective layer
because of PZ low functionality and rigid structure.
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Introduction

Progress in the development of electromembrane technologies is associated with the
intensification of electromembrane processes and the transition to the over-limit current modes of
electrodialysis. Under these conditions, the dominant mechanism of ion transfer is
electroconvection [1]. The foundations of the theory of electroconvection have been laid down in
the works of Dukhin and Mishchuk [2], Rubinstein and co-authors [3]. It is known that
electroconvection depends on the morphology of the surface of ion-exchange membranes and their
chemical composition. According to the theoretical estimates, in Rubinshtein's paper, a ten percent
curvature of the plane membrane surface leads to a 30% acceleration of the onset of
superconductivity, and a small increase in the current limit on a "wave-shaped” membrane is
associated with an increase in surface area compared to a flat membrane.

Changes in the chemical composition of ion-exchange membranes can be achieved by
modifying its surface. The modification allows to suppress the catalytic activity of anion-exchange
membranes with respect to the water dissociation reaction. Reduction of the water splitting rate
can be achieved by replacing the ionic groups in the thin surface layer with equipolar ionic groups
with low catalytic activity towards water dissociation reaction [4].

The aim of the work is to evaluate the influence of the change in the fraction of a non-
conducting surface, as well as the different degree of dispersion of an ion exchanger in the
manufacture of heterogeneous membranes on their properties. Investigate experimental
heterogeneous and modified anion-exchange membranes by the method of a rotating membrane
disk.

Experiments

To assess the effect of the share of a non-conductive surface on the total mass transfer the
objects of study were selected experimental heterogeneous sulfo-cation-exchange membranes
Ralex CM Pes (MEGA as, Czech Republic). The volume fraction of the ion exchange resin in the
mixture used in the manufacture of CM Pes membranes is 58%. The membranes were obtained by
rolling the homogenized mixture of milled ion-exchanger with varying time of its milling with
polyethylene.

In order to evaluate the effect of water dissociation on electroconvection, highly basic anion-
exchange membranes were used: homogeneous AMX ("Tokuyama Soda", Japan) and modified
heterogeneous membrane MA-41-M (OOOQ IP Shchekinoazot, Russia).

The electroconvection is investigated under conditions of forced hydrodynamic convection
when the linear velocity of flow of an electroconvection-unperturbed solution is nonzero.

Membranes were investigated by the method of a rotating membrane disk. The working solution
was used 0.01 M solution of NaCl. The current-voltage characteristics (CVC), the limiting current
density at different speeds of rotation of RMD were calculated.

Results and Discussion

Figure 1 shows CVC calculated for heterogeneous anion-exchange membranes with different
ratios of nonconducting (1) and conducting (1) areas and, hence, different surface fractions of inert

I . . .
areasd = T For comparison, the CVC of a homogeneous anion-exchange membrane is shown
+

in the same figure. The ohmic potential jump A@ohm is excluded from the potential A of the
membrane/solution system.
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Figure 1. Current-voltage characteristics of a homogeneous anion-exchange membrane and
heterogeneous anionexchange membranes with different surface fractions of inert regions

0= II_I Values of @ for the membranes are given at the CVC curves. The ohmic potential jump
+

Aponm Of the membrane is excluded from the potential jump 4¢.

As can be seen from figure the CVC curve for the homogeneous membrane has three segments.
In contrast to the homogeneous membrane, on the current-voltage characteristics of the
heterogeneous membrane, the plateau of limiting current is absent. As can be seen from fig. 1,
electroconvective vortices appear on heterogeneous membranes even before the onset of the
limiting state.

At a large value of 0 > 0.3, mass transfer through the homogeneous membrane is higher than
through the heterogeneous membranes. In this case, the effect of shielding the heterogeneous
membranes by inert areas (polyethylene) is higher than the contribution of
heteroelectroconvection. At a 40:60 percentage ratio of the nonconducting and conductive areas
(6 =0.4), the mass transfer through the homogeneous and heterogeneous membranes is almost the
same. At 0 < 0.3, mass transfer through the heterogeneous membrane exceeds that through the
homogeneous membrane as a result of the development of heteroelectroconvection.
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Figure 2. Dependence of the current density in terms of salt ions on the fraction of inert
regions on the membrane surface for different values of electric potential jump 4¢: (1) 0.4, (2)
0.5, (3) 0.6, (4) 0.7, (5) 0.8, and (6) 0.9 V.

The data points on the y axis refer to the current density for the homogeneous membrane at
different voltages.
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The dependence of the current density on the surface fraction of the nonconducting portions 6
for different values of the electric potential jump A¢ is shown in Figure 2. The maximum transfer
of salt ions at this step size is observed for the heterogeneous membranes with a polyethylene
surface fraction of 6 = 0.01. With a change in the degree of dispersion of the ion exchange resin
and polyethylene, the value of 6 corresponding to the maximum mass transfer through the
heterogeneous membrane will be different.

We can conclude that the optimal proportion of conductive areas should be more than 70% by
analyzing the data obtained.

As is known, the water spliting influences strongly on electroconvection, which flows in an
electro-membrane system under ultra-limiting current conditions simultaneously with
electroconvection.

In Figure 3, the experimental CVCs are summarized in Levich coordinates. The solid line shows
the dependence of the limiting current on the speed of rotation of the membrane disk for a
homogeneous membrane (AMX), and the dotted and dash-dotted lines show, respectively, for the
heterogeneous MA-41 and MA-41M membranes. The dots represent ijim, found from the
experimental CVC tangent method.
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Figure 3. Limiting current vs. the square root of the rotation angular velocity (Levich
coordinates) for different membranes. The points are the experimental values of the limiting
current for the membranes: 1 — AMX; 2 — MA-41; 3 — MA-41M.

A comparison of experimental limit currents and calculated electrodiffusion limit currents
shows that electroconvective transfer of ions in dilute solutions is already observed at i = ijm. For
the modified heterogeneous membrane, i = ilim electroconvection ion transport is more than three
times greater than the electrodiffusion transport of ions.
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Introduction

The influence of the surface morphology of ion-exchange membranes (IEMs) on mass transfer
rate is a fundamental and practical important issue in all applications. It is known that the IEM
surface can be geometrically or electrically heterogeneous [1, 2].

The geometric surface heterogeneity can be expressed as waviness or roughness. Furthermore,
some methods for IEM profiling are known in the industry to make geometric surface
heterogeneity. The undulated or profiled membrane surface results in an essential gain in mass
transfer rate [3, 4, 5] due to several effects: an increase in active membrane area available for mass
transfer; an increase in contribution of the forced convection due to better hydrodynamic
conditions.

The electrical surface heterogeneity can be expressed as the presence of conductive and non-
conductive regions on the membrane surface. Experimental studies have shown that
inhomogeneities of IEM surface in some conditions cause a decrease [6] and in the others an
increase [7] in mass transport in membrane system.

Our work displays the application of Scanning Electrochemical Microscopy (SECM) method
for investigation of geometrical and electrical surface heterogeneity of IEMs.

Experiments

Developed scanning electrochemical microscope consisted of an electrodialysis (ED) cell,
hydraulic and instrumentation systems. The design of the ED cell 2 allows for the in situ SECM
measurement of the potential distribution near the surface of ion-exchange membrane during
electrodialysis.

with a square hole of a 2 x 2 cm? area.
Solution inlets and outlets of the Plexiglas
frames ensured plane-parallel flow of the
solution between the membranes.

The tips of Luggin glass capillaries are
installed from both sides of the studied
membrane. Mobile capillary 5 is placed in
desalination compartment 6 of the ED cell
through a hole in the upper part of the

E‘ The compartments of the flow cell are
Powersonree formed by membranes and Plexiglas frames

i U u T u compartment. Such an arrangement allows

3 moving the capillary by  the
P micromanipulator in three directions. A
fixed capillary in the concentration
compartment is fasten in the frame adjacent
. . ) to the surface of the studied membrane.

h is the dls'gance between the membranes in the All measurements were conducted in

c_eII, L is the Cha”?‘e' Igngth. 1 - sealed 0.02 M NaCl solution at current density of
container, 2 — electrodialysis cell, 3 — valves, 4 — 0.5 jiim.
common tank, 5 — mobile capillary, 6 —
desalination compartment.

Figure 1. Schematic Representation of the
Scanning Electrochemical Microscope.
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Potential drops were measured between a mobile capillary which moves towards the membrane
surface and a fixed capillary connected to the reference electrodes (Ag/AgCl) as a function of
distance.

Results and Discussion

The surfaces of undulated IEMs were visualized using the SECM method. In the case of
Neosepta CMX membrane a significant correlation between the average value of amplitude
excursion, b, of swollen membrane determined in situ by SECM (45 £ 5 um) and by optical
microscopy (55 = 10 um) (Fig. 2) was found. We attribute this undulation to non-uniform swelling
of the membrane, which is caused by the presence of reinforcing net and non-uniform distribution
of ion-exchange material.
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Figure 2. Potential Drop Distribution Near the Surface of the CMX Membrane (a), Optical
Cross Section Images of the Dry (b) and Swollen (¢) CMX Membrane.

The presence of conductive and non-conductive regions on the IEMs was visualized using the
SECM method. It was found for the M1 and M2 membranes that the data obtained by SECM
method correlates with optical images (Fig. 3) and theoretical conceptions [2].
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Figure 3. Potential Drop Distribution Near the Surface of the M2 Membrane (a) and an Optical
Image of This Membrane (b).

In addition there is an interest in the electrochemical characteristics investigation of studied
membranes having different electric and geometric surface heterogeneity.
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Introduction

lon exchange membranes (IEM) are main component in numerous engineering applications,
such as dialysis, electrodialysis, fuel cells etc. Creation of specific permselective membranes is
one of the most important tasks for modern membrane science [1]. Another no less important
problem is the creation of precise techniques to determine the specific permselectivity. The
verification of the method for membrane permselectivity estimation in mixed solutions during
electrodialysis is reported here.

Experiments

Neosepta CMX (Japan), CJIMC-3 and CIMC-5 (China) cation-exchange membranes were used
to verify the method for membrane specific permselectivity estimation in mixed solutions during
electrodialysis. The measurements were carried out in a four-chamber electrodialysis cell. A
0.02 eg/dm?® mixed NaCl — CaCl; (1:1) solution circulated through the desalting chamber. In the
remaining chambers, a 0.02 M NaCl solution was pumped. The Na* and Ca?* concentrations were
found using Dionex 1CS-3000 ion-chromatograph with conductometric detector.

Results and Discussion

It is found that when the current density increases, the specific permselectivity of the membrane
system declines. This effect is explained by the fact that at low current densities, the specific
permselectivity is controled by the transport in the membrane, and at high current densities close
to the limiting current density, this property is mainly determined by the transport through the
depleted diffusion boundary layer [2].
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Figure 1. Counterions transport numbers in cation-exchange membranes: Neosepta CMX (a),
CJIMC-3 (b) and CIMC-5 (c).
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Introduction

Oxygen transport membranes (OTMs) made of the mixed ionic-electronic conducting (MIEC)
oxides can be used in such innovative technologies as partial oxidation of light hydrocarbons and
oxy-fuel combustion [1-2]. A significant drawback of planar and tubular membranes is the high
requirements for the absence of significant temperature gradients along the membrane, which can
result in the destruction of OTM during thermal cycling and abrupt temperature changes. The
advantages of hollow fiber (HF) membranes are not only improved mechanical stability but also
higher oxygen fluxes due to small thickness of gas-tight layer sandwiched between porous layers.
In addition to technological advantages, (HF) are convenient as an object of study of the
mechanism of oxygen exchange of oxides with the gas phase. However, such works are still few
in comparison with the number of studies on the oxygen permeability of planar membranes.

Experiments

Bao.5Sro.5C00.8Fe0.203-5 (BSCF), Bao.5Sro.5C00.78Wo.02F€0.203-s (BSCFW?2) and
Bao.5Sro5C00.75M00.05F€0.203.5 (BSCFM5) materials were synthesized by ceramic method
described in [3, 4]. The obtained precursors were calcined at 900°C for 6 h in air. The powders
were then pressed into green disks at 300 MPa followed by sintering at 1100—1160°C in air for
about 6 h to get dense samples. The crystal structure of BSCF/ BSCFW2/ BSCFM5 samples was
examined by X-ray powder diffraction using D8 Advance diffractometer (Bruker, Germany).

Results and Discussion

This work presents the results of an experimental study and computer simulation of oxygen
transport in HF membranes made of Bao.sSro.5C00.8Fe0.203.5 (BSCF) material and its derivatives:
Bao5Sro5C00.78Wo.02F€0.203.5 (BSCFW2) and BaosSrosCoo.75Mo.05F€0203.5 (BSCFM5) which
demonstrate high and stable oxygen fluxes, thermal and mechanical stability during thermal
cycling. Computer simulation of oxygen fluxes in membranes were based on a semi-empirical
dependence of the oxygen flux on the partial pressures of oxygen (pO2) which is widely used in
the case of flat membranes and was rationalized by the oxygen transport model presented in:

poz,ln - poz,zn
h
DK

J= =y(T) poz,ln - poz,zn) 1)

2
+ R
kads
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Introduction

The concept of diffusion dialysis (DD) followed by electrodialysis (ED) was applied to process
technological wastewater containing ca 12 wt. % of sulphuric acid, metal sulphate ions and
undefined organic substances. DD parameters like acid recovery ratio and metal ions rejection
factors and purity of outlet streams were evaluated in the presented work. The ED was applied on
the dialysate stream leaving DD process. The ED process was evaluated regarding the flux of salt,
feed capacity, current efficiency and specific energy consumption. Similar concept for processing
of acidic waste water was recently proposed by Zou et al. (2018). This study results show big
potential for processing the acidic wastewater by membrane technologies while bringing
ecological and economical benefits.

Experiments

The experiments were carried out with real waste water sample. The wastewater was provided
by a customer who is interested in decreasing the costs for disposal of the spent acidic solution.
Table 1 presents feed water composition measured by inductively coupled plasma (ICP), ion
chromatography (IC), titration and thermal methods.

Table 1: Feed Water Quality Analysis Results

Parameter Value Method
Na (mg I 55500
Zn (mg I'Y) 258
K (mg I 50.5
Ca(mg Y 44.6
Fe (mg I'}) 27.3 ICP
Si (mg 1) 20.8
Mg (mg I} 9.18
Al (mg IY) 4.14
Sulphates (mg |') 289000 IC
H>S04 (g 1) 148.591 titration
TOC (mg 1) 953 thermal combustion
Density (kg I') 1.2242

Figure 1 shows the scheme of the wastewater processing. In most cases, processing of
technological wastewater requires pre-treatment. The solution was mixed with activated carbon to
remove as much organic compounds as possible, filtration followed.

Recovery of the acid proceeded in the DD step in single-pass, continuous regime. For this
purpose, innovative spiral wound membrane module (Spiraltec GmbH) with anion exchange
membrane FAD (Fumatech, active area ca 5 m?) was employed. Flowrate of water and the acidic
feed was kept at 9 | h™t. Under the driving force of concentration gradient, acid is transported from
the feed into water. The metal cations are repulsed by the positively charged anion exchange
membrane. The metal cations thus diffuse significantly slower than the acid anions and hydrogen
cations which have very high mobility compared to other ions. In this experiment, deionized water
was used as a stripping medium. There are two streams leaving the module: diffusate (water
enriched by acid) and dialysate (wastewater containing majority of salts after the dialysis). The
desired product is diffusate containing significantly lower concentrations of the metal ions than
dialysate. Obtained acid can be reused in the production process. Further, the obtained dialysate
was neutralized with NaOH and stabilized against iron oxidation and precipitation by the addition
of Na>S>0s. This solution was further processed with electrodialysis in batch regime. The ion
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exchange membranes Ralex™ of the manufacturer Mega a.s. were used. The aim of the ED step
was to demineralise dialysate.

All samples from the DD step were taken during the steady state which was indicated by steady
value of conductivity measured in time, as well as flow rate of the dialysate and the diffusate.

J Raw material

Filtration (pre-
treatment)

Deionized Water

lé‘

Feed for diffusion
dialysis
4

Diffusion
dialysis

(acid
regeneration)

Diluate
(low salt content)
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(regenerated acid with
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D

Concnetrate

Dialysate
(salt solution with low acid content )

(high salt content!

Electrodialysis

(dialyzate treatment)

Neutralization,
stabilization

NaOH, Na,S,0
e Deionized Water

Figure 1. Process flow diagram of the acid regeneration and salt concentration.

Results and Discussion

Results of the DD step are shown in Table 2. Flow rates of the dialysate and the diffusate were
165 ml min*t and 150 ml min, respectively.

Table 2: Feed Water Quality Analysis Results

Na 82
Zn 96
K 88
Rejection Ca 91
F
factor (%) S? 2613
Mg 94
Al 92
TOC 81
Recovery
ratio (%) H2S04 87

The rejection factor R; of each metal ion i, acid recovery fraction Y and purity P; of outlet stream
j were calculated from the equations 1 - 3

i
R=1-- i,DIF (1)
~ 4FEED
m
y = H,S04,DIF @)
my,so,,FEED
CH+j
P = : 3
g i Cij )

where 1; pir represents mass flow of component i (Na, Zn, ... , Al) in the diffusate in kg s,
1, pgep represents mass flow of component i in the feed in kg s™ and cij represents concentration
of component i in stream j (feed, diffusate or dialysate) in mol I,

We can see that the rejection factors of the monovalent metal ions (Na, K) are lower than the
rejection factors of the multivalent ions such as Mg?* or AI**. Low value of the Si rejection factor
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can be caused by the fact that Si is in the form of uncharged species which diffuse through the
anion exchange membrane.

In total, 6 ED tests were carried out. Table 3 contains results of the third test. Usage of Na2S20s
was 1 g/l to maintain reduction environment. To decrease the precipitation potential, also small
amount of antiscalant (Ropur 6000A) was added into the concentrate solution (C). Compositions
of C and diluate (D) are also in Table 3. Concentration of organic matter was not determined.

Table 3: Quality Analysis Results of ED feed and products

C D D C E
[ Initial weight (kg) | 1.01 0.41 0.251
Ca(mg ) 35.6 3.06 I Final weight (kg) 0.63 0.69 0.229
Fe (mg I} 14.1 191 Current
K (mg 17 128 174 || Stackvoltage (V) | 10 | oqpiction (A)| 2%
. Flux of salt Feed capacit
Mg (mg 1) 5.62 0.413 I (0 m2 hd) 573 (kg m_E’h_l) Y1 763
Specific
1 Current energy
Na (mg 1) 31100 2010 efficiency (%) 96 consumption, 28
(Wh kge™)
Zn (mg 1) 40.6 1.91 |
Sulphates (mg 1Y) | 55575.0 [ 3945.0 I
TDS (mg 1Y) 98400 6850 |l

The value of TDS of concentrate stream is not high compared to the feed solution. Due to small
amount of the feed sample for the ED step, tests with maximum achievable concentration approach
were not performed. For such a case bigger volume of feed per one test would be needed. Instead
of performing one test with achieving high sulphate concentration, we decided to perform several
tests to check the effect of the solution on the membranes. There were no effects on the ED
performance nor visual damage of the membranes observed.

We have proven the applicability of the diffusion dialysis followed by electrodialysis concept
for highly acidic waste water treatment in the laboratory scale. The free acid can be regenerated
from the solution and reused in the production process while the salt solution can be treated with
electrodialysis. There is evident environmental (less emissions into nature) and economic impacts
with utilization of the membrane separation methods. The capital and operating costs for the pre-
treatment, DD and ED technologies should be compared by the cost benefits brought by utilization
of DD and ED. The benefits are as follows:

e chemical cost saving due to recovered sulphuric acid,

e chemical cost savings due to saving of the neutralizing agent (Na2CO3),
e savings of the penalty fee for high TDS content in the waste water,

e ideally earning money by selling of the salts.

In the presented process example, the savings for H.SO4 and Na>COz for 1 ton of processed
waste (12 % H2SO4) water are 5 $ and 29 $ (40$ t* H2SO4, 210 $ t* NaoCOs), respectively. The
other factors (fees) are individual for each company but can be in the similar range as saved money
for buying of the fresh chemicals.
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Introduction

The electroplating industry is one of the largest consumers of water and the most dangerous
source of environmental pollution of heavy metals. Partial treatment of wastewater from pollution
with the purpose of their reuse in the same production is much cheaper than their full treatment.
Electromembrane technologies allow creating closed water circulation systems and returning
valuable components to the production cycle. The limiting electrodialysis concentration is
restricted by back diffusion of the ions from the concentration chamber to desalination one. To
increase the content of the target component in the solution, it is necessary to change the membrane
properties in order to obtain materials with low diffusion permeability, for example, by their
modification by conjugated polymers [1]. The purpose of this work is the comparative study of
the diffusion permeability of ion-exchange membranes and composites with polyaniline on their
basis in solutions containing H* and Cr3*-ions.

Experimental

The objects of study were homogeneous perfluorinated membrane MF-4SK, heterogeneous
membrane MK-40, as well as composite with polyaniline on the base of MK-40, obtained in an
electrodialysis apparatus [2]. The value of the integral diffusion permeability coefficient (P, m?/s)
was determined from the diffusion rate of the electrolyte H2SO4, Cr2(SO4)s and their equivalent
mixture of various concentrations into pure water. The experimental error didn’t exceed 5%.

Results and Discussion

Figure 1 shows the concentration dependences of the integral diffusion permeability coefficient
of the investigated membranes in solutions of sulfuric acid. It can be seen from the Fig. 1 that the
diffusion permeability of the MK-40 membrane after modification is 3 - 4 times lower in
comparison with the initial sample. In addition, for a modified sample, the diffusion permeability
is almost independent of the electrolyte concentration.

2 _
P*101,
m?/s MF-4SK
15
1 L
ME-40
05 |
& MEK-40/PANI
O | | | | |
0 0.5 1 1.5 2 2.5

C(H,50,), mol-eq./L
Figure 1. Concentration dependences of diffusion permeability of the MK-40, MF-4SK and
MK-40/PANI membranes in sulfuric acid solutions.
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Figure 2. Diffusion permeability of the MK-40, MF-4SK membranes in different solutions with
concentration 0.2 mol-eq./L.

Figure 2 shows the diffusion permeability of the membrane MF-4SK and MK-40 in 0.2 mol-
eq./L solutions of H2SO4, Cr2 (SO4)3 and their equivalent mixture. One can see that the diffusion
permeability of the membranes is significantly lower in the chromium sulfate solution than in the
sulfuric acid solution. This is due to the influence of the counterion on the diffusion transfer, since
co-ions are identical in these electrolytes. An increase in diffusion permeability of both membranes
in the equivalent mixture of Cr2(SO4)3 and H2SO4 is observed. It could be caused by blocking of
fixed ions by the triply-charged cations, which facilitates the transport of co-ions and leads to an
increase in the diffusion permeability of the membranes in the mixed solution.
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Introduction

Graphene oxide (GO, one graphite sheet) and GO-like materials (several sheets) are attractive
adsorbents of inorganic ions [1] and organic molecules [2]. lon exchange ability is due to carboxyl
groups, which are located along perimeter of nanoparticles. Phenolic groups make also their
contribution to ion exchange. These groups provide hydrophilicity of some GO regions. GO
contains also hydrophobic regions [3, 4] that are responsible for adsorption of neutral organic
molecules. Both hydrophilic and hydrophobic pores can be recognized with a method of standard
contact porosimetry (MSCP) that is suitable not only for carbon [3, 4] but also for any other
materials, for instance, ion exchange polymers [5, 6].

Unfortunately practical application of GO materials in adsorption columns is difficult due to
their small particle size, since such particles provide high hydrodynamical resistance. Other
important limitation is good dispersibility. 1t means difficult separation of solid and liquid:
baromembrane methods are required for this purpose. The solution of this problem is to develop
GO-containing composites. Hydrated zirconium dioxide (HZD) has been proposed, since oxides
of multivalent metals possess not only cation exchange, but also anion exchange ability.

Experimental

GO has been obtained from graphite using the modified Hammer's method. [7]. The composite
was synthesized by dispersion of GO in sol of insoluble zirconium hydroxocomplexes followed
by ultrasonic activation and precipitation. The composite contained ~2% of GO. The material as
well as its constituents were investigated with MSCP and TEM. The isotherms of Pb?* and HCrO4"
adsorption from one-component solutions have been obtained, adsorption of phenol from water
was also investigated.

Results and discussion

HZD primary particles formed elliptic splices (up to 150 nm) with uneven edges (Fig. 1a). GO
nanoparticles are distributed on the HZD surface. Carbon is evaporated under the action of
accelerated electrons. Chains of fused spherical and elliptic HZD nanoparticles (=20 nm) have
been also found (Fig. 1b). Their surface is free from GO. The material includes also GO aggregates
(50-150 nm), which are not associated with HZD surface. Their traces are seen in Fig. 1c. Thus,
the HZD-FO sample consists of HZD particles, which are partially covered with GO, and GO
aggregates.

o O

200 nm

Figure 1. TEM images of HZD-GO composite.
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Integral pore volume distributions, which were obtained both in water and octane media, are
plotted in Fig. 2 as dependencies of pore volume (V) on logarithm of effective pore radius (r”)
[3]. The r” term is applied to the materials containing both hydrophilic and hydrophobic pores.
HZD is characterized by compact structure: this adsorbent is practically non-porous within the r”
interval of 1 nm - 2 ;;: only a small build-up is visible at r"=1.5 nm. Only micropores and

macropores (r' > 2 um) contribute to porosity. At r'> 15 um , the effect of voides between
granules is observed, this interval is outside the focus of our attention.
As opposed to completely hydrophilic HZD, GO contains both hydrophilic and hydrophobic

regions. In contrast to ordinary carbon materials [3], the V — r” distribution for water medium is
shifted towards lower r~ values relatively the curve obtained in octane (r" <2 pm). It is typical for
ion exchange membranes [5], which demonstrate strong swelling in water like ion exchange resins
[6]. This "superhydrophilicity" is caused for hydration of functional groups. Micropores, which
are evidently attributed to the voids between primary nanoparticles, are mainly hydrophilic. The
region at 10-100 nm is related to hydrophilic pores caused by the interstices between aggregates.
These pores are rather regular in octane medium. Hydration of the GO surface results in smoother
build-up.

Starting at r' =2 um, hydrophobic pores dominate in GO. These macropores are attributed to
agglomerates of micron size, curing of sheets etc. Thus, the pores caused by nanosized fragments
and their aggregates are hydrophilic. At the same time, the voids between agglomerates are
hydrophobic. It means, aggregation is due to formation of hydrogen bonds between functional
groups along the particles On the contrary, agglomerates are formed by hydrophobic regions. This
is probably due to involvement of hydrophilic regions in aggregate formation.

As opposed to HZD, the HZD-GO sample is characterized by developed pores in the interval
of r'=3 nm-1.5 pm. The integral distributions, which were obtained in different media, are rather
close to each other due to the effect of hydrophilic inorganic matrix. However, the volume of
hydrophilic pores is higher than that obtained in octane. This is observed within the interval of r”
=1 nm - 100 um. In other words, this interval is much wider comparing with GO. The regular

peaks at 20 (water) and irregular maximum at 50 (octane) nm are evidently due to GO.
0.6 ' ' ' ' ' 20 ,
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Figure 2. Integral pore size distributions obtained for HZD (1), composite (2, 3) and GO (4, 5).
Working liquid is water (1, 2, 4) or octane (3, 5).

The isotherm of Pb?* adsorption on GO is characterized by a rapid build-up in the field of low
equilibrium concentrations (C) followed by plateau (Fig. 3). In the case of HZD, the growth of
adsorption capacity (A) is much slower. In comparison with HZD, the isotherm for HZD-GO
shows a steeper ascent. GO in the composite depresses HCrO4 adsorption: this is caused by
screening of adsorption centers on the HZD surface.
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Table 1: Adsorption of phenol
Sample |Concentration, mg dm= | Removal
Initial Final degree, %
5 4.7 6
HZD 21 20.5 2
70 69 1
5 <0.001 100
GO 21 <0.001 100
1 70 0.004 99
C, mmol dm™ 5 <0.001 100
Figure 3. Isotherms of Pb?* (1-3) and HCrO4 || HZD-GO 21 0.03 99
(4, 5) adsorption on HZD (1, 4), GO (2) and 70 0.42 99
HZD-GO (3, 5).

Despite depressed anion exchange properties, the composite adsorbs phenol that is a weak acid
(Table 1). When the initial concentration of this component is 5 mg dm=3, the HZD-GO sample
removes it down to maximal allowable concentration for tap water (1 ng dm). Adsorption is due
to hydrophobic regions of GO sheets. Indeed, pure GO sorbs phenol very efficiently. In the case
of one-component HZD, adsorption of phenol is inconsiderable.

Conclusions

As opposed to BET method, the MSCP gives high specific surface area of GO in octane: this
solvent wets ideally the sheet penetrating between them. Much higher value of surface area for
water medium is caused by hydration of functional groups followed by swelling of GO. This
behavior is similar to ion exchange polymers. The filler provides loosening of HZD within a wide
interval of pore size. The filler improves adsorption of Pb?* ions increasing the capacity in 1.7
times due to its expressed cation exchange properties. Contrary, GO depresses adsorption of
HCrO4 anions. The composite is effective towards weakly acidic phenol.
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SOLUTIONS
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Introduction

Electromembrane technologies are widely used for separation and concentration of substances
in the processing of raw materials in the dairy industry. In order to prevent the fouling on the
membrane surface by the whey components, a thin layer of oppositely charged modifier covers
the membrane surface [1]. The modification of the cation exchange membrane by polyaniline is
the prospective for this purpose, but it may change the transport properties of the membrane
towards the ionic components of the whey. The aim of the work was to study the influence of the
surface modification of heterogeneous MK-40 cation exchange membrane by polyaniline on the
diffusion transfer of sodium, calcium and magnesium chlorides solutions.

Experiments

The modification of the heterogeneous MK-40 cation-exchange membrane was performed by
successive diffusion of the monomer (anilinium chloride) and oxidant (ammonium
peroxydisulfate) solutions through the membrane to water. After modification the membrane was
washed with water and immersed in electrolyte solution. Diffusion permeability was determined
by the diffusion of the electrolyte through the membrane to water.

Results and Discussion

The concentration dependencies of the initial and modified membranes diffusion permeability
are shown on Fig. One can see, that for NaCl solution the diffusion permeability increases as the
concentration rise while for CaCl, and MgCl. solutions it reduces, that is typical for electrolytes
containing divalent ions [2].
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The modification by polyaniline causes the decrease in diffusion permeability of the membrane
in 1.2 — 2 times depending on the electrolyte nature. It should be noted, that diffusion permeability
curves for modified membrane retain increasing type in NaCl solutions, but becomes almost
independent on the concentration in CaClz and MgCl> solutions.

The diffusion permeability was measured for different orientation of the modified membrane
in the experimental cell — by modified and non-modified surfaces towards the electrolyte flux (Ps
and Py respectively). The asymmetry of diffusion permeability is most pronounced for sodium
chloride solutions, and asymmetry coefficient (Ps/Pw) achieves 0.73. In solutions of divalent
cations the asymmetry coefficient is about 0.9, that is comparable with the experimental error. The
peculiarities in diffusion transport of mono- and divalent cations chlorides, which are the
components of the whey, through MK-40 membrane modified by polyaniline is revealed.
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ASYMMETRY EFFECT OF DIFFUSION PERMEABILITY OF BILAYER ION
EXCHANGE MEMBRANES, MODIFIED BY POLYANILINE

Irina Falina, Irina Myakinchenko, Olga Demina
Kuban State University, Krasnodar, Russia

Nowadays the membrane materials with asymmetric properties attract the interest of researches.
Polyaniline is the prospective modifier to form the barrier layer on the surface of ion-exchange
membrane [1]. The literature presents a large number of experimental results on asymmetry of the
transport properties of anisotropic ion-exchange membranes, including diffusion permeability.
However, the theoretical investigations in this field are not sufficient. The aim of the work was the
description of diffusion flux in bi-layer MF-4SK membrane modified by polyaniline in sodium
chloride solutions.

Experimental

The object of research was perfluorinated membrane MF-4SK and MF-4SK, modified by
polyaniline on the surface and in the bulk. The surface modification by polyaniline was performed
by successive diffusion of monomer (anilinium chloride) and oxidant (ammonium peroxidisulfate)
through the membrane to water. The bulk-modified sample was obtained by modifying both sides
of the membrane. After modification, the samples were washed with water and equilibrated with
NaCl solutions.

Results and Discussion

Fig. 1 presents the concentration dependencies of diffusion permeability for initial MF-4SK
and surface and bulk modified composites MF-4SK/PANI. As can be seen that modification the
membrane by polyaniline leads to essential decrease in diffusion permeability. The diffusion
permeability of the surface modified membrane changes within 10% with different orientation in
diffusion cell: by modified and non-modified surfaces towards the electrolyte flux.
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Figure 1. Concentration dependencies of the
membrane diffusion permeability in NaCl
solutions. 1 — MF-4SK, 2, 3 — non-modified
and modified surfaces of MF-4SK/PANI
membrane faces the electrolyte flux, 4 — bulk-
modified sample.

Figure 2. Schematic presentation of the system
“bi-layer membrane — NaCl” solution with
considering the different orientation of the
membrane towards the electrolyte flux.

The authors [2] proposed the approach to description of the diffusion properties of bilayer
membranes based on presentation of the diffusion flux as the power function
j = bCP,
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where B is the parameter, describing the shape of the concentration profile inside the membrane,
b is the empirical coefficient. In [2] it was supposed that surface-modified membrane consist of
two clearly defined layers (Fig. 2). At the boundary between the layers, there is a continuity of
concentration of the virtual solution (Co’ Co"), which makes it possible to write down the equations
for flows through separate layers of the membrane. Under the stationary diffusion transfer, the
flows passing through the membrane and the individual layers are equal. The assessment of
diffusion flux through the modified membranes within the framework of this approach does not
accurately describe the diffusion behavior of the membrane due to disregarding the thicknesses of
the layers. In present work, we accounted the thickness of the layers by entering the fraction of the
modified layer of the total thickness of the membrane ¢g. The resulting equations have the form

' = dagql(Cl? = Co'2; Jj' = (1= UCy" = €y
J" = d( = UCP =€y = dagl(Cy" - €4,

where | is the membrane thickness, d», di1 are the empirical coefficient, which indicates the degree
of reduction in diffusion flux when passing through a unit of the membrane thickness,
b1 = dl(l - Q)l, bz = dzC[l

The diffusion flux calculation results accounting the layers thickness is presented on Fig. 3.
One can see that the diffusion flux depends on the layers thickness, and for the investigated bi-
layer MF-4SK/PANI membrane the fraction of the modified layer is about 0.5 on total thickness
of the sample. Changing the membrane orientation towards the electrolyte flux varies the layer
thickness within 10% error.
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Berezina and al. in [3] investigated the images of the surface-modified membranes, obtained
under similar conditions, and shown that the thickness of the modified layer varies from 30 to 65%
depending on the properties of the basic matrix. The obtained results are in a good agreement with
the data, presented in [3].

In present work, we proposed the method of the estimation of diffusion permeability of bi-layer
membranes accounting not only concentration of the virtual solution on the inner interfacial bound
but also the thicknesses of the layers.
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Introduction

Pervaporation as a membrane-based technology is a promising technique for purification of
liquid mixtures and can be applied to solve different tasks, such as separation of azeotropic and
thermally unstable mixtures, dehydration of solvents, and recovery of specific organic compounds.
Pervaporation has several advantages over conventional separation techniques (e.g. distillation),
including feasible scale-up, low energy consumption and environmental friendliness. In view of
the limited range of industrial membranes, the search for novel membrane materials with high
exploitative characteristics is of primary task. In the present work, there were obtained novel
polymer membranes based on thermally rearranged polymer (TRP) and its prepolymer polyamic
acid (PAA), which have high thermal and chemical stability.

CooH T=300°C
o
———»
-2H,0 s
MH——CC— N

Figure 1. Formation of benzoxazinone fragments.

The aim of present work was the research of physico-chemical characteristics and transport
properties of novel membranes based on heteroatomic polymers in separation of water — n-butanol
mixture. The problem of separation of n-butanol — water mixture is of current importance due to
wide use of n-butanol as new generation biofuel base and industrial solvent.

Experiments

TRP was produced by stepwise heating of PAA. The process of n-butanol dehydration was
investigated by membrane method of separation with the use of vacuum pervaporation. The main
physico-chemical parameters of the membranes such as contact angles, surface tension, membrane
density, and sorption characteristics were studied. Contact angles were measured by sessile drop
method at room temperature and atmospheric pressure. Membrane density was measured via
flotation method using solutions of isopropanol and CCla, at 20 °C. Thermogravimetric analysis,
differential scanning calorimetry and scanning electron microscopy were used to investigate heat
resistance and structure of the membranes. Transport properties of the membranes were studied
for water — n-butanol mixture in a wide range of concentrations at 20 °C.

Results and discussion

Some physical characteristics of the researched membranes are presented in Table 1. According
to the data, thermal treatment of PAA leads to more dense structure and to higher value of glass
transition temperature Tg. This probably indicates a restructuring of the membrane as a result of
thermal transformation, which leads to the formation of a more rigid-chain polymer with less chain
flexibility. The fractional free volume decreases as a result of thermal transformation of PAA to
the TRP, which could be explained by densification of the membrane structure. This fact
significantly affects the transport characteristics of the membranes in pervaporation experiments.

Table 1: Physical characteristics of the membranes

. Fractional free Contact angles, °
o 3 )

Membrane Tg,°C Density, g/sm volume Water Ethanol
PAA 121 1.310 0.114 67.4 20.1
TRP 258 1.333 0.096 73.1 28.4
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For TRP membranes there were obtained higher values of contact angles up to water and ethanol
compared to PAA, which indicates an increase in the hydrophobicity of the membrane surface
during the thermal transformation of PAA to TRP.

Pervaporation tests have shown that the membrane based on TRP could selectively extract water
from water — n-butanol mixture. The correlations between concentrations of water in the permeate
and in the feed are presented on Figure 2. The membrane based on TRP produces the permeate
enriched with water while the membrane based on PAA passes both water and alcohol. This
phenomenon can be explained by higher value of fractional free volume and by the existence of
carboxylic groups in PAA which have high affinity to water and alcohol. The liquid-vapor
equilibrium curve for the water — n-butanol system makes it possible to evaluate the effectivity of
pervaporation technique. The permeate content for both TRP and PAA membranes is located
above the liquid-vapor equilibrium curve. Thus, membrane separation is more effective compared
to the conventional methods such as distillation and rectification.
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Figure 2. Dependence of water content in the permeate on water content in the feed in
pervaporation of water— n-butanol mixture using PAA and TRP membranes. The liquid-vapor
equilibrium curve for n-butanol-water mixture at 20°C.

Figure 3 shows the main transport characteristics of the membranes: total flux and separation
factor of water - n-butanol mixture for PAA and TRP membranes. As it can be seen from Fig. 3a,
total flux for PAA and TRP membranes increases with increasing water concentration in the feed.
At the same time, the permeate flow through PAA membrane is higher than through TRP
membrane, while TRP membrane has a higher separation factor than PAA in all the range of feed
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Figure 3. Dependence of (a) total flux and (b) separation factor on water content in the feed in
pervaporation of water — n-butanol mixture using PAA and TRP membranes, 20°C.
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composition. The separation factor decreases with increasing water content in the feed for both the
membranes. The maximum value of separation factor was obtained for mixture containing 10%
water, 452 and 5.5 for membranes based on TRP and PAA, respectively.

Conclusion

In summary, the novel polymer membranes based on thermally rearranged polymer were
developed and investigated in pervaporation of water — n-butanol mixture. Thermal transformation
of PAA to TRP lead to more compact membrane structure and to change in the physical parameters
of the researched membranes. It was found that the membrane based on TRP was more effective
than its prepolymer PAA and could be used as a dense layer in composite membranes for
purification of n-butanol as biofuel base.
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IMPACT OF EXTERNAL ELECTRIC FIELD ON HYDRODYNAMIC

PERMEABILITY OF A CHARGED POROUS LAYER (MEMBRANE)

Anatoly Filippov, Tamara Philippova
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Introduction

In [1], in the framework of thermodynamics of nonequilibrium processes, based on the
previously proposed cell model of a charged membrane [2], the electroosmotic permeability and
electrical conductivity of the ion-exchange membrane (layer), considered as the Kkinetic
coefficients of the Onsager matrix, were calculated. Here we will use the results of the mentioned
works and apply them to the calculation of the transfer of solvent (water) and electric current
through a charged porous layer of oil-bearing rock, which is in equilibrium with an aqueous
solution of 1:1 binary electrolyte. In this study, as in [1, 2], as independent thermodynamic forces
specified in the course of the experiment, we choose pressure and electric potential gradients (there

is no gradient of electrolyte concentration), respectively: Vp =( P, — Pyy)/h, Vo=(9,0—¢y)/h.

Here h is the thickness of the porous layer, and the indices “1” and “2” indicate the left and right
sides of the layer (reservoir), which are in contact with the equilibrium solution of the binary 1:1
electrolyte of constant concentration Co (Fig. 1a).

I — Electrolyte solution,
pio, @10, Co

2 — Electrolyte solution,

3 — Charged layer
P20, @20, Co

(b)
Figure 1. Graphical Presentation of the Cell Model of a Charged Layer (a) and Single Cell (b).

As the dependent thermodynamic parameters determined in the experiment, we take the flux
densities of: U - solvent (water), | - mobile charges (electric current density). As for the flux of the
solute (salt), which can also occur when pressure and electric potential gradients are applied, for
simplicity we do not consider it here. Then the phenomenological transport equations in the case
of isothermal processes can be written as the following system of equations:

{U = _( L,Vp+ L12V(P),
I = _( L, Vp+ L22V(P)-

Theoretical Part

We will model the charged rock layer of a cellular-globular structure with a periodic lattice
(Fig. 1a) of porous charged spherical particles of the same radius a enclosed in spherical liquid
shells of radius b (Fig. 1b), which is chosen so that the ratio of the particle volume to the cell
volume is equal to the volume fraction of particles in the dispersed system (porous layer):

v = (a/b)3 =1-m,, where mp is macroscopic porosity (active porosity, available for filtration).

The cell method makes it possible to reduce the problem of determining the kinetic coefficients of

awhole layer to a boundary problem for a single cell. The mathematical formulation of the problem

for a single cell (Fig. 1b) is given in [1, 2] and is not presented here for brevity. The designations
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of variables and parameters completely coincide with those in the articles [1-3]. The hydrodynamic
permeability Li1 of the negatively charged porous layer (reservoir) applying an aqueous solution
of 1:1 electrolyte was determined by the cell model in [2]. In the simplest for calculations case of
excluded co-ions (the co-ions in the pores of the reservoir are neglected), it is equal to:

5m(6+ s° [1—2(s/tanh s—l)fl})mj

-1831-m, —
) [2(1—m)(s/tanhs—1)71+szz—6(1—m)

45 | @)

msz(1+ P (P=C,)D. ]

570 EDm+ +(3/m0 _1)C0D+

+

+15+3(1-m,)" +

The formula for electroosmotic permeability L1, obtained in the same limiting case of excluded
co-ions and 1:1 electrolyte is correspondingly as follows,

[14’_ mo [)""*JCO
3-m, D, /p
=gt el ®
m{"”%’+l}+((3—mo)%)—m0}_°
D, p p p

Here m=p'/p°, s*=a’/(mk,)=s;/m, D= — diffusion coefficients of electrolyte ions in a dilute
solution, Dm+ — diffusion coefficient of the counterion (cation) in the layer, p=p,/F — layer
exchange capacity (pv — fixed charge volume density), p, :u°D+/(kDRT) — characteristic

exchange capacity of the problem (estimates show that p, >>p), R, :\/E — characteristic
thickness of the filtration layer (Brinkman radius), ko — specific (Darcy) hydrodynamic
permeability of the ionite grain (gel), p°, n' — viscosities of the fluid in the liquid shell

surrounding cationic grain and in the grain itself, R — the universal gas constant, T — the absolute
temperature. By virtue of ideality, formulas (1) — (2) do not include the diffusion coefficient of a
co-ion Dm. in the porous layer and the coefficient of equilibrium distribution ym of electrolyte
molecules in the pores [1, 2]. Despite the approximate formulas (2) — (3), they work well for real
membranes.

Results of Calculations

Using formulas (2) — (3) and the first of the Onsager relations (1), one can calculate the solvent
flux density (linear velocity U) at any values of pressure gradients and electric potential. This
means that it is possible to regulate the flux of solvent passing through the reservoir, changing the
external electric field at a constant pressure gradient. To assess the relative influence of the external
electric field on the linear velocity of the solvent (water) through the stratum, we will use the ratio

U/U" =1+ Ve/Vp, where U"is the linear flow rate only in the presence of a pressure gradient
on the reservoir, U is the flow rate due to pressure and electric potential gradients, ¢ = ¢ F/( RT)

is the dimensionless electric potential, p= paz/(p°D+) is the dimensionless pressure. The

calculations were performed using the Mathematica-11 application package and are shown in Fig.
2 for %(C,/p) and x(my;p,/p).The coefficient of proportionality in the case of coinciding

viscosity values (m :1) is easily determined from relations (1), (2) and (3):
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Figure 2. The dependences of the dimensionless coefficient y on the relative concentration (a)

of electrolyte HCI (m=1): m; =9.5%, s, =1 (1), m, =9.5%, s, =4 (2), m, =50%, s, =4 (3);

D, =9610, D,, =838um’/s; p=1.22, p, =158 mol/dm® and on the porosity m, of the layer
and the ratio of exchange capacities p,/p (b) under s,=2,C,/p=0.1, D,/D,,, =11.5.

Thus, the imposition of an external electric field on a negatively charged stratum, whose intensity
vector is co-directed with the barofiltration velocity, leads to an increase in the rate of fluid transfer
through the charged porous layer due to the addition of the electroosmotic component to the
convective flow. Under the action of an electric field in the opposite direction, a slower flow of
solvent occurs.

Conclusion

Based on the cell model and the thermodynamics of irreversible processes (Onsager's
approach), a new method for calculating the solvent flow (water) and an electric current flowing
through a charged porous layer (membrane) is proposed with the simultaneous action of an
external pressure gradient and an electric potential gradient. It is shown that with the increase in
the electrolyte concentration, the total permeability of the porous structure also increases due to
both barofiltration and electroosmotic transfer of the solvent.

This study was supported by RFBR (project No.17-08-01287).
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Introduction

Electroosmotic permeability (EOP) of ion-exchange membranes is an important factor that
significantly affects their use, for example, in fuel cells (FC). Excessive loss of water by such a
membrane leads to its destruction and possible overheating of the fuel cell itself. Therefore, for
effective operation of ion-exchange membranes in FC, it is necessary, preferably before the
experiment, to know how their electroosmotic permeability will change with varying moisture
content and concentration of the background electrolyte, as well as the geometric and physico-
chemical characteristics of the ion exchangers. However, the existing theories for the calculation
of EOP do not fully answer the questions posed. This motivated us to build a closed cell model of
the ion-exchange membrane, considering the transfer of water or other solvent in the
hydration/solvation shells of ions [1]. Within this model, exact and approximate formulas were
obtained for the electroosmotic permeability L1» and the specific electrical conductivity (SEC) L2
of the charged porous layer (membrane) [2]. In this work, we applied the developed cell model to
the characterization of MF-4SC cation-exchange membranes previously made in the pristine
(pure) state, as well as halloysite modified with nanotubes, functionalized with Pt or Fe
nanoparticles [3] and placed in different concentrations of HCI. Electroosmotic permeability of
the membrane at a constant current density, Di = L12/L22 (m®/C), was determined by the volumetric
method in a two-chamber cell with polarizing silver chloride electrodes. The conductivity L2
(S/m) of the membrane was calculated based on the measurement of its active resistance.

Theoretical Part

The formulas for L1> and L22, obtained in the general case of a non-ideal membrane in [2], are
rather cumbersome expressions. Therefore, we present here only the formulas for L>> and D) =
L12/L22 in the limiting case of an ideally selective cation-exchange membrane (case of excluded
co-ions) and 1:1 electrolyte:

F?| 2 D ) 9(1-m (Dm”r‘ﬁjﬁ

L22:Co F— T I+— |+ O) - i ’ (1)

RT|3-m, D, 3-m, (D P P

myp| —+— [+|3-m,| 1+=— | |C,
D+ pO pO
3—m0[1—D”‘*j
3 D,

= ()

D, = |
Fp - _
Po (Dm+fj(9(1— m, )+ 2m? (1+ D) +2m, (1+Dj£3 M, —TOJCO
D+ pO D+ D+ p pO

Here mo — macroscopic porosity (active porosity) of the membrane, D- — diffusion coefficients of
electrolyte ions in a dilute solution, Dm+ — diffusion coefficient of the counterion (cation) in the

membrane, p=p,/F — membrane exchange capacity (pv — fixed charge volume density),

Py =1°D, / (koRT) — characteristic exchange capacity of the problem (estimates show that p, >>p
), ko — specific (Darcy) hydrodynamic permeability of the ionite grain (gel), u° — dynamic viscosity
of the solution, R — the universal gas constant, T — the absolute temperature, Co — equivalent
concentration of the electrolyte solution in equilibrium with the membrane. By virtue of ideality,
formulas (1) — (2) do not include the diffusion coefficient of a co-ion Dy. in the membrane and the
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coefficient of equilibrium distribution ym of electrolyte molecules in the pores of the membrane
[1, 2].

Despite the approximate formulas (1) — (2), they work well for real membranes. It is seen that
the dependence (2) of electroosmotic permeability D; at constant current density on the
concentration Co of a 1:1 electrolyte solution is hyperbolic one and decreases monotonically to
zero with increasing Co.

Comparison Between Theory and Experiment

The parameters of the cell model (D,,, m,, p,) were determined based on experimental

m+?

dependencies D, (C,) and L,,(C,), minimizing the deviation error of a specially constructed

target function from its experimental values at different electrolyte concentrations,
f(C,)=D,(C,)-H(C,—C,)+L,,(C,+C,)-H(C,—C,)-H(C,—C,). (3)

Here H(x) is the Heaviside unit function, and the selected concentration values C1, C> depend on
the experimental data range so that the electroosmotic permeability and electrical conductivity do
not overlap each other. In our case, when using the experimental data of work [3], we assumed
C1=1, C>=2 mol/L and formulas (1) — (2) for an ideally selective cation-exchange membrane were
applied. The results of simultaneous optimization of electrical conductivity (1) and electroosmotic
permeability (2) for the unmodified (pristine) perfluorinated membrane MF-4SC are shown for
example in Fig. 1 and 2, which demonstrates satisfactory agreement between theory and
experiment.

0.0 0.2 0.4 0.6 0.8 1.0 1.2 1.4
Figure 1. Graphical Results of Simultaneous Optimization of EOP and SEC for Pristine
Membrane MF-4SC.

2.0
Ly, S/m Dy, uL/C

0.5

o, mol/L C’s, mol/L
0.0 0.1 0.2 0.3 0.4 0.5 0.0 0.2 0.4 0.6 0.8
(a) (b)
Figure 2. Comparison of Experimental (Points) and Theoretical Dependencies for SEC (a) and
EOP (b) in Case of Pristine Membrane MF-4SC.
The magnitudes of the model physicochemical parameters (D,,,, m,, p,), obtained from
optimization procedure written for Mathematica software, are listed in Table 1. The values of
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exchange capacity p were measured in independent experiments for all membranes used. Specific
hydrodynamic permeability of a cationite grain (gel) was evaluated using relation

kp = u°D+/(50 RT) (last column of Table 1). It is seen from Table 1 that k;, decreases from pristine

to modified membranes. It may mean compaction of the ionite grains (gel) due to their
modification by halloysite nanotubes with metal nanoparticles. It should be noted that the
macroporosity mo is within the limits of the values obtained by the standard contact porosimetry
method [4] and proton diffusivity in tested membranes is less approximately from 10 to 15 times
than in a dilute electrolyte solution.

Table 1: Physicochemical Parameters Obtained by Simultaneous Optimization Using
Approximate Formulas (1)-(2) for Ideal Cation-Exchange Membrane

— _ 2
Dm+, p' p ’ A
Membrane Mo, % 0 ko, | A
|.|m2/s 07 mol/dm?3 mol/dm3 D (
MF-4SC pristine 586 9.6 1.08 106 3.64
MF-4SC/Hall+Pt 838 10.1 1.22 158 2.45
MF-4SC/Hall+Fe 674 8.9 1.16 167 2.32

Conclusion

In this work, within the framework of the thermodynamics of nonequilibrium processes based
on the cell model of the ion-exchange membrane (porous charged layer), two electrokinetic
coefficients of the Onsager matrix are determined: electroosmotic permeability and electrical
conductivity. The membrane is considered as an ordered assemblage of porous charged particles
of spherical shape, placed in spherical shells filled with a solution of a binary electrolyte. Based
on the results obtained by the least squares method and specially developed optimization
procedure, the physicochemical parameters of the cell model were found, which allowed
acceptably describing the available experimental results for pure and modified cation-exchange
membranes MF-4SC modified by halloysite nanotubes which are functionalized with platinum or
iron nanoparticles.

This study was supported by RFBR (project No.17-08-01287) and the Ministry of Education
and Science of the Russian Federation (Grant No.14.250.31.0035).
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Introduction

Oxides with perovskite structure Sr(Ba,La,..)Co(Fe,..)O3.x are ancestors of wide range of
technologically important substances, used as oxide ionic conductors. Nevertheless, these
compounds are not stable enough at low partial pressures of oxygen and in the CO> atmosphere.
Also, various structural phase transitions observed in these materials, what hamper their
technological applications. In addition, low-temperature structural modifications usually have low
ionic conductivity. Recently we reported results of influence of Mo doping on properties of
Bao5Sro5C00.8F€0.203.x and SrFeOs.x system [1-2] that increased stability of substances in various
atmospheres, suppressed phase transitions etc.

Despite the progress in the experimental study of these materials, the mechanisms providing
high mobility of oxygen ions are still not clear in many aspects. The microscopic picture of the
dynamic processes in these materials can be studied using the molecular dynamics method.

Experiments

We performed ab initio molecular dynamic simulations for SrCoMoO:x and
SrCo0.875M00.12501.x (X=0, 0.125, 0.25) compounds with VASP package. The system contained of
2x2x2 elementary cells (40-38 ions) was calculated with PAW PBE pseudopotentials in gamma
point only approach in periodic boundary conditions. The thermal expansion, velocity
autocorrelation function, vibrational spectra, effective charges of ions, oxygen motion and typical
oxygen configurations of B-cations neighborhood was studied in temperature range 800-1350K.

Results and Discussion

It was shown that thermal expansion coefficients are close to reported previously by other
authors and are about 20-40e-6 K. The Mo doping cause “contraction” of structure with lowering
the volume of studied system and lowering the thermal expansion up to 2 times.

The velocity autocorrelation function (VAF) was used for vibrational spectra calculation.
Analysis of inner ionic motions was performed for various temperatures and it showed in particular
that vacancies may move both to B-cation neighbor and Mo neighbor despite the Mo effective
charge calculated by Bader procedure is about +2.6 elementary charges. The effective charges of
ions during vacancy motion vary by a small amount.
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Introduction

The report is dedicated to the study of electroconvection and transition to overlimiting current
regime near ion-selective surfaces under external direct electric field. It is generally believed that
the electrokinetic instability, which was theoretically predicted by B. Zalzman and I. Rubinstein
[1], is the key mechanism leading to the overlimiting currents in the membrane systems. Later, the
electrokinetic instability was observed during the experiments [2,3]. Initially, the electrokinetic
instability was predicted theoretically using the model of ideally selective electric membrane,
which implies the total absence of co-ion flux through the membrane. It was also shown within
this model that the electrokinetic instability may only occur from the limiting current regime
(nonequilibrium electrokinetic instability), when the extended space charge region forms [4]. But
as it was reported in the recent work of B. Zalzman and I. Rubinstein [5], through the dismissing
of the ideally selective membrane model and assuming of a little co-ion flux through the
membrane, the electrokinetic instability may arise directly from the Ohmic current regime
(equilibrium electrokinetic instability), which gives a new insight into electroconvection and
overlimiting current regimes in the membrane systems.

Mathematical model

Within our theoretical investigation we used the standard model of binary monovalent
electrolyte, which is mathematically described by the Nernst-Planck-Poisson-Stockes (NPPS)
system of nonlinear equations in partial derivatives along with the corresponding border and initial
conditions. Let us focus on the setup geometry. There are three domains, each of which is being
simulated simultaneously. Two filled with the electrolyte domains are separated by the ion
selective membrane of a finite width (Fig. 1). Two oppositely charged electrodes are situated on
the either side of the domains with electrolyte in order to create a potential difference in the system.
The pumping of the electrolyte along the membrane is absent, so in the one-dimensional case there
is no movement of the electrolyte. The domain of the ion-selective membrane is simulated by the
uniform density of the space charge, N, in the Poisson equation, and it is N that defines the ion-
selectivity degree of the membrane (The higher is the value of N, the more ideal is the ion-selective
membrane). Thus, the ion transport inside the membrane is described by the NPPS system of
equations taking into account the coefficient of the membrane selectivity. A similar model was
scrutinized in [5].
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Figure 1. Scheme of the electrodialysis cell, taken as a computation domain.
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Results

The investigation of the mathematical model was conducted as by the analysis of the linear
stability of the one dimensional solution, as by direct numerical simulation of the full non
stationary two-dimensional system in case of white noise perturbations being superimposed on the
initially distributions of functions.

Research [6, 7] indicated that three regimes of electrokinetic instability may realize depending
on the value of the space charge in the membrane, N. For large enough N (for close to ideal
membranes), the classical non-equilibrium electroconvection arises. With decreasing of N, the
electroconvection becomes equilibrium, right as it was predicted in [5], the critical value of the
potential drop, meanwhile, increases. If the value of N declines close to such values that the charge
density of the membrane consists about 10% of the charge of co-ions in the equilibrium
electroneutral solution, then large enough potential drop leads to the arising of a new type of
oscillating electrokinetic instability, the frequency of oscillations is about 50-300 Hz. During the
investigation, the critical values of the governing parameters were obtained, as well as the
sophisticated nonlinear structures arising after stability loss were described.

This work was supported, in part, by the Russian Foundation for Basic Research (Project Nos.
18-08-01158-a and 18-58-15004) and by the Grant Board under the President of Russian
Federation (Project No. MK-5302.2018.1) The research was carried out using the equipment of
the shared research facilities of the HPC computing resources at Lomonosov Moscow State
University.
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Introduction

Study aims to theoretically evaluate the influence of the gravitational effects on the occurrence
and development of overlimiting current regime near the ion-selective membranes. It is generally
accepted that electrokinetic instability is the most probable mechanism of transition to overlimiting
currents in the membrane systems [1]. However, additional factors become to play a crucial role
in the stability loss by shifting the critical values of governing parameters of the system, if some
special circumstances are taken into account in the mathematical model. Among such factors are
the hydrophobic properties of the membrane surface [2] and the high enough salt concentration of
the electrolyte solution [3]. The influence of the gravitational effects also belongs to such factors;
the density, moreover, can change as due to non uniformity of the electrolyte temperature [4,5],
as due to non homogenous distribution of salt ions in the electrolyte solution [6].

Mathematical model

Our theoretical investigation is based on the standard model of binary monovalent electrolyte
solution, mathematically described by Nernst—Planck—Poisson—Stockes system of equations.
Electrolyte is situated horizontally between two ion-selective surfaces, which are under external
direct electric field. The model also takes into account the Joule heating by using Bousinesq
approximation in energy equation with corresponding border conditions for the temperature
function. The membrane surfaces are assumed to be partly thermoisolated, and there is no outer
heating. Besides, it is assumed that the electrolyte density depends on the salt concentration

(Fig.1).
Anode Cathode

sitiisesMembrane 38233

‘Membrane s 555 8%

Electroneutral = o enriched salt region
region g 5 @
ge 25
m @ O
Spaggghgrge L Joule heating =
\“’_réglciﬁf/ ' depleted salt region

Ted
e

Membranes § s
Cathode Anode Cathode
Figure 1. Electrokinetic instability and gravitation effects.

$*Membran

Results

The investigation showed that for good enough thermoisolation in the system the
thermoelectrokinetic instability arises [3, 4]. This is a principally new type of microscale instability
which is totally different from the widely known Rayleigh—Benard heat instability. Moreover, it
was proved during the numerical experiments that the Rayleigh—Benard convection without outer
heating is physically impossible in the membrane systems with microchannels, in contrast to
thermoelectroconvection, the circumstances for which manifestation are physically real. The
increasing of salt concentration in the electrolyte leads to occurrence of gravitational instability
due to non homogeneous distribution of salt concentration in the electrolyte. This mechanism
competes for playing a key role in the instability and, hence, in the overlimiting regime occurrence
with the mechanism of thermoelectrokinetic convection. Which type of instability will be realized
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depends on the set of physical parameters. Unstable stratifications occur for the channel orientation
opposite to the vector of gravity acceleration.

Depending on the relation between concentration and heat Rayleigh numbers, one of the two
aforementioned instability types prevails. The analysis of the linear stability of the one dimensional
solution provided the critical values of the governing parameters, and the direct numerical
simulation of full two- and three-dimensional NPPS system of equations allowed to observe and
describe the sophisticated coherent structures arising for different parameters of the system.

This work was supported, in part, by the Russian Foundation for Basic Research (Project Nos.
18-38-00611-mol _a). The research was carried out using the equipment of the shared research
facilities of the HPC computing resources at Lomonosov Moscow State University.
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Introduction

Electrochemical separation processes with ion-exchange membranes, in particular under
condition of high concentration polarization, are often complicated by sedimentation on the
surface and in the bulk of the membrane. Concentration polarization phenomenon and membrane
scaling remain common problems that alter irreversibly the membrane integrity and decrease the
process performance.

A number of experimental studies [1,2], concerning electrodialysis (ED) treatment of the
solutions whose mineral composition imitates concentrated milk or whey, show that scale is
formed on both cation-exchange and anion-exchange membranes surfaces facing the diluate
compartment of the cell. While the ED process proceeds the ion concentration near the diluate side
of the membrane becomes zero causing water splitting, consequently, the pH changes, which lead
to scaling of minerals (multivalent ions) on the membranes.

In order to better understand the sequence of events leading to scaling and to give theoretically
reasonable and clear recommendations for the practice of fighting this phenomenon, it is necessary
to establish a relationship between the water splitting rate and the characteristics of the space
charge region (SCR) of the depleted diffusion boundary layer (DBL), as well as the intensity of
electroconvection. As is known, the latter can reduce membrane scaling. Although it has been
suggested in the literature that the reason for the decrease in electroconvection intensity with the
increase in the water splitting rate is reduction of space charge density [3], this effect remains
unproven.

The objective of this work is the processing of experimental data using a model based on
Nernst-Planck and Poisson equations in condition of water splitting. In addition to calculating the
thicknesses of different zones of the DBL, the space charge density will be calculated as a function
of the rate of water splitting reaction at the membrane/depleted solution interface. Such
calculations will be performed to process of the experimental data obtained for two types of
membranes characterized by high and low water splitting rates.

Theory

Consider an ion-exchange membrane separating two identical 1:1 electrolyte solutions. A direct
current of density | flows normally to the membrane surface. The fluxes J; of salt cations (+) and
anions (), H and OH" ions in the DBL are described by the Nernst-Planck equations:

dcC, FEJ

J=-D| —Zh-2zC—= |, i="" " UHY "OH (1)
RT

dx
where D;, zi, and C;j are the diffusion coefficient, charge and concentration of ions i, E is the electric
field, the notations F, R and T are as usual; the normal coordinate X for the cation-exchange
membrane (that will be considered here) takes its zero value in the bulk and X=¢5at the membrane
interface; z+=1, z =-1.

The space electric charge, which is due to unbalance of the total amounts of cations and
anions in a volume element, is connected with the electric field by the Poisson equation:
EOES—EZF(C+—C+CH _COH) )
where & is the permittivity of the vacuum, ¢ is the relative dielectric permeability.
The current density | is summed of the ionic fluxes:
I=F(J+—J- + Ju — JoH) (3)
In steady state the salt ions fluxes do not vary with the coordinate X. The fluxes of H" and OH~
ions are variable due to the generation or recombination of these ions, however, the sum Jw=Jn —
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Jon remains constant because the amount of H* ions appearing or disappearing at a point X is equal
to the corresponding amount of OH™ ions.

DBL is a region beyond the water splitting reaction zone, the total flux of water ions (Jw=Jn —
Jon) is assumed to be known there. As well, the total current density 1 is given.

The problem is solved by the method developed in the case of a binary electrolyte without water
splitting [4]. As earlier [4], it is supposed that the DBL lying between X=0 and X=¢ consists of
three zones: the electroneutral zone of thickness o1; the electromigration zone of space charge
region (SCR) of thickness & ; and the quasi-equilibrium part of the SCR adjacent to the membrane
surface (quasi-equilibrium electric double layer) of thickness 8. The electromigration and quasi-
equilibrium zones are separated by a point Xs where dC, /dX =0 and the concentration of the salt
counter-ions reaches its minimum (noted as Cus). For calculation of the minimum salt cation
concentration in the DBL, C__, the following equation is obtained:

+s

2
Le(coc,)e Lol L, J2aRT 5 o+ ey, @
J 2F’DCZ J | FXC. D,

+~7+s

The three terms in the left-hand side of Eq. (4) are the thicknesses of the three zones of the DBL.:
o, 0, and &;, respectively.

Results and Discussion

The calculation of the total DBL thickness and its different zones thicknesses starting from the
experimental data presented in Fig. 1 should be considered as an example of application of the
developed method to describe ion-transfer phenomena in the cases of membranes characterized by
low (Fig. 1a) and high (Fig. 1b) water splitting rates. To find the desired characteristics it is
sufficient to know the partial current densities of Na* and H* ions through the cation-exchange
membrane and the partial current densities of CI~ and OH™ ions through the anion-exchange
membrane.

10 a

I tot

Figure 1. Current-Voltage Curves for the Diluate Compartment Formed of the Cation-Exchange
Membrane MK-40 and the Anion-Exchange Membrane MA-40 in 0.002 M NaCl Solution. The
total current and partial currents of Na* and H* ions through the MK-40 membrane (a) and
partial currents of Cl~ and OH~ ions through the MA-40 membrane (b) are shown. The data are
taken from [5].

The algorithm includes the calculation of the theoretical value of the potential drop (PD), which
is compared with the experimental value for the given current density. To calculate the PD between
the tips of two measuring capillaries, one should evaluate the PD across the anion- and cation-
exchange membranes, including the Donnan PD at the interfaces and the PD across the DBLs
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adjoining these membranes, as well as the PD across the bulk solution layer between the external
edges of the DBLs in the diluate compartment.

The results of calculation show that increasing water splitting rate reduces the space charge
density. This reduction is due to the H* (or OH") ions, the products of water splitting, which enter
the SCR at the depleted membrane surface as co-ions. Reducing the space charge density, in turn,
leads to a decrease in the intensity of electroconvection. Thus, to increase electroconvection, it is
necessary to reduce water splitting, which together can help to decrease the membrane scaling.
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Introduction

lon exchange membranes are used in many membrane processes, for example, electrodialysis,
electrodeionization, fuel cells, diffusion dialysis. Radiation-grafting copolymerization of
monomers onto ready polymer films is a promising method for membranes fabrication, which
allows to simplify the formation of the film as much as possible and to fine-tune the transport
properties of the membranes [1]. We have showed [2] that instead of X-rays, more available UV
radiation can be used to activate the film. From the obtained graft copolymers of polystyrene and
UV-activated polymethylpentene, we synthesized cation-exchange membranes whose transport
properties were on par with the best homogeneous ion-exchange membranes available on the
market [3]. The next important step is to obtain anion-exchange membranes, which are used in
tandem with cation-exchange membranes in most membrane processes.

Experiments

In this work, we consider the opportunity to obtaine anion-exchange membranes based on graft
copolymers of PS and UV-oxidized PMP in two stages (Fig. 1). At first, polystyrene is
chloromethylated with chloromethyl methyl ether in the presence of Lewis acid SnCls. At the
second stage, quaternary ammonium functional groups are obtained by treating the
chloromethylated polymer with trimethylamine.
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Figure 1. Synthesis scheme of anion-exchange membranes from graft copolymer.

Results and Discussion

The resulting anion-exchange membranes have an ionic conductivity (in 0.5M NacCl) in the
range of 5-25 mS cm and an ion-exchange capacity in the range of 1.3-2.9 mmol g*. The
properties of anion-exchange membranes depend not only on the content of polystyrene and its
degree of crosslinking in the initial film, as in the case of cation-exchange membranes, but also on
the conditions of the chloromethylation reaction. Thus, increasing the concentration of halogen-
ether in the alkylating mixture leads to an increase in the yield of ionic groups and the degree of
membrane swelling. An increase in the concentration of Lewis acid on the contrary reduces the
degree of swelling of the membrane. It was shown that there is an optimal time for
chloroalkylation, which allows to obtain membranes with the best combination of conductivity
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and selectivity. For the considered copolymer it is 30-90 min, depending on the degree of PS
crosslinking in the initial copolymer film. The resulting anion-exchange membranes have an
excellent combination of selectivity and specific ionic conductivity, which, together with a small
thickness, gives them a significant advantage over commercial membranes in applications that
require low ionic resistance: reverse electrodialysis, Red-Ox flow batteries and power supplies.
The membranes with high graft levels (GD> 100%) and optimal chloroalkylation time have the
best combination of conductivity and selectivity.

This work was supported by the Russian Science Foundation (project no. 17-79-30054).
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Introduction

Thermo-membrane processes are the processes of membrane separation, with a temperature
gradient as a driving force. These processes include, in particular, membrane distillation process
of separation water solutions of organic and non-organic substances, which flows with change of
the phase state of the initial solution, followed by the separation of the steam phase with the porous
hydrophobic membrane [1]. This process can be successfully applied in seawater desalination,
treatment of the wastewater etc. In comparison with another processes of the MD separation, this
process possesses unique properties, for instance: 100% (theoretical) retention of the non-volatile
components of separated mixtures, moderate exploitation parameters, lack of sensitivity to
concentration of the mixture to be separated and chemical resistance to various impurities and
pollutants [2]. The most widely used configurations of MD are the direct contact membrane
distillation, where the both sides of membrane are in direct contact with the feed and permeate
solutions, respectively, and the air gap membrane distillation, where the membrane inlet side is
contacted with the hot feed solution and the cold surface of condenser is separated from the
membrane outlet side by the air layer. The last configurations of MD can be successfully operated
only in the vertical position since the condensed liquid permeate is evacuated from the module by
the gravity force. Membrane processes with the air gap configuration have certain limits in the
design and orientation.

The novel module configuration was proposed in which one of the air gap walls is made of a
porous material that increases the efficiency of the condensate outlet from the module [3]. With
this process organization, the permeate does not accumulate in the air gap, that allows to reduce
the thickness of the air gap and thus maximize the driving force of the process. Other advantages
of the new process are the simplicity of the module design and the ability to work with any module
orientation.

This work describes a study of the process of concentration the model solutions of sodium
chloride imitators of the waste water of reverse osmosis, using apparatus with porous condenser.

Experiments

Membrane distillation set-up with porous metal surface permeate condensation is shown
schematically in Figure 1.

In this study, MFFK-1 (Vladipor, Russia) commercial flat sheet membranes were used. Total
active area of membrane amounts to 14.7 x 10 m2. Porous condenser based on a sintered stainless
steel (VMZ-Techno, Russian Federation; thickness 200 pm; porosity 30%).

Membrane distillation with porous condenser (MD-PC) process proceeds as follows: feed was
continuously circulated between hot part of the membrane module and feed tank. The membrane
was in direct and continuous contact with the feed. The permeate passes through the membrane,
evaporates in the air gap 2.5 mm and then condensed on the porous cooling plate. The condensate
wets the condensation surface, penetrates the pores and flows into with coolant chamber. It should
be noted that the pressure in coolant chamber is lower than in the condensation chamber, by the
fact that the pump providing a coolant circulation system is located after the module. Held in the
coolant chamber permeate is used as refrigerant. MD-PC experiments were performed in contact
with binary aqueous mixtures of salt. Water sodium chloride solution were prepared using weight
method, utilizing sodium of "CP" quality and distilled water. The content of sodium chloride in
the concentrate and in the condensate was determined using conductometric method, diluting the
concentrate with distilled water in advance. Quantity of the separated products was determined
using weight method.

107



Porous

Heat Membrane condenser

exchanger \ plate
@_\ , Pump
SN

. v
Alrgap ] —1—vapor—| K

Feed tank

7y Permeate/
coolant

chamber  Temperature
Feed / detectors
chamber

A 4

Permeate/

coolant tank
L

7_ 7'}

Pump >

MD module
Heat exchanger

Figure 1. Scheme of membrane distillation set-up with porous cooling plate used in experiments.

Results and Discussion

Figure 2 shows the temperature dependences of the permeate flux under the MD-PC separation
of aqueous solution of sodium chloride concentration of 50 g/l. The increase of the feed
temperature from 40 up to 80 °C at constant coolant circuit temperature of 20 °C and an air gap of
2.5 mm led to more than 3-fold higher permeate fluxes. At the maximum temperature difference
of 60 °C tested in this study, it was possible to achieve the water flux of 6.8 kg/m?-h.
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Figure 2. Dependences of permeate flux on feed temperature for 50 g/l NaCl solution,
Tc =20 OC, Iair gap — 2.5 mm.

Figure 3 shows the concentration NaCl in feed dependences of permeate flux. Pure water,
brackish water, Baltic and Caspian sea, Red sea and waste water of reverse osmosis with NaCl
concentrations of 0, 5, 10, 40, 50 g/l, respectively, were studied as model solutions. As the salt
concentration increases, a certain decline in the permeate flux was observed. Flux decline might
be caused via the concentration polarization phenomenon which occurs at high permeate fluxes.
Concentration polarization leads to an increase of the salt content in the liquid boundary layer near
the membrane, which in turn reduces the driving force of the MD process [4].

108



Permeate flux, kg/m2-h
w

0 I I I I I
0 10 20 30 40 50 60
Concentration NaCl in feed, g/l

Figure 3. Dependences of permeate flux on concentration NaCl in feed,
Tf =60 OC, Tc: ZOOC, Iair gap — 2.5 mm.
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Introduction

Russian Federation is a leading international gas producer. Both natural and associated
petroleum gases produced always contain moisture. Therefore, the key stage in gas treatment is
dehydration performed via absorption of water by triethylene glycol (TEG), regeneration of the
latter being an essential step. In industry, absorbent regeneration is most often carried out using
distillation [1], but high energy consumption and large scale characteristics of distillation columns
contribute to the search and development of compact and alternative approaches, such as
membrane separation methods (primarily, pervaporation) due to their compactness, high degree of
modularity and universality [2].

There are three different ways to implement the pervaporation process: vacuum pervaporation,
pervaporation with gas striping and thermopervaporation (TPV). The use of vacuum pervaporation
is the most common method in experimental research and commercial use. It should be noted that
the main industrial application of vacuum pervaporation is the dehydration of organic solvents. As
membranes, primarily non-porous membranes or composite membranes with a thin non-porous
layer of polydimethylsiloxane or polyvinyl alcohol are used. The use of pervaporation for TEG
regeneration in combination with the dehydration of natural gas was patented in 2006 [3]. At the
same time, the main focus in the literature is on the dehydration of monoethylene glycol (MEG)
[4, 5], whose widespread use in industry may be limited due to its higher volatility compared to
TEG. Gas-liquid membrane contactors are also considered as promising approaches for the
implementation of the stage of absorption of water vapor from natural gas under conditions of
subsea production [6].

Recently, thermopervaporation has attracted more and more attention of researchers, because
in this process, unlike vacuum pervaporation, the separation proceeds at atmospheric pressure
using low-grade heat, and at the same time has high separation characteristics [7]. Dehydration of
TEG by thermopervaporation was not previously studied. The essence of the thermopervaporation
method is that in the separation module the selective membrane is separated by a small air gap
from the cooled surface (metal plate), on which the pairs (permeate) that have passed through the
membrane condense. In the development of this approach, a new version of the TPV module
configuration was recently proposed, where a porous metal partition [8] is used as a cold plate
(condensation surface of permeate vapor). The porous condensation surface allows to solve the
problem of blocking the air gap with a liquid permeate, reduce the air gap size and thus achieve
maximum compactness of the separation device and process performance compared to traditional
thermopervaporation.

This work describes a study of the process of dehydration the model solutions of TEG-water,
using thermopervaporation with porous condenser (TPV-PC).

Experiments

Thermopervaporation pilot scale with a porous metal surface permeate condensation is shown
schematically in Figure 1. MDK-I (diffusion composition membrane — Isogel) (Vladipor, Russia)
commercial flat sheet membranes were used. Porous condenser based on a sintered stainless steel
(VMZ-Techno, Russian Federation; thickness 200 pum; porosity 30%). The module is equipped
with 2 membranes, total active area of which amounts to 255 cm?,

TPV-PC process proceeds as follows: feed was continuously circulated between hot part of the
membrane module (4) and feed tank (1). The membrane selective layer was in direct and
continuous contact with the feed. The permeate passes through the membrane (5), evaporates in
the air gap 2.0 mm (6) and then condensed on the porous cooling plate (7). The condensate wets
the condensation surface, penetrates the pores and flows into with coolant chamber. It should be
noted that the pressure in coolant chamber is lower than in the condensation chamber, by the fact
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that the pump (10) providing a coolant circulation system is located after the TPV-PC module.
Held in the coolant chamber permeate is used as refrigerant. Accumulated during the experiment
condensed permeate is discharged from the coolant tank (11) and analyzed. Thermopervaporation
experiments were performed in contact with model solutions of TEG-water. The concentration of
water in the TEG varied in the range of 30-5 wt.%.
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Figure 1. Scheme of pilot thermopervaporation set-up with porous cooling plate used in
experiments.

Results and Discussion

Figure 2 shows the results of TPV-PC experimental studies of the total permeate flux through
the MDK-I membrane and the separation factor from the TEG concentration in the feed. The total
permeate flux with an increase in TEG in the feed decreases linearly from 0.8 to 0.38 kg/m?h, and
the separation factor is almost independent of the concentration of TEG in the feed and corresponds
to a value of 7.2. Separation factor is calculated as

f
G
T 0 S

Y

aij

where CP and ¢/ stand for the weight fractions of the component in the permeate and feed
mixtures, respectively. Then, mass fluxes of the component in the permeate are defined as J; = J -
cP.
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Figure 2. Dependences of permeate flux and separation factor on concentration TEG in feed,
Tf =60 OC, Tc: 10 QC', Iair gap — 2.0 mm.
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Figure 3 shows the dependence of the TEG flux and water through the membrane on the
concentration of TEG in the feed. The flux of water through the membrane with increasing TEG
in the feed decreases close to a linear relationship.
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Figure 3. Dependences of TEG flux and water flux on concentration TEG in feed,
Tf =60 OC, Tc: 10 OC, Iair gap — 2.0 mm.
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IMPACT OF CURRENT DENSITY DISTRIBUTION IN ELECTRODIALYSIS

SYSTEM ON TRANSITION TIME OF CHRONOPOTENTIOGRAMS
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Introduction

Significant progress in understanding of membrane behavior in electrodialysis systems was
recently achieved due to developing of 2D first principles models based on the coupled Nernst—
Planck—Poisson—Navier—Stokes (NPP-NS) equations and electric current stream function. These
models allow computation of concentration and electric field in overlimiting current regime,
analysis of the EC modes, the role of surface properties and others. In this paper, we propose a
mathematical model, which allows to describe the development of electroconvection at
overlimiting currents and to assess the impact of current density distribution on transition time of
chronopotentiograms.

Theoretical

The system under study is half of the desalination flow-through channel of an electrodialyzer
at the side of the cation-exchange membrane (CEM) [1]. 2D non-stationary ion transfer in the
system under study is described by the NPP-NS and electric current stream function equation
system. The membrane is considered as fully homogeneous with constant fixed charge. A non-slip
condition is applied at membrane/solution interface. The system parameters are as follows:
channel length (L) are 2, 3, 4, 6, 8, 10, 12, 15, 20 and 30 mm, width is H=0.25L, average current
density in the channel is ia=2iiim, average velocity is Vo=4 mm/s, concentration of NaCl solution
is 20 mM. Numerical solution of the problem was obtained using Comsol Multiphysics software
package.

Results and Discussion

Results of the calculations are presented in Table 1, where iay — average current density, ts —
the Sand transition time, tm — model transition time.

Table 1: Results of Calculation
L, mm 2 3 4 6 8 10 12 15 20 30

Alj\r/n'Z 204.39 | 155.98 | 128.76 | 98.26 | 81.11 | 69.90 | 61.90 | 53.35 | 44.04 | 33.61

Ts,S | 0.3077 | 0.5283 | 0.7753 | 1.3312 | 1.9536 | 2.6306 | 3.3545 | 4.5169 | 6.6286 | 11.3820
Tm,S | 0.3668 | 0.6107 | 0.8807 | 1.4803 | 2.1451 | 2.8673 | 3.6363 | 4.8692 | 7.0926 | 12.0870

Tm /Ts,
%

19.2 15.6 13.6 11.2 9.8 9 8.4 7.8 7 6.2

It is shown, that the model transition time (tm) does not coincide with the Sand transition time
(ts). The fact is that, over time, the current density in the modeling system diverge from the
specified average value (Figure 1).

Current density distribution at membrane/solution interface and in the solution layer (Figure 2)
shows that the diverge of current density from the specified average value decreases with
increasing channel length, which explains the decrease in relative error between model transition
time (tm) and Sand transition time (ts) of chronopotentiograms.
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Figure 1. Current Density Distribution along the Channel Length (L=2 mm) at CEM/Solution

Interface(a) and in the Solution Layer (b) Depending on the Time
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Thus, we can conclude that the disposition of current density distribution along the channel has
a significant effect on the transition time of chronopotentiograms.
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Introducion

Taking into account the influence of the reaction of dissociation/recombination of water
molecules is important for understanding of transport processes in electro-membrane systems,

because some authors consider that the emergence of new charge carriers H* and OH™ may lead
to reduction or even disappearance of space charge, which is the basis for other mechanisms of
transport of, for example, electroconvective. The dissociation reaction of water molecules is
endothermic, and the recombination is exothermic, with the centers of the reaction areas separated
in space, which causes an uneven temperature distribution. And this affects all the physical
properties of water, for example, the dissociation coefficient, the heat capacity of water, etc., and
some significantly, and others slightly. In addition, uneven temperature distribution can cause
gravitational convection. Thus, the study of temperature effects associated with the reactions of
dissociation and recombination of water molecules is an actual problem. In this work, we will
restrict ourselves to the consideration of the influence of the uneven distribution of temperature on
the coefficient of dissociation of water molecules.

Problem definition

The paper uses a mathematical model of electrodiffusion of ions H* and OH ", as well as two
salt ions in the diffusion layer in electromembrane systems with a perfectly selective membrane
taking into account the heat equation. The transition to the dimensionless form of the system of
equations is carried out, trivial and nontrivial similarity criteria are calculated, a numerical study
is carried out and the basic laws of heat and mass transport are established.

Dimensionless form of differential equations and similarity criteria

Differential equations [1], modeling of one-dimensional stationary process migration for singly
charged ions of salt in the Nernst diffusion layer, taking into account the reactions of
dissociation/recombination of water and temperature effects associated with Joule heating of the
solution and reaction of the dissociation/recombination of water for the convenience of the
numerical solution was brought to a dimensionless form:

dc .
o ST (1)
dc .
o CETk @
dc .
TR ®3)
eD, %h =a@e ™M -C,C,) ’ 4
dc .
o GET (5)
eD, %L =ape™ -C,C,) ’ (6)
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dE

8&=C1—C2+C3—C4_ (7)
d’T
Le-Z. —+eE-1+Am-a-(C,C,—ye"" ™ )=0 (8)
uodx
In these equations: Le=a=5= 88.6 - Lewis number, m__RT =220 - thermal analogue
0
. .. — ClOR . . . . p-
Arrhenius criterion, #= . constant having a meaning of relative specific volume heat
0“p

capacity.

The system of equations contains three small parameters ¢, # and 7 moreover, the parameter
€ enters the equations singularly, i.e. as a coefficient at derivatives, and the parameters # and 7
are regular, so the system of equations is both singularly and regularly perturbed. It is shown that
the parameters €, # and 7 are related by similarity criteria 4 =0, ,7 = na,zgz yrae Mag, Maz,
where, some universal constants.

The parameter @=14 s the square of the ratio of the Debye length to the width of the
recombination region and therefore the width of the recombination region is approximately 37%
of the width of the quasi-equilibrium region of the space charge (Debye length).

Results and Discussion
To analyze the results of the numerical solution, along with the graphs of the desired functions
[2] Ci B, s J4s T | the plots of the functions 2(X) =C, —C,+C,-C, p(x)=C,C, — ye’ ™

were also considered. The function 2(X) characterizes the charge density distribution, and P(X)
- deviation from the equilibrium of the dissociation/recombination reaction.
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Figure 1. a) the plot of the function p(x)=C,-C,+C,-C, ([0, 0.93]) , b) the plot of the

function P(X)=C,C, —7€""™ ¢)the plot of the function P(X)=C,C, — "™ in the space
charge region, d) temperature plot.
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It follows from figure 1 (a) that the diffusion layer is divided into three regions: the first region

of electroneutrality (ER), where £(X) =0 the second region of the space charge (SCR, £(X) >0
) and the intermediate layer between them , where the charge distribution density has a pronounced
local maximum,

The SCR itself can be divided into extended SCR and quasi-equilibrium part of the SCR (having
very small dimensions and adjacent to the interface). In the quasi-equilibrium part of the SCR, the
charge density distribution obeys the exponential law (not shown in the figure).

The general view of the P(X) function graph (fig.1b) shows that the deviation from the
equilibrium occurs in a narrow recombination region, which is located inside the ER and in the

space charge region (fig.1c), and in the first case P(X) >0 that is, recombination prevails over

dissociation C,C, >> yeb(T_l) . In the second case — on the contrary, and dissociation prevails over
recombination everywhere in OPZ, as well as in the intermediate layer. The temperature (fig.1d)

increases linearly by 0.0028 in dimensionless form or 0.0028-298 =0.83 degree.

This increase depends on the total current density or potential jump applied in the diffusion
layer and can range from several degrees to tens. The evaluation of the terms of equation (8) shows
that all the terms of the equation are small in comparison with the first, that is, the second derivative
dT
F ~ 0, from which it follows that the temperature is linear and determined by the boundary

X
conditions.

Conclusion

In this paper, we propose a mathematical model of binary salt ion transport through the diffusion
layer of the cation-exchange membrane, taking into account the dissociation/recombination
reaction of water molecules and the temperature effects associated with them, as well as with Joule
heating in solution. Established the basic laws of migration of ions of the salt with the light of the
reactions of dissociation/recombination of water molecules and temperature effects.

The reported study was funded by RFBR according to the research project:
19-08-00252 A «Theoretical and experimental study of current-voltage characteristics of
electromembrane systems»
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The Donnan dialysis — is a common method of reducing the level of background signal, caused
by high eluate conductivity in ion chromatography. During the research of membrane suppression
systems for ion chromatography, it was discovered that in some cases suppression of background
conductivity leads to the sinusoidal base line. Oscillation amplitude in most cases is 0,5% from
background conductivity level and practically doesn’t lower the metrological characteristics of
analyte determination.

Further research has shown that such oscillations of the eluate electrical conductivity are
observed during co-ions diffusion through ion-exchange membranes without process of The
Donnan dialysis.

It was found that during the diffusion of acids through cation-exchange capillaries (T®4CK of
different water capacity) type of co-ion (sulfate, nitrate, phosphate, oxalate) and its concentration
(0,5-20)2 mol/l effects the oscillation range of conductivity. Similar conductivity self-oscillations
were detected during the research of sodium-ions diffusion from hydroxide solution through anion-
exchange membrane Fumasep FAA.

Probable reasons of oscillations are discussed.
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Introduction

The environmental situation today requires an integrated approach to the processing of raw
materials and the creation of non-waste production. Membrane technologies have already proven
to be a worthy alternative to the traditional method of separation of gas and liquid mixtures. One
of the most difficult task for traditional methods is organic removal from the liquid mixture. An
example of such a problem is to recover oxygenates from wastewater. Membrane materials based
on silicone rubbers are characterized with such important properties as stability to hydrocarbons
and other organic solvents exposure, as well as the stability of transport characteristics in time. It
allowed them to find real industrial application as selective layer materials for membranes, despite
their lesser selectivity values in comparison with high-permeable glassy polymers [1].

In our previous work, three different silicone rubbers with alkyl side groups were synthesized
by using the recently proposed in-situ technique that combines two hydrosilylation reactions: the
introduction of side alkyl group followed by polymer chains cross-linking in the same reaction
mixture [2]. As a result, dense membranes made of polyhexylmethylsiloxane (PHexMS),
polyoctylmethylsiloxane (POMS) or polydecylmethylsiloxane (PDecMS) were fabricated for
further investigation of their mechanical, structural and gas transport properties.

The goal of this work was to develop composite membranes with a selective layer based on the
polydecylmethylsiloxanes and study them in the process of gas separation and hydrophobic
pervaporation.

Experiments

Membrane materials with high selectivity to organic vapors and with the stability of separation
characteristics over time were created from cross-linkable polymers based on polymethylsiloxane
modified by alkyl hydrocarbon radicals. Polyalkylmethylsiloxane membranes were synthesized
by novel technique via the hydrosilylation reaction using polymethylhydrosiloxane, 1-alkene (such
as 1-decene (PDecMS)), and 1,7-octadiene, over Karstedt's catalyst. The technique involves in situ
modification and cross-linking [3]. Dense film membrane poly(dimethylsiloxane) (PDMS) and
poly(decylmethylsiloxane) (PDecMS) were investigated in hydrophobic pervaporation.

In this work, we developed a composite membrane based on PDecMS on microfiltration
(MFFK-1, Vladipor, Russia) porous support. The selective layer was cast on a porous support by
dip-coating. As PDMS-based composite membrane, several commercial samples were selected:
Pervap 4060 (Sulzer Chemtech, Switzerland), Pervatech PDMS, (Pervatech, Holland), PolyAn
POL_OR_M2 (PolyAn GmbH, Germany) and MDK-3 (JSC NTC “Vladipor”, Russia). Vacuum
pervaporation experiments were carried out on the laboratory scale setup, described in detail in
[4]. The model mixture was a 1 wt. % solution of n-butanol in water.

Results and Discussion

Pervaporation characteristics of PDMS and PDecMS are presented in Table 1. PDMS is a more
highly permeable material than PDecMS, as evidenced by the higher permeate flux through the
membrane of this polymer. This phenomenon is explained by the greater mobility of the PDMS
chain (Tg = -123°C) in comparison with PDecMS (Tg = -68°C). However, the membrane based
on PDecMS is characterized by a higher selectivity for butanol, which is expressed by a separating
factor (a) of 2 greater than the separation factor compared to PDMS. The task of wastewater
treatment from 1-butanol (taking into account the need for its recovery) suggests a high selectivity
of the process. Otherwise, the concentration of 1-butanol in the permeate will be small with a
sufficiently large volume, which will require an increase in the number of purification steps. Thus,
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the high separation factor makes it possible to call PDecMS a promising material for creating

composite pervaporation membranes.

Table 1: Pervaporation properties of dense film PDMS and PDecMS membrane

Material J (BuOH), g/(m?-h) J (H20), g/(m?:h) o (BuOH/H,0)
PDMS 8.1 20 38
PDecMS 3.5 5.3 69

Since for use in industrial membrane modules, membranes with high productivity are required,
in this work, for the first time, a composite membrane with a selective layer based on
polydecylmethylsiloxane on a microfiltration substrate MFFK-1 was obtained. The choice of the
microfiltration substrate was because the permeability of the polyalkylmethylsiloxane membrane
material is not high enough, and the high performance of the substrate will make it possible to
obtain an acceptable membrane performance for the target component. The cross-section of the
PDecMS membrane is shown in Fig. 1.

N D84 x25k  30pm
Figure 1. A cross-section of the obtained composite membrane.

The thickness of the selective layer of PDecMS was 9 um, which is confirmed by the gas
permeability of the resulting membrane (P/l (CO;) = 0.25 m*/(m?-atm-h). According to the work
[2], the gas permeability coefficient for CO> PDMS is 780 Barrer. Thus, it can be calculated that
the effective thickness of the selective layer of the membrane is 9 pm.

For the obtained composite membrane, the separation characteristics of a binary mixture (1%
wt. 1-butanol in water) were studied. For comparison, the following commercially available
membrane samples with a selective layer based on siloxane polymers were investigated: Pervap
4060 (Sulzer Chemtech, Switzerland), Pervatech PDMS, (Pervatech, Holland), PolyAn (PolyAn
GmbH, Germany) and MDK-3 (NTC *“ Vladipor ”, Russia). Table 2 presents the main
pervaporation properties of membranes. The studied commercial membranes are characterized by
high fluxes (both the general and the target component — 1-butanol) while having low separation
factors. PDecMS membrane showed almost three times greater separation factor (60) than MDK-
3 membrane (24) and other commercial membranes which were studied.

The total membrane flow of PDecMS is significantly lower than that of the commercial analogs
MDK-3. If we go to the value of permeability, it can be noted that the permeability of n-butanol
for the resulting membrane PDecMS (2.6 mol/(m?-h-kPa)) is, on average, 2 times lower than that
of commercial samples (6.4 mol/(m?-h-kPa)). Having estimated the permeability of the PDecMS
membrane with a selective layer thickness of 4.5 pum, we can say that the permeability of the
composite membrane in n-butanol becomes comparable with the permeability values for
commercial samples (5.2 mol/(m?-h-kPa)). As a whole, with 3 times greater selectivity and,
accordingly, the separation factor of the n-butanol / water mixture, this suggests the potential of
using a PDecMS membrane in the pervaporation process of separating oxygenates from water
effluents.
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Table 2: Main pervaporation characteristics of membranes (t = 30°C, feed rate 120 ml/min)

Membrane J, kg/(m?-h) Jsuon, kg/(m?*h) a
Pervap 4060 0.59 0.11 23
PolyAn 1.70 0.14 10
Pervatech BV 0.85 0.10 13
MDK-3 0.65 0.12 24
PDecMS 0.12 0.05 60

Thus, the membrane demonstrated the greatest efficiency of the separation of 1-butanol from
water compared with the best commercial polysiloxane-based membranes.
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Introduction

Membrane modification is used to improve membrane performance and reduce membrane
fouling. Common membrane modification method is introduction of hydrophilic additives to
polymer casting solution. The following additives are introduced to the casting solution:
polyethylene glycol (PEG), polyvinylpyrrolidone (PVP), Pluronic, Tetronic and others polymers
[1-3].

The aim of this research is to study the effect of Kollidone addition in the casting solution on
the structure and permeability of polyethersulfone (PES) flat sheet ultrafiltration membranes.
Because of its solubility in water and its high binding power, Kollidon is a very valuable product
for the pharmaceutical industry. BASF Corporation have wide range of Kollidon grades.
Generally, Kollidon is a mixture of polyvinyl acetate (PVVA) and PVP. As it was mentioned above,
PVP is known to be widely used as hydrophilizing additive in casting solution, but literature review
has not any information about using PVA as hidrophilic additive. Firstly, PVA is not soluble in a
number of organic solvents, including those, which are commonly used for membrane preparation:
N,N-dimethylacetamide (DMAc), N-methyl-2-pyrrolidone and N,N-dimethylformamide.
However, the introduction of lithium chloride (LiCl) into the PVA-DMAC system leads to the
formation of a homogeneous solution [4]. In this regard, the membrane formation was carried out
from the polymer system PES-Kollidon -glycerol-PEG-400-DMACc-LICI. The influence of
Kollidone in the casting solution on the structure and properties of PES membranes was discussed
at first time.

Experiments

Firstly, Kollidone (Sigma-Aldrich Chemie, Germany) and LiCl (Reahim, Russia) were
dissolved in appropriate amount of DMAc (EKOS-1, Russia). PES (Ultrason E 6020P, BASF,
Germany) glycerol (EKOS-1, Russia), polyethylene glycol with molecular weight 400 (PEG-400,
BASF, Germany) were dissolved at 90°C with stirring in mixture DMAc- Kollidon-LiCl. Content
of PES, Glycerol and PEG-400 were constant — 22; 10 and 10 wt % respectively. Amount of
Kollidon in the casting solution was changed from 0,1 up to 1,0 wt %. The weight ratio of
Kollidone to LiCl was constant 1:1. Polymer solutions were uniformly cast on glass plate with
casting knife at room temperature. The glass plate was immediately immersed into the coagulation
bath with distilled water. After immersion membranes were washed to remove residues of solvent
and subjected to research.

Results and Discussion

Studies on the effect of Kollidon concentration in the casting solution on the viscosity show
that increase in concentration of this mixture leads to increase in viscosity of casting solution. It
was revealed, that the maximum concentration of Kollidon in casting solution (at which it was
possible to get a stable solution) was 1,0 wt %. Increase in Kollidon concentration also led to
increase in the turbidity of the solutions. For example, turbidity rise from 4,12 NTU (for 0 wt %
Kollidon addition) up to 3190 NTU (for 1,0 wt % Kollidon addition).

Characteristics and performance of PES membranes were improved by addition of Kollidon to
the casting solution. Studies on the effect of the Kollidon concentration in the polymeric solution
show that membranes prepared by using 0-0,9 wt % Kaollidon are characterized by higher pure
water flux (PWF), but their rejection (PVP, K-30) was just the same. When the casting solution
contains 0,9 wt % Kollidon the PWF increase from 55 1-m2h tbar? (for initial) to 106 1-m2hbar
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L and the rejection was 95,0 % and 93,6 % respectively. Introduction of 1,0 wt % Kollidon resulted
to decrease in PWF. Antifouling experiment upon BSA filtration allow the conclusion that
adjunction Kollidon to polymer solution lead to the best antifouling performance. Flux recovery
ratio (FRR) increased from 40 % for initial membranes up to 63 % for 1,0 wt % Kollidon
membranes. Higher FRR values for modified membranes were provided by higher hydrophobicity
of selective layer. The FTIR-spectra studies reveal the presence of PVP and PVA on the selective
layer of the modified membranes. The SEM analysis (fig.1) showed that all prepared membranes
were characterized by a typical asymmetric structure, but in case of modified membranes the
thickness of the interjacent layer decreased. The shape and size of the macrovoids in the supporting
layer changed too.

1 pm

b
Figure 1. SEM images of the cross-section and skin layer of membranes. Concentration of
Kollidon in the casting solution: (a) — 0 wt%, (b) — 0,9 wt%. (1) — skin layer, (2) — interjacent
layer, (3) — supporting layer.
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Introduction

Due to the high demand for bipolar membranes in various areas of the chemical industry, it has
become necessary to create and study new processes using such membranes. However, process
costs are determined by the properties of the membranes. The electrochemical characteristics of
the bipolar membrane are mainly determined by its resistance and the transport numbers of ions
through the membrane. However, if the resistance and the potential difference at the membrane
affects mainly the energy consumption of the electrodialysis process, the transport number of ion
through the membrane also determine the qualitative and quantitative composition of the resulting
solutions [1]. The aim of this work is to develop a method for measuring the effective transport
numbers and flows of ions and molecules through an individual bipolar membrane.

Experiments

The proposed method is based on the use of filtration membranes to exclude the interfering
effect of the processes occurring on the membranes located to the left and right of the analyzing
membrane [2]. The possibilities of the proposed method are shown by the example of the system
"sodium hydroxide solution | bipolar ion exchange membrane | solution containing citric acid and
sodium citrate» (Figure 1).

A modified bipolar membrane made of Ralex CMH-PES cation exchange membrane and Ralex
AMH-PES anion exchange membrane was used as a bipolar membrane. A catalytic phosphoric
acid additive was added to the bipolar region of the membrane to reduce the voltage drop on the
membrane. Ultrafiltration hydrophobic membranes of the type UFFK, ZAO STC "Vladipor",
Vladimir were used as the filtration membrane the.
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Figure 1. Scheme of ions and molecules transfer processes through the investigated bipolar
membrane in the system "alkali solution — solution of citric acid and sodium citrate.

The formulas for the calculation of ion flows transferred through the investigated bipolar
membrane follow from the equations of the balance of flows through this membrane and the rate
of ion accumulation in alkaline solutions and in mixture of citric acid and sodium citrate. For
example, for the rate of accumulation of anion of organic acid in alkali solution:

dn
dA’3 - JAvbvbm J (1)
T
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where na 3 is the quantity of anion of an organic acid in alkali solution; Ja s bm is the flow of anion
of the organic acid from bipolar membrane to the alkaline chamber.
For the rate of accumulation of hydroxyl ions in alkali solution:

dn

% = ‘]NaOH,F+ - JOH,m,F+ + ‘]OH,b,bm (2)
where non;3 is the quantity of hydroxyl ions in alkali solution; Jnaon,r+ is the convective flow of
sodium hydroxide into alkaline chamber through filtration membrane F*; Jonmge+ is the
electromigration flow of hydroxyl ion through the filtration membrane from alkaline chamber;
JoH,p,bm 1S the flow of hydroxyl ion in the alkaline chamber from the bipolar membrane.

Results and Discussion

The analysis of ion transport numbers through the bipolar membrane in the asymmetric system
"organic acid, organic acid salt — sodium hydroxide" shows that in the system with citric acid, the
transport number of coion is lower than in the system with acetic acid (Figure 2, 3). It may be due
to the lower diffusion coefficient of citric acid through the cation exchange layer of the bipolar
membrane, compared with acetic acid, due to the greater molar mass, as well as a large charge of
the anion of citric acid.
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Figure 2. The dependence of the effective Figure 3. The dependence of the effective

transport numbers of ions through the bipolar transport numbers of ions through the bipolar
membrane on the electric current density in membrane on the electric current density in
the system "acetic acid, sodium acetate — the system "citric acid, sodium citrate —
NaOH». NaOH».

The analysis of the transport numbers of ions through the bipolar membrane in the system
"amine, amine-sulfuric acid", allows to do the following conclusions:

1) with increase in the molar mass of the molecule (the transition from system with
dimethylamine to system with diethylamine), the transport number of hydrogen ions through the
cation exchange layer of the bipolar membrane slightly increases and the transport number of
organic base cation decreases (Figure 4, 5). This effect may be associated with lower diffusion
coefficient of diethylamine compared to dimethylamine through the anion exchange layer of the
bipolar membrane;

2) with increase in the charge of the base cation (ethylenediamine), its transfer is somewhat
reduced, probably due to the large interaction energy with oppositely charged fixed groups in the
cation exchange layer of the bipolar membrane (Figure 6).
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Figure 6. The dependence of the effective transport numbers of ion through the bipolar
membrane on the electric current density in the system "ethylenediamine, ethylenediamine
sulfate — H2SOgs».

Therefore, the method of hydrodynamic isolation of the investigated membrane allows to
measure the flows and the transport number of ion through the individual bipolar membrane in
membrane systems containing organic substances such as acids, bases and their salts.

The present work is supported by Russian Foundation for Basic Research, research project
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Introduction

Recently flow-batteries became a very promising technology in the field of energy storage.
They allow to generate electricity during the electrochemical reaction of liquid reagents. In the
article [1] it was demonstrated that it is possible to carry out the electroreduction of bromate anions
in acidic solution on autocatalytically weakly active electrodes (for example, carbon electrodes)
due to the presence of bromine trace. In this case, a catalytic cycle consists of a heterogeneous
reaction on the electrode surface for a reversible redox pair of Bro/Br and an irreversible
homogeneous reaction of the BrOs/Br. proportionation. Using of bromates as energy-intensive
substances is a promising idea because it allows to increases energy storage of the flow-batteries
from tens to hundreds of W*h/kg.

Experiments

The main purpose of the research was to investigate the process of electrooxidation of a
bromide-anion and the electroreduction of the bromate-anion in a hydrogen-bromate flow-battery.
Two modes for device testing were used - acidic and alkaline solution. Also, different methods
such as spectrophotometry and electrospray ionization-mass spectrometry (ESI-MS) were used to
control the composition of solutions. The energy efficiency of the bromide anion into the bromate
anion was analyzed in different modes.
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Figure 1. Charge-discharge curves of H2/BrOgs™ flow-battery. Membrane electrode unit design:
positive electrode - carbon paper Toray EC-TP1-120, negative electrode - carbon paper
Freudenberg H23C8 (loading Pt / C 1 mg/cm?), membrane - Nafion 117. a) galvanostatic

mode:1 A, positive electrode - 0.5 M NaBr 1 M H2SO4, 50 ml/min, the negative electrode is open
to the atmosphere; b) galvanostatic mode:-1 A, positive electrode -product of the conversion
solution (@) after passing 7 equivalents of charge, negative electrode - hydrogen, 10 ml / min.

Results and Discussion

As a result, an energy efficiency exceeding 72% was achieved in both acidic and alkaline
solutions. The best result was obtained for sulfuric acid. The experimental energy efficiency of
bromide to bromate for acidic solution was more 1,5 times higher than alkaline. An example of a
charge-discharge cycle based on a hydrogen-bromate "chemistry" was successfully demonstrated.
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Introduction

Now for the purification of the surface waters the membrane technologies in particular the low-
pressure dead-end ultrafiltration are increasingly applied instead of the traditional coagulation
methods. At the same time carrying out the ultrafiltration in the dead-end mode leads to
significantly greater membrane fouling compared to the cross-flow ultrafiltration [1]. For
improving of the membrane transport characteristics various coagulants are used as additional
utility reagents [2]. The main aim of this work was to determine optimal type of the applied
coagulant (organic, inorganic or its mixtures) for purification of the surface water from the
dissolved organic substances of the different nature by ultrafiltration.

Experiments

Commercial ultrafiltration Multibore® membranes (Inge GmbH, Germany) were used for the
surface water treatment. The surface water from Svisloch river (Minsk region) was used for the
investigation of the membrane purification. Low and high basic aluminium polyoxychlorides
(AQUAM-18 and AQUAM-15, Ksant-Invest Ltd, Belarus), poly- [N,N - dimethyl - N,N - diallyl
ammonium chloride] (PDMDAAC, Magnafloc LT-37, BASF, Germany) and poly-
[epichlorohydrin - dimethylamine] (polyamine, Magnafloc LT-32, BASF, Germany) were used as
inorganic and organic coagulants. Total organic carbon (TOC) was controlled before and after
purification of the water samples. Transmembrane flux was measured by standard methods.

Results and Discussion

The main results of the membrane water purification from dissolved organic substances are
presented in the Table. Ultrafiltration without coagulant also can be used for the surface water
treatment. However in this case degree of water purification is lower than for all types of
coagulants investigated in this paper. It should be noted that transmembrane fluxes for the
untreated by coagulants samples of the surface water is always lower than these ones for the treated
water samples (Figure). When we applied individual inorganic or organic coagulants in
combination with ultrafiltration the quality of the water purification from organic substances was
improved. But this improving was not significant compared to uncoagulated samples of the surface
water. The best results were obtained when the mixtures of organic and inorganic coagulants were
applied.

Table: Results of membrane water purification from dissolved organic substances

Coagulant type C.1/C,, mg/dm?, TOC, mg/dm3
inorganic/organic
coagulant
Initial water 0/0 4,18
Ultrafiltration without coagulant 0/0 2,66
Magnafloc LT-32 0/5 2,16
Magnafloc LT-37 0/5 2,32
AQUAM-18 5,4/0 2,25
AQUAM-15 4,5/0 2,23
AQUAM-18/Magnafloc LT-32 5,4/1,5 1,31
AQUAM-15/Magnafloc LT-32 4,5/1,5 1,86
AQUAM-18/Magnafloc LT-37 5,4/1,5 2,16
AQUAM-15/Magnafloc LT-37 4,5/1,5 1,33
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Figure. Typical dependence of transmembrane flux (J) vs. degree of concentration (n): 1 — ultrafil-
tration with mixture high basic aluminium polyoxychloride/PDMDAAC, 2 — ultrafiltration without
coagulant.

It is interesting that the most significant organic content decline in the water purified by
ultrafiltration was observed for two completely different coagulant mixtures: low basic aluminium
polyoxychloride — polyamine and high basic aluminium polyoxychloride —- PDMDAAC. Probably
it can be explained by more complicated impurity capture mechanism during formation of the
colloid particles leading to increase of the efficiency of surface water purification from organic
substances of the different nature.

Thus it was found that the use of the hybrid membrane-coagulation methods is much more
effective than the use of ultrafiltration and coagulation methods separately. It is preferable to use
the mixture of organic and inorganic coagulants. This allows to obtain the best results for the
surface water purification from dissolved organic substances.
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Introduction

The creation of new electrochemical systems with high energy density, improved dynamic
characteristics, an extended range of operating temperatures and increased fire and explosion
safety is a key direction in the development of electrochemical energy. Much attention is attracted
to metal-ion batteries, the most famous representatives of which are lithium-ion batteries
commercialized in 1991. The prospects for improving their safety and extending the operating
temperature range are associated with the replacement of currently used liquid and gel electrolytes
by polymeric electrolytes, which simultaneously serve as a separator.

The best-known representative of this class of materials is the Nafion perfluorinated ionomeric
membrane in protonated form. It has excellent mechanical, chemical, electrochemical, and thermal
stability, and is widely used as an electrolyte/separator in the production of hydrogen fuel cells
and other electrochemical devices. It is known that the proton in the Nafion membrane is rather
easily replaced by other cations (Li*, Na*, K*, Mg?*, etc.). The introduction of specially selected
dipolar aprotic solvents into such modified membranes makes it possible to obtain polyelectrolytes
with unipolar conductivity with a metal cation of the order of 10°-10" S/cm [1], which are close
in conductivity to liquid Li*-conducting electrolytes used in modern batteries, which are suitable
for use in metal-ion electrochemical systems.

The aim of the work was to establish the general laws of the formation of the physicochemical
and transport properties of polymer electrolytes based on the salt forms of the Nafion® 115
membrane with one- and two-charge cations of the different nature plasticized by polarized aprotic
solvents.

Experiments

Nafion®115 polymer membrane in the form of a film with a thickness of 125 pm was purified
according to a known method; to remove water, the membrane was first dried at 130 °C in a
vacuum oven for 3 hours, and then kept in a desiccator over P205 for a week.

The replacement of mobile protons with an alkali metal cation in Nafion-M?** samples (where
M?" = H*, NHJ4*, Li*, Na*, K*, Rb*, Cs*, Ba?*, Sr?*, Ca*, Mg?*) was performed by keeping the
samples in water-alcohol (1:1 by volume) with 2 M alkali solution at 60-80 °C for 2 hours,
followed by thorough washing with bidistilled water.

To obtain plasticized samples, dried Nafion membranes in salt form were kept for 2 days at
room temperature in an aprotic solvent in the presence of activated molecular sieves. To obtain
films with different DMSO content, the samples were briefly placed in a solvent, dried with filter
paper, and kept for two days to achieve a uniform distribution of the plasticizer in the sample. The
degree of swelling of the membrane in the solvent was determined as the ratio of the amount of
absorbed solvent to the weight of the dry membrane. All experiments with aprotic solvents were
carried out in a dry box.

The physico-chemical properties of the obtained samples were studied by the methods of
synchronous thermal analysis, IR spectroscopy, voltamperometric and impedancemetry.

Results and Discussion

Among dipolar aprotic solvents acetonitrile (AN), propylene carbonate (PC),
ethylene carbonate (EC), N, N- dimethylformamide (DMF) and dimethyl sulfoxide (DMSO), the
best plasticizer for salt forms of the Nafion membrane is dimethyl sulfoxide.
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Table 1: Physical properties of solvents used as plasticizers for Nafion-Li*, and
characteristics of polymer electrolyte samples at room temperature

tmelt, y Swellin g,
Solvent | oc # D mga-s degree, W% % n* Slcm
AN -44 3.924 0.38 (25 °C) 10 2.7 1.2-10°
DMSO 18.5 3.960 1.99 (25 °C) 130 18.3 2.0-103
DMF -60 3.820 0.80 (25 °C) 150 22.5 6.0-103
PC -48.8 5.000 2.53 (25 °C) 60 6.5 1.0-10°
EC 36.4 4,900 2.56 (25 °C)* 40* 5.0 1.6-10°*

* supercooled

** n is the number of moles of solvent per mole of lithium

In general, the dependence of some physicochemical characteristics (ionic conductivity,
activation energy of conductivity, heat of evaporation and melting of DMSO) of polymer
electrolytes in the series Na*—Cs" correlates with the radius of the cation, with which its interaction
energy decreases with the solvent and anion (Fig. 1). In the case of double charged cations, the
conductivity is 0.17-0.42 mS/cm, and the activation energy of conductivity decreases with the

cation radius increase (Fig. 1).
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Figure 1. Dependence of conductivity and activation energy of conductivity of Nafion-M#*
membranes plasticized by DMSO on cation radius. Percent show the swelling degree.

The report will show that with an increase in DMSO content in Nafion-M* membranes (M = H,
Li, NHa), the conductivity increases to 1-10 mS/cm. The percolation threshold for such systems
was found to be n = 2, 4, and 6 mol of DMSO per mole of H*, Li*, and NH4*, respectively, which
is associated with the formation of cationic solvate complexes of Li* (DMSO)4, H*(DMSO). and
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Figure 2. lonic conductivity and activation energy of conductivity above and below the phase
transition temperature ten, depending on the content of DMSO in ammonium substituted

membranes.

133



In the case of Nafion- NH4", a step change in the ionic conductivity and the activation
energy of conductivity from the plasticizer content (DMSO) was detected (Fig. 2). A strong
solvation is observed in the region of n < 6, after which the ionic transport is sharply
intensified. The change in conductivity at n = 12-14 is due to the swelling of the polymer
matrix with a change in the geometry of the conducting channels.

This work was supported by Russian Scientific Foundation (Contract No. 17-79-30054).
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Introduction

The cell-model technique, offered by Happel and Brenner, is being actively developed during
the last decades and applied to the modeling of filtration flows in various porous media, in
particular, in membranes. The original idea consists in the representation of a membrane material
as a package of identical cells, most often, cylindrical or spherical. Each cell may contain solid
core, porous layer and the region of free flow or a combination of two mentioned regions. The
flow is considered inside a separate cell, the influence of the others being taken into account via
boundary conditions on its outer surface. Substantial progress was achieved in modeling of
Newtonian liquids flows in various types of cells. If the flow is described by the Brinkman
equations in porous region and by the Stokes equations in non-porous region, analytical solutions
of the problem were obtained and used for the calculation of hydrodynamic permeability of the
membrane as a whole. The review of these results can be found in [1].

Meanwhile, many filtrating media, for example, suspensions and physiological liquids exhibit
non-Newtonian properties and can be modeled as micropolar liquids, mathematically described by
Eringen in the 1960s. Microrotation and couple stresses are taken into account for modeling of
micropolar liquids flows, which are described by the system of continuity, momentum and
moments of momentum equations. Up to the knowledge of the authors, only few applications of
micropolar theory in cell models were published, and combined solid-porous particle in the cell
has not been considered anywhere, except for the authors' work [2]. The present paper is the second
part of the mentioned study of micropolar flow through the assemblage of cylindrical particles. It
considers the flow directed perpendicular to the cell axis and investigates the hydrodynamic
permeability of a fibrous membrane.

Statement of the problem

The scheme of the cell is shown in Fig.1. The cell consists of three coaxial layers: the inner
layer is a solid core of radius a, the intermittent layer a<r <b (region 1) is porous, and the outer
layer b <r <c (region 2) is occupied by the free micropolar liquid. Uniform flow of velocity U is
directed perpendicular to the symmetry axis of the cell and corresponds to 6 =0 of the cylindrical
coordinate system (r,0,z). The components of linear and angular velocity vectors are

VU (r,0);V (r,0); 0}, of0;0; Q(r,06)} respectively.
The field equations of creeping flow in absence of external forces and couples in region 2 are
V-v, =0,
—(L+K)VxVxV,+2kVxn, =VPR,, 1)
—(0+g)VxVxm,+2kVxv, —4xm, =0,

where subscript 2 corresponds to the second region, v, are linear and angular velocity vectors
respectively, P is the pressure, p is the liquid density, p,«, o, 8, ¢ are the viscosity coefficients
of the micropolar medium. Detailed discussion of viscosity coefficients definitions and the form
of system (1) representation can be found in [3]. It is worth noting here the property of the non-
dimensional governing equations for micropolar flows to involve all the viscosities and
characteristic scales in the form of two non-dimensional parameters: the number of micropolarity
N?=x/(u+1x) and the scale factor L* =(5+c)/(4ub?). These two values totally define the
properties of the micropolar creeping flow.
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The governing equations for porous region a<r <b are written in the same form, as in [2], and
include the porosity € and the permeability k of the porous medium

Vv, =0,
—(E+E)VXVXV1+2—KVX(01—M+KV1=VPl, )
e S S

—(0+6)VxVxm, +2kVxv, —4xm, =0,

where subscript 1 is used for the notation of the first region. Apart from parameters N and L the
non-dimensional form of equations (2) includes the porosity € and parameter c=b/ Jk , which

represents the relation of macro scale of the cell b and the micro scale of porous medium Jk .

U

- S __"

Figure 1. The scheme of the flow.

Systems (1) and (2) allow separate general solutions of the form
v, (r,0) ={u,(r)cos6; v,(r)sin6; G}, o, (r,0) ={0; 0; w,(r)sinO}, P(r,0) = p,(r)cosO, i=12 due
to the symmetry of the flow.

Boundary conditions for the closure of the boundary value problem (BVP) are the following: at
the solid surface r =a no-slip and no-spin conditions are allowed only

u(@=0, v(a)=0, o(a)=0. (3)
At the liquid-porous interface r =b there were applied the continuity of all velocities components
U, (0—0) =u,(b+0), v,(b—0)=v,(b+0), ©,(b—0)=w,(b+0) @)

and the continuity of the stress and couple stress tensor components, normal and tangential to the
boundary surface,

trrl(b - O) = trr2 (b + 0)7 trel(b - 0) = tr62 (b + O)’ mrzl(b _0) = mrzz (b + 0) : (5)

At the boundary r=c there were used the continuity of linear velocity normal component,
Happel's no-stress condition and no-couple stress condition respectively

u,(c)=U, t,,(c)=0, m,(c)=0. (6)

No-spin condition ,(c) =0 was used instead of the no-couple stress condition at this surface as

the alternative BVP in our paper [2]. It was found that the difference in the hydrodynamic
permeability of the membrane for these two statements does not exceed several percents of the
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overall variation of this characteristics. So, in the present work there are shown the results only for
one BVP (1-6). The discussion of various variants of BVP statements can be found in [3].

Results and discussion
It was found the dimensionless hydrodynamic permeability L, of a membrane as a function of

parameters N, L, o, intrinsic cell porosity & and the overall porosity of the membrane y ~1—b*/c?
. The dependency of L, on the characteristics of porous medium for the micropolar flow exhibits

the same properties as those, known for the Newtonian flow: a decay with the growths of the
permeability parameter ¢ and an increase with the growth of both types of porosity. In all cases
the hydrodynamic permeability for a micropolar flow is less than for the non-polar liquid due to
the additional degrees of freedom and types of viscosity, which are necessary to be overcame by
the flow.

The most interesting is the dependencies of the hydrodynamic permeability on the micropolar
parameters N and L. The corresponding curves are shown in Fig.2 for the cases of flow directed
perpendicular to the axis of the cell, investigated in the present study; parallel to the axis of the
cell, studied in [2]; and for the case of chaotic orientation of the cylindrical cells with respect to
the flow direction, which is the most natural for real membranes. The latter was calculated as the
weighted sum of the former two with the coefficients 2/3 and 1/3 respectively.

Ly

Lu

0.25k parallel flow 0.22 parallel flow
0.20F chaotic package 020¢

0.18
0.15+ i

- K / chaotic package
0.101  perpendicular flow 014 ‘L
0.05+

012+

perpendicular flow/
L L L L L N L L L L L
0.2 0.4 0.6 0.8 1.0 1 2 3 4
a) b)

Figure 2. Variation of the dimensionless hydrodynamic permeability L, of a membrane with the
parameters N (&) and L (b) for 6=3; €=0.75; a/b=0.5; ¢c/b=15.

Fig.2a, plotted for the average meaning of L = 0.2 demonstrates several times drop down of the
value of L, with the variation of N in its allowed range, which corresponds to the change of

microrotaion viscosity k. Fig.2b, plotted for the average micropolarity number N = 0.5, indicates
an asymptotic behavior of the hydrodynamic permeability as a function of the micropolar scale
factor L. The initial position of the asymptotic behavior has occurred to be defined by the value of
N, but the value of asymptote depends on the orientation of the cell (parallel/perpendicular).

This work is supported by RFBR (project N 19-08-00058).
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Introduction

Recovery of heterocyclic essential amino acids from solutions of their microbiological
synthesis is an actual applied task. The modern electromembrane method - electrodialysis allows
to solve the problem of isolation and purification of amino acids, claimed as pure compounds in
medical, pharmaceutical industry and biotechnology.

At the same time, the regularities and peculiarities of current-voltage curves as well as transport
characteristics of ion-exchange membranes in electrodialysis of mixed solutions of amino acid and
mineral salt are practically not studied despite they are necessary for the development of ideas
about electromembrane separation of organic ampholytes and strong electrolytes by
electrodialysis.

Experiments

The objective of this study is to reveal the peculiarities of current-voltage curves and
transport characteristics of ion-exchange membranes in electrodialysis of model solutions
containing heterocyclic essential amino acid L-tryptophan 0.02M and sodium chloride 0.01M.
Electrodialysis has been carried out in a seven-compartment electrodialysis stack (ED) with
alternating cation- and anion-exchange membranes. There have been used heterogeneous anion-
exchange membranes MA-41 and cation-exchange membranes MC-40 manufactured by NPO
“Shchekinoazot”, Russia. ED stack has AgCl electrodes placed from the both sides of the studied
ion-exchange membrane at the distance of 0.2 mm to obtain the current-voltage curve (CVC).

Results and Discussion

In electrodialysis before exceeding the limiting current density (iiim ) the most part of amino
acid at pH value of solution close to isoelectric point exists in bipolar form. This type of ions does
not take part in current transfer through the membranes. Therefore the presence of tryptophan in
salt’s solution does not affect significantly the value of limiting current density for cation-
exchange memebrane.The presence of heterocyclic amino acid in mineral salt solution influences
on the shape of current-voltage curves in the overlimiting conditions of electrodialysis. In
particular, in the cation-exchange membrane phase bipolar ions can be recharged into cations that
are able to migrate through the membrane in the course of facilitated electromigration [1]. It leads
to lower values of membrane voltage at the same current density in the system including
tryptophan in comparison with an individual sodium chloride solution [2]. The reduction of plateau
length and increase of slope angle of this CVC plot for cation-exchange membrane in a solution
containing tryptophan along with mineral salt is detected. It is caused by grow of the membrane
surface hydrophobicity in such solution [3] and, accordingly, the contribution of
electroconvection.

The presence of tryptophan in the initial solution leads to decrease in the value of iiimand plateau
length increase of CVC of anion-exchange membrane containing fixed quaternary ammonium
groups in comparison with the individual solution of NaCl. The low mobility of tryptophan, as
well as the possibility of intermolecular interactions of the heterocyclic amino acid with the
membrane matrix, reduces the conductive properties of the membrane. The amino acid fills the
pores, the conductive membrane channels. As a result, the mass transfer of ions of the mineral salt
through the ion-exchange membrane is complicated due to the competitive transport of tryptophan
and mineral salt ions. In addition, the catalytic activity of the amino group of the indole cycle of
tryptophan is greater than that of the ionogenic groups of the membrane MA-41 [4]. Intensive
dissociation of water at the interface suppresses electroconvection. This fact is confirmed by the
larger values of the current efficiency for hydroxyl ions, which are formed during the water
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splitting at the interface of the anion-exchange membrane — mineral salt solution containing
tryptophan under overlimiting conditions of electrodialysis.

At the same time, the size factor is also significant. Namely, the volume of the side radical of
tryptophan is the reason for the decrease in mass transfer of strong electrolyte ions through
membranes.

The heterocyclic amino acid flux through MA-41 and MC-40 membrane has a conventional
shape for ampholite with a maximum at the limiting current density and further decrease in mass
transfer due to the barrier effect [5] that corresponds to the limiting diffusion current density at the
ion-exchange membrane CVC. Facilitated electromigration of amino acids is observed at the
intensive overlimiting conditions [1]. Moreover, the tryptophan flux through the MA-41 from
solution containing sodium cloride is higher than that through the MC-40 at the overlimiting
conditions of electrodialysis.

The inability of amino acid bipolar ions to migrate under an electric field determines the
approach to the procedures of their separation, conditions for retention of ampholyte ions in
electrodialyzer deionization sections and provides maximum mass transfer of charged impurities.
The revealed features of CVCs and mass transfer in the studied solutions show that it is very
important to take into account the nature of amino acids as well as membrane type for the forecast
of amino acid electromembrane demineralization results.
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The purpose of the work is to investigate the physicochemical and transport characteristics of
heterogeneous cation-exchange (Ralex CM (H)-Pes) and anion-exchange (Ralex AM (H)-Pes)
membranes differing in time of using in an industrial electrodialysis vessel under desalting and
concentration of waste ammonium and nitrate-containing water (conditioned membranes,
membranes after one and six years of use).

Experiments

The estimation of the conducting properties of membranes was carried out by the contact-
difference method for solutions of ammonium nitrate in the concentration range 0.01-0.3 mol/dm?®
at 1 kHz frequency of an alternating current. Diffusion permeability of the ion-exchange
membranes under study was measured in a flow cell for system sodium chloride / membrane /
water.

Results and Discussion

Electroconductivity of the gel phase for cation-exchange membranes changed from 0.023 Ohm~
em™ to 0.030 Ohm*ecm, and for anion-exchange membranes - from 0.011 Ohm*cm™ to 0.031
Oohmtecm™. Analysis of the results showed that with long-term use of heterogeneous ion-exchange
membranes in the electrodialyzer, their partial destruction is observed, and the diffusion
permeability increases from 2.1-10*? m/s to 6.4-10*2 m/s for cation-exchange membranes and
0.8-:10% m/s to 6.1-102 m/s for anion-exchange membranes. At the same time, their total
exchange capacity for cation-exchange membranes is reduced from 1.14 mmol/g to 1.08 mmol/g,
and for anion-exchange membranes from 1.12 mmol/g to 0.98 mmol/g.

Table 1: Characteristics of ion exchange membranes

Parameter RCO’ RC1 RC6 RAOQ RA1 RA6
Diffusion permeability
(NaCl 0.5 mol/dm?), 102 m2/c 2.1 2.2 6.4 0.8 0.8 6.1
Total exchange capacity
(NaOH/HCI), mmol/g
Electroconductivity of the gel
phase, Ohm“*cm™

*The number equals to the use duration in years.

1.14 111 1.08 1.12 1.04 0.98

0.023 0.026 0.030 0.011 0.019 0.031

In the electrodialysis of the ammonium nitrate solution with the concentration of 0.01 mol/dm?,
the fluxes through the anion exchange membrane are much less than fluxes through the cation
exchange membrane, since insoluble precipitate is formed in the anion exchange membrane.
Electrodialysis with a current density exceeding the limiting value is accompanied by irreversible
dissociation of water molecules at the interface with the solution, and the ion-exchange membrane
starts to be freed from precipitate, as a result of which its electrochemical regeneration takes place.
The obtained results testify insignificant deterioration of operational characteristics of ion-
exchange membranes in the course of electrodialysis, which proves the prospects of its use for
purification of waste nitrogen-containing water produced during the production of mineral
fertilizers.
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Introduction

Water is indispensable for life. However, drinking water is a scarce resource as most water on
earth is of salty nature, polluted with industrial wastes, or contaminated with pathogenic agents.
Today, clean drinking water is not accessible for about one billion people in the developing
countries. Besides, it is expected that the human population will grow by further two billion people
within the next three decades, including a doubling of the human population on the African
continent. The human population is growing and water consumption per capita is increasing , both
happening especially in developing countries. While safe drinking water supply is limited, global
water scarcity becomes the number one challenge for the global human society [1]. In our opinion,
the future of desalination processes will be based on the smart integration of various desalination
techniques into optimized hybrid process superstructures with the membrane processes operating
outside of today's process conditions. In the case of electrodialytic desalination this will be the
case for operation at higher current densities as compared to today's traditional operation once the
governing phenomena are comprehensibly understood.

The processes that run in electromembrane systems are very complex. The mass transfer in
dilute solutions is characterized by a large number of different phenomena: the flow in the solution,
the electric current transmitted through the ions, water dissociation, electrical and thermal
convection, etc.

The aim is the investigation of the processes that occur in the solution near the membrane, in
the so-called boundary layer. The mass transfer in this diffusion layer is described by the
electrodiffusion equation system, which consists of Nernst-Planck-Poisson equations and the
equation of current flow.

The boundary value problem corresponding to this mathematical model contains two small
parameters, one of which is singular (as a factor in the derivative), and the second is regular
(continuous). Thus, this problem belongs to the class of mixed or singularly regularly perturbed
problems and is poorly amenable to numerical solution (hard problems [2]). Due to the presence
of two small parameters, standard methods of a small parameter are not applicable without
significant modification. These problems are characteristic of almost all boundary-value problems
simulating the transport of salt ions in membrane systems. Thus, the development of numerical
and analytical methods for solving such problems is an urgent problem.

Research results

Researches on this topic has been conducted since the mid-70s by scientists of the Kuban State
University under the direction of Babeshko V.A., Urtenov M.Kh., Nikonenko V.V., members of
the departments of physical chemistry and applied mathematics.

Babeshko V.A. and Urtenov M.Kh. developed an original method for solving one-dimensional
boundary value problems of electrochemistry, which consists in decomposing the Nernst-Planck-
Poisson system into equations that allow to calculate the electric field intensity and concentration
[3]. Itwas called the decomposition method (splitting) and was used to obtain a numerical solution
of boundary value problems simulating the transport of ions of an arbitrary salt [4]. In combination
with the factorization method developed by them, the theory of ion transport of arbitrary salt, for
example, binary and ternary salt was actually created [5-6].

In the future, the decomposition method was distributed by Urtenov M.Kh., Seyidova N.M.,
Kirillova E.V. on boundary problems taking into account the dissociation of water [7-8].

A nontrivial generalization of the decomposition method into two-dimensional and three-
dimensional problems was obtained by authors of this study under the guidance of prof. Urtenov

141



M.Kh. [9-10] . Using this method, boundary-value problems were formulated and solved that
simulate the phenomenon of electroconvection in the desalination channel [11], namely the
occurrence of vortices as a result of the electric force in the space charge region on the electrolyte
solution (electroconvection).

For the first time, such problems with the use of various simplifications were studied in [12—
17]. In contrast to these works, a 2D model was first developed in [18-20], based on the Nernst-
Planck-Poisson equations interconnected with the Navier — Stokes equations, which does not
contain fitting parameters and allows finding hydrodynamic, electric, and concentration fields in
the desalination channel, including membrane / solution boundary. The current-voltage
characteristics calculated using this model for the first time qualitatively corresponded to those
observed in real electromembrane systems. They have an initial linear section, an inclined plateau
corresponding to the attainment of the limiting state in electromembrane systems, and a “over-
limit” section characterized by a rapid increase in current, which is accompanied by an increase in
fluctuations of the potential jump.

However, this model does not take into account the dissociation of water, although the
emergence of new current carriers may lead to the disappearance of the expanded space charge
region and, accordingly, to the cessation of electroconvection. Consequently, the modeling of the
effect of the dissociation / recombination reaction on the main processes occurring in membrane
systems, the development of methods for the numerical and asymptotic solution of boundary
problems of the corresponding models is an actual problem.

We have developed an asymptotic method for solving the boundary-value problem of a one-
dimensional model of transfer of ions of a binary salt with allowance for the dissociation reaction
of water molecules, which generalizes the method used in [20]. In method [20], to the left of the
center of the recombination region, the concentration of hydroxyl ions is assumed to be zero, and
to the right, the concentration of hydrogen ions is assumed to be zero. Thus, the equilibrium
condition is not satisfied. In our method, there are no zero concentrations, and the equilibrium
condition is satisfied everywhere except for the recombination region (where the recombination
significantly exceeds dissociation) and the space charge region (where the dissociation greatly
exceeds the recombination). In addition, for the asymptotic solution of the problem in the space
charge region, the decomposition method is used.

Conclusion

In this paper, we propose a new method for the asymptotic solution of a boundary value problem
corresponding to a mathematical model of the transport salt ions in a diffusion layer, taking into
account the reaction of water dissociation / recombination. This method, after appropriate
modifications, can be applied, for almost all boundary-value problems simulating the transport
salt ions in membrane systems, taking into account the dissociation / recombination of water, in
our opinion.

The reported study was funded by RFBR according to the research project Ne 19-08-00252
"Theoretical and experimental research of current-voltage characteristics of electromembrane
systems"
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Introduction

Curretly the problem of acetaldehyde extraction from corresponding monohydric alcohols is
resolved by extraction and sorption methods, but the selective aldehydes determination,
particularly acetaldehyde, is possible only using the chromatography [1], although many papers
are dedicated to electrochemical acetaldehyde oxidation in aqueous media. There are only separate
information that the electrochemical determination in the presence of ethanol is possible.

Earlier our group carried out researches that revealed the possibility to use silver composites
for selective acetaldehyde (ethanal) oxidation in the oxygen atmosphere [3]. In order to define the
mechanism of this process and to evaluate the possibility of the selective acetaldehyde
determination in ethanol in this work, there are studied the regularities of the process of
acetaldehyde electro-oxidation on a silver catalyst in the presence of ethanol.

Table 1: Acetaledehyde sorption a from ethanol solution by the ion-exchange matrix
or/and its oxidation during 5h

Matrix type a, %

(ionic form) Ethanal sorption Ethanal oxidation
GCE (Na*) 1542 10+2

GAE (OH) 4912 6515

PAE (OH) 58+3 9713

Experiments

The electro-oxidation process was performed in the three-electrode electrochemical cell in
aqueous and aqueous-ethanol media using the stationary disk electrode from polycrystalline silver
(d =1 mm). The electrochemical methods were chronoamperometry and cyclic voltammetry.

Results and Discussion

The experiments in media with different acidity allowed to conclude, that the hydroxide ions
play the important role in the electro-oxidation process. Its presence in solution facilitates the
electro-oxidation of acetaldehyde on Ag-electrode, the oxidation peak on CV is observed at
potential -0,1 V (Fig.1). Besides, there were revealed the linear dependence between the
acetaldehyde concentration (1-30 mM) and the positive charge of cycle in alkaline media (Fig.2).
In this case, the intensity of oxidation significantly depends on the state of the silver surface. Pre-
oxidation of the silver surface at potentials of Ag(OH)ads formation [4] provides larger current
responses compared to the non-oxidized silver surface (Fig.2), that correlate with data [3]. This
effect can be related with formation of more developed silver surface at its serial
oxidation/reduction.

207 CH,COH

— 30 mM
—20mM
— 10 mM
104 ——O0mM

1,54

I (nA)

0,5 1

0,0 1

0,5

-660 -460 -260 6 260
E (mV)
Figure 1. Cyclic voltammogram plots of Ag in 0.1 M NaOH with various concentration of
acetaledehyde. Scan rate of 50 mV/s.
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Carrying out the acetaldehyde oxidation in the oxigen atmosphere provides larger current
responses compared to the inert argon atmosphere that demonstrate the influence of adsorbed

oxygen on the electro-oxidation process.

There is shown, that in aqueous-ethanol medium the current responses of ethanol oxidation are
not observed, while after acetaldehyde injection in 1 M ethanol solution it is kept the linear
dependence between the acetaldehyde concentration (1-30 mM) and the positive charge of cycle

with less sensitivity (Fig.3).
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Introduction

Anthocyanins are valuable food coloring. Besides, they are used in medicine and cosmetic
industries. Only recently, researches have begun to consider the recovering of anthocyanins, as
high value compounds, transforming some food effluents to raw material with high potential
economic value. Now ion exchange resins are considered as effective materials for the preliminary
separation of anthocyanins from plant materials [1]. The aim of the work is to test the possibility
of desorbing anthocyanins from ion exchange resins using aqueous salt solutions with different
pH values.

Experiments

We study the process of desorption of anthocyanins from cation exchange (KU-2-8) and anion
exchange (AV-17-8) resins using 1 M NaCl aqueous solution with pH values of 3,0+0,1 and
11,0+0,1.

First of all, we started with the sorption process of anthocyanins by ion exchange resins. The
aqueous solution of anthocyanins was used with pH values of 3,0+0,1 and 9,0+0,1. Ten samples
(1,0+£0,1 g) of each ion exchange resin were placed into tubes containing aqueous solution of
anthocyanins (V=20 cm?). The range of anthocyanins concentrations, Cant, was from 5+1 mg/dm?
to 50+1 mg/dm®. The conccentration of anthocyanins in the solution equilibrated with ion-
exchange resins was calculated by the standard method using spectrophotometry [2]. In this
preliminary experiment, it was shown that the highest largest amount of anthocyanins was sorbed
by the resin, if the pH of the solution was equal to 3,0+0,1 (KU-2-8) or 9,0+0,1 (AV-17-8). These
samples were used in anthocyanin extraction experiments. Ten samples of each ion exchange resin
(1,0+£0,1 g) were placed into tubes containing aqueous solution of 1 M NaCl (V=20 cm?) with a
pH value of 3,0+0,1 and 11,0+0,1. After a defined period of time (ranging from 10 to 180 min)
two aliquots (1 cm®) were taken from each tube and brought up to 10 cm?® by buffer solutions (pH
= 1,0 or pH = 4,5). The concentration of desorbate in the solution (man) was determined using
spectrophotometry method [2].

It is known that anthocyanins change their structure and charge depending on the pH value of
the medium. For example, their charge becomes positive, and the color is red if pH is less than 3.
Their charge becomes negative, and the color is blue, green or yellow if pH is more than 7 [3].
This property of anthocyanins was used to determine their charge in the resin and solution using
the previously obtained dependence of the color of anthocyanins vs the pH of the medium.

Results and Discussion

It was shown that desorption of anthocyanins from resin KU-2-8 was more intense if the pH
value of the salt solution was 11,0 compared to 3,0 (Fig. 1). The cause is electrostatic repulsion of
negatively charged anthocyanins and negatively charged fixed groups of KU-2-8 resin if the pH
of the salt solution was 11,0 as well as electrostatic interactions of positively charged anthocyanins
and negatively charged fixed groups of KU-2-8 resin if the pH of the salt solution was 3,0.

In the case of pH of the solution equal to 3,0 anthocyanins acquire a positive charge in the AV-
17-8. They become co-ions and are pushed out of the anion exchange resin due to the effect of
Donnan exclusion. If the salt solution is 11,0, the anthocyanins become counterions, and this
makes it difficult to extract them from the anion exchange resin. (Fig. 2).

The results can be useful for developing a method for the extraction of anthocyanins from ion
exchange resins.
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Figure 1. The Kinetics of Anthocyanins Desorption from KU-2-8 Using 1M NaCl Aqueous
Solution with pH Value 3,0 and 11,0.
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Figure 2. The Kinetics of Anthocyanins Desorption from AV-17-8 Using 1M NaCl Agueous
Solution with pH value 3,0 and 11,0.
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Introduction

Pharmaceuticals based on amino- and sulfur-compounds are widely used. Alkali and/or
alkaline-earth metal cations are part of such pharmaceuticals too. Since the composition of these
media is complex, the application of a multisensory approach is effective. The prospects of using
potentiometric sensors and multisensory systems based on hybrid membranes for the
determination of organic and inorganic ions are discussed in [1]. The aim of this work is a
development of potentiometric multisensory systems with DP (Donnan potential)-sensors based
on hybrid perfluoromembranes for the determination of amino- and sulfur-containing drugs in
pharmaceuticals.

Experiments

Agueous solutions of procaine, lidocaine, bupivacaine hydrochlorides, cysteine, as well as
aqueous solutions of glutamic and aspartic acids, taurine, sulfacetamide containing KOH or NaOH
were investigated. Moreover, aqueous solutions containing CH3COCOO", HS", NH4*, K*, OH ions
were investigated too. The composition of test solutions and the ranges of components
concentrations (from 1.0-10* to 1.0-102 M or 1.0-10" M) were chosen taking into account the
composition of pharmaceuticals based on them. The hybrid materials based on Nafion and MF-
4SC membranes and hydrated zirconia and silica nanoparticles modified by amine-containing
groups (3-aminopropil-, 3-(2-imidazol-1-yl) propyl-), sulfo groups (-SOsH, -(CH2)3-SO3H)), acid
salt of heteropolyacid (KxHsxPW12040); acid salts of heteropolyacids (CsxHz-xPW120a,
CsxHaxSiW12040); carbon nanotubes; poly-3,4-ethylenedioxythiophene (PEDOT) were
investigated as electrode active materials in DP-sensors. The initial membranes were prepared by
casting or extrusion and the hybrid materials were prepared by casting or in situ.

Results and Discussion

The multisensory systems based on perfluoromembranes for simultaneous determination of
drugs anions and the alkaline metal cations, including drugs anions with similar chemical
properties, in pharmaceuticals are developed. A variation of DP-sensors characteristics was
achieved by the introducing dopants nanoparticles with different surface properties into
membranes, as well as by treatment of membranes with physicochemical methods. This allows
increasing a number of sorption centers and optimizing the interstitial space size for analytes,
depending on their charge sign, size, and nature of the functional groups [2, 3]. It is shown that the
size of interstitial membrane space influences not only on the concentration of definable and
interfering ions in membrane, but also on the conformation of organic ions in the pores and on the
mechanisms of their interaction with membrane components [3]. The criterions for the selection
of membranes compositions for DP-sensors arrays based on the study of dependences the DP-
sensors characteristics on the equilibrium and transport properties of membranes are proposed.

This work was supported by the Russian Foundation of Basic Research (projects
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Introduction

lon exchange membranes with a modified layer are of great use in electrodialysis technologies.
The development of ion-exchange membranes with increased selectivity to individual sorts of ions
of the same charge sign, but differing in its size, will allow to expand the use of electrodialysis in
the field of membrane technology. The development of perfluorinated membranes, their
modifications, research and growth, membrane technologies based on them are promising and
developing directions of modern science.

The idea of producing two-layer and anisotropic membranes intended for separating multi-ion
electrolyte solutions is fruitfully used for a long time in the creation of industrial reverse osmosis,
nanofiltration, ultrafiltration, gas separation membranes. As a rule, these membranes are composed
of a thin selective layer (several micrometers thick). The properties of the selective layer determine
the characteristics of the membranes.

Mechanisms of specific selectivity are of considerable interest for studying the charge
selectivity of membranes. The competing transfer of singly and doubly charged ions that are in
solution through a surface-modified layer occurs due to the strong electrostatic repulsion of doubly
charged ions as compared to single-charged ones. This separation of ions occurs due to Kinetic,
and than thermodynamic properties. However, the transport properties of such systems are not
fully understood and are of great interest to researchers.

The aim of this work is to study the transport characteristics of a homogeneous perfluorinated
membrane MF-4SK in sulphate-nitrate solutions of electrolytes.

Experiments

The object of the study was the perfluorinated MF-4SK membrane obtained by a watering
method from a 10% solution of perfluorosulfopolymer dissolved in isopropanol.

The membrane was obtained with a reinforcing mesh of nylon for impart mechanical strength.
The thickness of the membrane was 150 + 5 microns.

The electrical resistance of the membranes was determined by analyzing the frequency
spectrum of the electrochemical impedance in the mercury-contact cell. The frequency spectra of
the electrochemical impedance were obtained using a “Parstat 4000” potentiostat-galvanostat-
impedance meter in the frequency range of 1 Hz - 500 kHz. Diffusion permeability was studied on
two chamber cells in mono-ionic forms of sulfate and sodium nitrate, as well as in a mixed solution
of sulfate and sodium nitrate. According to the standard method, an electrolyte solution was poured
into one of the chambers and distilled water was poured into the other [1, 2]. In mixed solutions,
the diffusion permeability was determined by the increase in concentration in a chamber with
distilled water using an ion chromatograph. A sample of 0.25 ml was taken for analysis. The
integral permeability coefficients were determined separately for sulfate ions and nitrate ions. Also
the exchange capacity of the experimental samples was determined by the standard method. The
temperature in the experiments was kept constant and was equal to 25 £ 0.1 ° C.

Results and discussion

The greatest interest for the study of ion transport in electrodialysis processes with surface
modified membranes is the surface layer in which, due to the strong electrostatic repulsion of
doubly charged ions as compared to singly charged ones, separation occurs. The conductive
characteristics of the modifier determine the transport properties of the entire membrane system.
In this regard, the specific conductivity of the membrane MF-4SK in sulfate and sodium nitrate
was investigated (Fig. 1).

149



&,
mSm/cm
1.2 -
1.0 -1
0.8 4
0.6 1

0.4

0.2

0.0 T T T T !
0 0.02 0.04 0.06 0.08 0.1

C, mol-eqv/l
Figure 1. Conductivity of MF-4SK membrane depending on electrolyte concentration.

Studies show that the electrical conductivity of the membrane in the test solutions are close.
This is explained by the fact that in the cation-exchange membrane of MF-4SK sodium ions are
counter-ions and determine the conductive properties. However, the electrical conductivity in
sodium nitrate increases by 20% with an increase in concentration. Using a three-wire model, the
proportion of gel and intergel in the test solutions was calculated. In sodium nitrate, the gel fraction
is f1 = 0.167, the intergel phase is f> = 0.833. In a solution of sodium sulfate, the gel fraction is
f1 = 0.123, the intergel phase is f> = 0.867.

In the process of separation of sulfate and nitrate of ions of limiting is the stage of diffusion of
anions through the cation-exchange membrane MF-4SK, which are co-ions. Figure 2 shows the
diffusion flow of salts through the MF-4SK cation-exchange membrane. The solid line shows the
flows in pure sulphate and sodium nitrate. The dotted line is the flow of a mixture of salts of sulfate
and sodium nitrate, while the dashed line shows the flows in a mixture of salts.
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Figure 2. Dependence of the diffusion flow of salt through the membrane of MF-4SK on the
concentration of salt.

Studies show that in a pure sodium nitrate diffusion flow in comparison with sulfate is much
higher. In this case, in a mixed solution, the ratio of sodium nitrate to sulfate flows is maintained
in favor of sodium nitrate, and it is equal to 9.4. The diffusion permeability coefficients P * m
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(mol/dm?-s) were calculated. In a solution of sodium nitrate, about a concentration of 0.1 mol/l,
the diffusion permeability coefficient is 3.86 x 10-11 mol/dm?-sec. In sodium sulfate at the same
concentration of 3.41 x 10-12 mol/dm?-sec. Such a difference in diffusion permeability
coefficients can be explained by charge selectivity and high degree of hydrogenation of sulfate
ions, which makes it difficult to transport through the cation-exchange membrane. The membrane
exchange capacity was determined according to the standard procedure, which amounted to 0.81
mmol/g-swollen membrane. These data are consistent with the literature data and may be useful
in further work on modeling the transport processes of membrane ions modified by the MF-4SK
cation-exchange film.
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Introduction

Bi-layer ion-exchange membranes have an anisotropic structure and possess asymmetric
transport properties under applying the concentration and electric field gradients. The asymmetry
effects of electrotransport characteristics can be used to create membrane switches. Therefore, the
progress in such materials is a very important problem, which can be solved by modifying
commercial membranes with components of organic and inorganic nature.

The purpose of this paper is investigation of the current-voltage curves of hybrid perfluorinated
membranes based on MF-4SK and halloysite nanotubes (HNT) in order to select samples with the
most asymmetric transport properties.

Experiments and Results

A series of bi-layer membranes was prepared by casting method from perfluoropolymer
solution in dimethylformamide! containing the modifier by placing it on the membrane surface
[1]. Halloysite nanotubes and HNT with platinum nanoparticles were used as the modifier
(Table 1).

Table 1: Objects of research

No Membrane layers Modifier

1 MF-4SK/IMF-4SK+HNT 4% HNT

2 MF-4SK/MF-4SK+HNT@Pt 4% HNT + 2% Pt

3 MF-4SK+HNT/MF-4SK+HNT @Pt 4% HNT/4% HNT + 2% Pt

The current voltage curves (CVC) were measured in a cell equipped with platinum polarizing
and silver chloride measuring electrodes. The orientation of bi-layer membrane in the electric field
towards the flow of ions was changed as shown in Fig. 1. Parameters of CVC were found
graphically: the angular slope of the ohmic section of the CVC ((Ai/AE)onm), the magnitude of the
limiting diffusion current (iiim), the length of the limiting current plateau (A, V) and the angular
slope of the CVC in overlimiting state ((Ai/AE)overlim).

R R §

® — — O ® — — ©
‘3
a b

Figure 1. The orientation of bi-layer membrane in the electric field.

The results presented in Fig. 2 and Table 2 allow to reveal the impact of HNT and platinum
nanoparticles, deposited on their surface, on the CVC and to find the asymmetry effect of CVC.
Both the plateau length and the magnitude of the limiting current depend on orientation for MF-
4SK/MF-4SK+HNT membrane. Probably in the membrane, HNT shield fixed groups which have
a catalytic effect on the water dissociation process close to the membrane surface. As a result, H*
and OH" ions reach the modified side later than the unmodified one. The slope of the CVC in
overlimiting state is 11 % higher when the limiting state occurs on the unmodified side of the
membrane.

1 Samples were prepared by Dr. D. Petrova at Gubkin University (Moscow, Russia).
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Figure 2. Current voltage curves of bi-layer membranes MF-4SK/MF-4SK+ HNT (a), MF-
4SK/MF-4SK+ HNT@Pt (b) and MF-4SK+HNT/MF-4SK+HNT@Pt (c). Arrows point out the side
of membrane where the limiting state occurred.

Table 2: Parameters of current-voltage characteristics of bi-layers membranes

ME-4SK/ME-4SK + HNT MF-4SK/MF-4SK + MF-4SK+HNT/MF-4SK +

ME-4SK MF-4SK+ | MF-4SK MF-4SK+ | MF-4SK+ | MF-4SK+

HNT HNT @Pt HNT HNT@Pt

(A'gA/r?;“m 314,6+0,1 | 337,6:01 | 357,0:01 | 382,5:0.2 | 318,7¢0.1 | 317,7+0,1

itim, Alm? 36,0£0,1 42,0+0,3 35,820,6 34,620,5 34,440,6 40,4+0,2
AV 1,75+0,01 | 2,02+0,02 | 1,35+0,01 | 1,42+0,04 | 1,27+0,04 | 1,57+0,04
(A'/A,S'/Er)r;’;ef'im' 153,2#5,6 | 135,2#6,0 | 158,7+0,6 | 182,0+0,5 | 180,7+0,1 | 148,2+1,8

The absence of CVC asymmetry of the bi-layer membrane MF-4SK/MF-4SK+HNT@Pt is
associated with simultaneous action of two factors compensating each other. These are the
presence of HNT and existence of Pt nanoparticles. This means that to obtain a membrane with
obviously asymmetric properties, it is necessary to synthesize a material whose layers differ only
by one parameter. In fact, if both layers of bi-layer membrane contain HNT and one of them
contains HNT@Pt, the asymmetry effect of the CVC is more significant. It can be seen from the
Table 2, when the limiting state occurs on the side containing HNT@Pt, the limiting current
increases by 8%, plateau length of the limiting current increases by 10% and the conductivity of
the system in the over-limiting state decreases by 20%.

Thus, the study of the polarization behavior of bi-layer perfluorinated membranes based on MF-
4SK and halloysite nanotubes shows that in order to obtain a membrane with noticeably
asymmetric properties, it is necessary to synthesize a material whose layers differ only by one
component: either the presence of HNT or of the metal dispersion.

The present work was supported by the Russian Foundation for Basic Research (project
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EVALUATION OF APPLICABILITY OF THE TEORELL-MEYER-SIEVERS
MODEL TO DESCRIBE THE SORPTION AND KINETIC PROPERTIES OF ION-

EXCHANGE MEMBRANES

Andrey Kononov, Victor Nikonenko
Kuban State University, Krasnodar, Russia, E-mail: v_nikonenko@mail.ru

Description of transport characteristics of ion-exchange membranes as functions of bathing
solution concentration remains an actual classical problem. While the Teorell-Meyer-Sievers
(TMS) theory was developed in 40s of the last century and some criticism appeared nearly
immediately [1], this theory [2, 3] and some its modifications (such as the thin pores model
developed by A.N. Filippov [4, 5]) are now using quite often. The aim of the present work is to
asses the applicability of this model to describe the full set of sorption and kinetic properties of
ion-exchange membranes as depending on the bathing solution concentration.

A numerical solution of a 1D stationary mathematical model of electrolyte diffusion into the
water based on the TMS theory is developed. The adjacent diffusion layers are not taken into
account. lon transport is described by the Nernst-Planck equation, the membrane is considered as
a homogenous electrically neutral medium. The Donnan equilibrium equations are applied at the
membrane/solution interfaces.

For comparing the calculation with experiment, we used the data obtained by Pismenskaya et
al. [6] for concentration dependencies of NaCl concentration in the membrane, its conductivity,
diffusion permeability and transport numbers. The input parameters of the model are the diffusion
coefficients of counter-ion and co-ion in the membrane; distribution coefficient, y’; exchange
capacity, Q, and membrane thickness. Along with the TMS model, we use the microheterogeneous
model with the set of parameters determined in [2].

Note that the distribution coefficient can be related to the Donnan constant, KD:

Ko :(7I) i
The comparison of the calculations using the model based on the TMS theory shows that it is
possible to choose a set of input parameters so that the model can adequately describe the
concentration dependence of diffusion permeability and transport numbers. However, we have not
succeeded to describe adequately electrolyte sorption and membrane conductivity. The reason is

the presence of electroneutral solution in the center of meso- and macropores, which is not taken
into account in the TMS model.
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INFLUENCE OF ION TRANSPORT IN ION-EXCHANGE MEMBRANE BULK ON

THE SHAPE OF CHRONOPOTENTIOMETRIC CURVES
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Kuban State University, Krasnodar, Russia, E-mail: v_nikonenko@mail.ru

Introduction

As known, the limiting current density depends on transport numbers of counter-ions in the
electrolyte solution and inside the membrane [1]. Recent research showed that concentration
polarization causes changes in transport numbers of ions in the ion-exchange membrane bulk [2].
However, non-stationary galvanostatic models that take into account the transfer of each type of
ions in the bulk of the ion-exchange membrane do not exist.

Experiments

A 1D nonstationary mathematical galvanostatic model of binary electrolyte ion transport
through a membrane was developed. The system under study consists of an ion exchange
membrane and two adjacent diffusion layers. lon transport is described by the Nernst-Planck, the
Poisson and the material balance equations. The Fuji CEM Type-II cation-exchange commercial
homogeneous membrane (Fujifilm, Netherlands) was selected as the object of the study. 0.1M
NaCl solution was used in calculations. The values of the main parameters of the system
(membrane thickness dm, membrane exchange capacity Q, electrical conductivity «, diffusion
permselectivity P, the relation between current density and the theoretical limiting value calculated
using the Leveque equation [3]) are presented in Table 1.

Table 1: Initial VValues

Parameter Value
dm, UM 184
Q, mol/l 1.35
K, uS/cm 3.34
P, cm?/s 1.6-108

i/ilim 0.999

Results and Discussion

Calculations for the present study were made using the Comsol Multiphysics 5.4 software.
Concentration profiles of Na* and CI" ions in the membrane bulk are presented on Figure 1.
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Figure 1. Concentration Profiles of Na*™ (dashed red line) and CI (dash-dotted green line) lons
in the Membrane.

The developed model allows to define transport numbers of ions in a membrane system. The
results of calculations and values obtained by analytical equations are presented on Figure 2.

While electrical current passes through the membrane, concentration polarization increases,
which increases the transport number of co-ions, according to [2]. With the grows of transport
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number of co-ions, the limiting current density decreases. This effect causes the local maximum
on the chronopotentiometric curve, which is about 500 s long (Figure 3).

1 0,006
\
0,998 4% -4 0,004
0,996 4 T=~<q 0,002
0,994 4 : 1 0
0 1000 2000
[

Figure 2. Time Dependence of Transport Numbers. Triangle and square dotes present transport
numbers of counter-ions (Na™) and co-ions (CI"), respectively, obtained by approximate
analytical solution, and lines present numerical calculations (dashed red line — Na*, dash-dotted
green line — CI").
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Acknowledgements
The authors are grateful to Russian Foundation of Basic Research (grant Ne 18-08-00397).

References

1. Diugotecki P., Anet B., Metz S. J., Nijmeijer K., Wessling M. Transport limitations in ion
exchange membranes at low salt concentrations //Journal of Membrane Science. 2010. T. 346
(1). P. 163-171.

2. Abu-Rjal R., Chinaryan V., Bazant M. Z., Rubinstein I., Zaltzman B. Effect of concentration
polarization on permselectivity // Physical Review E. 2014. V. 89(1). P. 012302.

3. Pis'menskaya N. D., Nikonenko V. V., Mel'nik N. A., Pourcelli G., Larchet C. Effect of the ion-
exchange-membrane/solution interfacial characteristics on the mass transfer at severe current
regimes // Russ. J. Electrochem. 2012. V. 48. P. 610-628.

156



STUDY OF THE DECARBONIZATION PROCESS IN AN ELECTRODIALIZER

WITH BIPOLAR MEMBRANES

Alexander Korzhov, Anastasia But, Viktor Zabolotskiy
Kuban State University, Krasnodar, Russia, E-mail: nastya310392@mail.ru

Introduction

The constant need of thermal power plants (TPPs) and boiler houses to maintain water balance
is due to the presence of technological losses of water and steam, the impossibility of complete
regeneration of all types of coolant, including industrial effluents, and the presence of irretrievable
losses of steam and hot water. Thermal power plants (TPPs) are characterized by continuous
consumption of significant amounts of high-quality water. To meet the technological requirements
for the quality of water used by the TPP, a special physical and chemical treatment of natural water
(softening, decarbonization of water, pH correction, desalination and deionization) is necessary.
An independent task is the disposal of wastewater generated in water treatment processes [1].

The aim of the work is to study the decarbonization process of model solutions with high
salinity and softened tap water of the Krasnodar water supply system.

Experiments

Studies were performed using an electrodialysis unit, a block diagram of which is shown in
Figure 1.

electrodialysis

with bipolar
membranes
proceseed i decarbonated
iti - . I -
Inltla_l Softening acid tract souion _{ Deaeration %
solution block

block

alkaline tract

drains

Figure 1. Schematic diagram of the installation for decarbonization of softened water.

The electrodialysis membrane package was made of 7.5 cm x 25 cm membranes, with working
area of 5 cm x 20 cm = 100 cm?, the number of elementary pair chambers is 5, the thickness of the
intermembrane separator is 0.9 mm. The objects of study were an electrodialysis module with
membrane pair composed of the Ralex CMH and the MB-3 membranes. This module was
compared with an electrodialysis unit with the Ralex CMH and an experimental BPM membrane
pair. The experimental membrane contained water-splitting catalyst.

The chemical composition and specific conductivity of the model solution and softened tap
water of the Krasnodar water supply system are presented in Table 1.

Table 1: The composition of the investigated solutions

Parameter name Softened water Model solution
pH 8 7,9
Electrical conductivity uS/sm 704 9000
Total carbon content, mg-eq/| 5 5

Studies of the decarbonization process were carried out in a flow-through hydrodynamic mode;
the flow rate of the solution was 20 L/h.

The decarbonization process was carried out in two stages. At the first stage, the acidity of the
initial solutions was reduced to pH = 2.3 - 4. At the second stage, deaeration was carried out of
acidified water with air purified from CO..

Results and Discussion

Current-voltage characteristics of the pair chamber with the investigated membrane are
presented in Figure 2.
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Figure 2. Current-voltage characteristics of a pair chamber, where : ¢ - model solution (salt
content 4.5 g/L) with experimental bipolar membranes, ¢ - model solution (salt content 4.5 g/L)
with MB-3 bipolar membranes, m — softened water (salt content 0.35 g/L) with experimental
bipolar membranes, o — softened water (salt content 0.35 g/L) with MB-3 bipolar membranes.

As can be seen from Figure 2, the voltage drop is lower on the pair chamber with new
experimental bipolar membranes in comparison with the MB-3.
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Figure 3. The dependence of the total carbon content in the acid path from the voltage on the
steam chamber after purging on softened water (a) and model solution (b).

Figure 3 shows the dependence of the total carbon content on the voltage on the electrodialysis
pair chamber. Without deaeration of the solutions, the total carbon content remains almost
unchanged, since the equivalent conversion of bicarbonates to carbonic acid occurs in the acid
chamber. After deaeration of carbon dioxide, the content of carbonic acid is reduced to almost
zero, and the content of total carbon - to 0.5-0.9 mg-eq/L.

Conclusions

As a result of the tests, it was established that in the process of electrochemical decarbonization
of natural solutions of softened tap water and model solutions with high salinity, the specific
energy consumption in the electrodialyzer with new experimental bipolar membranes containing
the catalyst of the water-splitting reaction is lower than in the electrodialysis unit with bipolar
membranes MB-3.
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Introduction

Today, the problem of accumulation of technogenic toxic waste in the metallurgical industry
(more than 100 m? of wastewater per ton of commercial product) [1] is currently the most pressing.
The main goal of the national project of the Russian Federation "Ecology"” 2018-2024: "Clean
water - efficient handling of production and consumption wastes, including their elimination™.
Objectives of the project - development and effective implementation of energy-saving,
environmentally friendly technologies for the purification of industrial wastewater.

In metallurgy, various methods of waste water purification are used (classical physicochemical,
chemical, electrochemical, and others) [2].

Experiments

In this work, we used the electrodialysis method [3] of wastewater treatment (electrodialysis
with bipolar membranes). This method is widely used in resource-saving technologies of water
purification and water treatment.

As a research object, a model sulphate-vanadium solution (simulating Vanadium Production
Wastewater) was used. The composition of the solution is specified in Table 1.

Table 1: Parameters of model solution

Dry Content, g/l
pH resg'fL“e' V:0s | Mn Si Fe ca Mg | so.z
Model solution |1,20| 35,34 | 2,03 | 504 | 0,231 | 0,003 | 0,410 | 1,584 | 21,36

Analysis of the literature showed that the form of vanadium ions in solution varies significantly
depending on the concentration and pH as shown on Figure 1.

(NaVO0,),, kp Na,V,0,, xp Na;VO,, kp
L o i st et s e o4 = —_—_—— = - -
A |
V,0,* |
2b HV} 005%™ I 1
=
y | I
=
3 |
z |
3T \\/ | | vog-
o |
|
| HVO, >
| , !
-8} |1 I I
+ -
VO, 1S VO, I I
ju st
I 1 | I
| 111 ] 11 1 | L1
2 4 6 8 10 12 14 pH

Figure 1. Various forms of vanadium-containing ions [4].

For the electrodialysis purification of the model solution, an electrodialysis cell was used,
containing heterogeneous ion exchange membranes Ralex AMH / CMH (Mega a.s., Czech
Republic) and experimental bipolar membranes with nanocatalyst, with a working area of
membranes 5x20 cm?,

159


mailto:shtrih_ooo@mail.ru

Results and Discussion

During electrodialysis processing, it was possible to extract sulfuric acid with a concentration
of 2-3% and metal ions from the initial model vanadium-containing solution. The parameters of
the investigated and treated solutions are shown in Table 2.

Table 2: Parameters of solutions after electrodialysis processing

Electrical
pH conductivity, Dry residue, g/l
mS/cm
model solution 1,20 31,0 35,34
concentrate 0,71 62,7 96,60
demineralized solution 2,25 2,30 1,30

The content of vanadium pentoxide V20Os in the original and treated solutions are shown in
Figure 2.
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Figure 2. The content of vanadium pentoxide V.Os in solutions before and after electrodialysis
processing: 1 - the content of V2.Os in the model solution is 2.03 g/l, 2 - V20s content in the
concentrat 2.18 g/l, 3 - the content of V20s in the desalting solution 0.33 g/I.

The processed solution meets the requirements for the quality of purified water for technical
purposes. Further processing of the solutions is possible in order to concentrate and return the
valuable components.

Conclusions
An analysis of laboratory studies shows that there is a fundamental possibility of creating a

modern (non-reagent) electromembrane technology for purifying vanadium-containing sulfate
effluents with a return to the production of sulfuric acid, vanadium concentrate and other metals.
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Introduction

Recently, there have been actively developed approaches to intensify the process of releasing
acid gases, first of all carbon dioxide, from gas streams (for example, flue gases, natural gas and
synthesis gas) using membrane integrated systems that combine the absorption method with
membrane method of separation [1, 2]. For the purification of gas mixtures at elevated pressures,
the most promising is the use of "physical™ absorbents because of the ease of their regeneration,
since selective dissolution of acidic components proceeds without chemical reactions [3]. Such a
system is a gas-liquid membrane contactor in which a selective mass transfer of components occurs
between two phases separated by a membrane. The selectivity of the separation process is
determined, first of all, by the difference in the solubility of gases in the absorption liquid [4].

The membrane separation method consists in the use of a gas-liquid membrane contactor in
which a selective mass transfer of components occurs between two phases separated by a
membrane. The prospects of using membrane contactors for gas purification processes are due to
small mass-size characteristics, independent regulation of gas and liquid flows, absence of the
need for vertical arrangement of the apparatus and its modularity. To separate CO, from the
physical absorbents, the membrane used in gas-liquid contactors must have chemical stability, be
impermeable to organic media, and have a high permeability for the gases emitted [5].

Therefore, cellulose can be a promising material for membranes in a gas-liquid membrane
contactor. This polymer is one of the most common renewable, inexpensive and biodegradable
organic materials and can be considered as an almost inexhaustible source of raw materials with
increasing demand for environmentally friendly and biologically compatible products. Cellulose-
based membranes are widely used for filtration processes [6 - 8], pervaporation [9], and gas
separation [10]. In recent years, more and more attention has been attracted to the method of
dissolving cellulose with ionic liquids (IL), considered and more environmentally friendly. To
reduce the time, temperature and cost of dissolution, also co-solvents are added to the IL [7, 11]
was used as co-solvent to form nanofiltration membranes from cellulose solutions in IL as a
cosolvent, which made it possible to substantially reduce the viscosity of the molding mixture.
Thus, the aim of this work is to produce cellulose membranes from a mixture of IL 1-ethyl-3-
methylimidazolium acetate [Emim] OAc with DMSO for gas-liquid contactors.

Experiments

Commercial cellophane film with thickness of 31 um produced according to GOST (State
Standard) 7730-89 were investigatedCellulose (degree of polymerization, 600; moisture content
in cellulose, no more than 8% (under equilibrium conditions); alpha-cellulose content, 92%)
produced at Baikalsk Pulp and Paper Mill (Russia) was used. The [Emim]OAc IL with a density
of 1.27 g/cm3 (Sigma-Aldrich) was used to dissolve cellulose. The chemical formula of this IL is
shown in Fig. 2. As co-solvent was used DMSO (Sigma-Aldrich) anhydrous > 99,9%. As organic
liquids, tetraethylene glycol dimethyl ether (Sigma-Aldrich, 99%) simulating the industrial
absorbent Genosorb (dimethyl ether of polyethylene glycols) and hexane (Chimmed, chemically
pure grade) used as a model of liquid hydrocarbons. In the work the following gasses were used
for membrane(s) permeability tests: Carbon Dioxide (CO-) (99.8% purity) produced by MGPZ,
Russia Methane (CHa) (99.99% purity) produced by MGPZ, Russia.

Before dissolution, cellulose was placed in an oven at a temperature of 80°C for 16 h. The dried
cellulose powder was mixed with DMSO and then with [Emim]OAc in an 1 : 1; after that, the
weighing bottle was further sealed with paraffin wax. Cellulose dissolution was conducted under
constant stirring at a temperature of 80°C and 100°C. Solutions with a cellulose content of 16 and
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25 wt % were prepared. The solution preparation time was 24 and 72 h depending on the
concentration of cellulose in the solution.

A freshly prepared solution was cooled to room temperature and then cast onto a continuous
polyimide support; after that, a membrane was formed using an HLCL-1000 laminator
(ChemlInstruments, United States) by passing the resulting structure through the nip between the
laminator rolls heated to a temperature of 80°C; the nip was calibrated to a predetermined thickness
of 70 um. Distilled water was used as the coagulation bath. The resulting composite cellulose
membrane was washed in water or sustained in ethanol and hexane and then air-dried. To increase
the hydrophobicity of cellulose membranes, they were treated for 30 minutes with perfluorinated
acrylic copolymer Protect Guard, and then kept in air for 4 days to stabilize the properties.

Contact angle values were measured by via the conventional sessile drop technique using the
LK-1 goniometer. For image capture and digital processing of the drops images, DropShape
software was used providing Laplace-Young contact angle calculation. Measurement error was 2.
Experiments were carried out at room temperature (23 £+ 2). Membrane surface energy value was
determined according to the Owens-Wendt interfacial interaction model. The relation between
surface energy and equilibrium contact angle of the liquid phase placed onto solid phase is derived
from the Fowkes equation. Dimethylether tetraethylene glycol was used to measure the contact
angle.

The permeability of liquids through cellulose membranes were studied in dead-end cells
equipped with a magnetic stirrer at a transmembrane pressure from 10 to 30atm. The entire setup
was made of stainless steel; rubber rings resistant to the studied solvents were used as sealing
gaskets. The active membranearea in the cells was 33.2 cm?. Helium generated pressure in the cell.

Single gas permeation measurements were carried out at a temperature of 30.0+0.1°C and at a
feed pressure of 0.2-0.8 bar using a constant volume/variable pressure experimental setup (GKSS
Time-Lag Machine). Permeability coefficient P expressed in Barrer (1 Barrer = 10-10 cm3(STP)
cm-cm2-st-cmHg™) was estimated by the linear extrapolation of experimental data to zero trans-
membrane pressure. Diffusion coefficient D was estimated using the time-lag method as D=12/60,
where | is the membrane thickness, 0 is the experimental time lag before the attainment of the
steady state permeation regime. Solubility coefficient S was indirectly evaluated in terms of the
solution-diffusion permeation model: S=P/D. Ideal selectivity of the pair of gases was calculated
as the ratio of permabilities of individual gases

Results and Discussion

In the work membranes were made from cellulose solutions with different concentrations from
16 to 25 wt. % in ionic liquid [Emim] Ac with DMSO in the ratio of 1 to 1 (Fig. 1a)). After
conducting experiments on filtration of dimethyl ether of tetraethylene glycol, it was found that all
the membranes produced were permeable to the solvent, which indicates the formation of a porous
structure in the membranes. To prevent solvent penetration through the membranes, they were
treated with Protect Guard perfluorinated acrylic copolymer (Fig. 1b). Processing of cellulose
membranes Protect Guard allowed to obtain membranes, barrier to dimethyl ether of tetraethylene
glycol. In addition, this modification hydrophobizes the surface of cellulose membranes, due to
which the value of the contact wetting angle of tetraethylene glycol dimethyl ether increases almost
3 times (Fig. 2).

A study of the gas permeability of the membranes for individual gases (CH4 and CO>) showed
that 16% of the cellulose membrane has a minimum permeability, which after being deposited in
water, its permeability coefficient for both gases is 3 orders of magnitude higher than for
cellophane. The permeability coefficients for CH4 are equal to 0.6 Barrer, for CO> - 1.1 Barrer.

A membrane with the same cellulose content, but sustained successively in ethanol and hexane
after precipitation, has a much higher gas permeability than the membrane is soaked in water. CH4
permeability coefficients equal to 14.5 Barrere, for CO> - 8.2 Barrere Since the membranes for
gas-liquid contactors must be highly permeable to gases, the second approach to the post-treatment
of the membranes was used for further work, namely, sequential incubation in ethanol and hexane
and drying.
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Figure 1. The effect of cellulose membrane treatment with perfluorinated acrylic copolymer
Protect Guard on the permeability of the studied solvents and their gas transport characteristics:
a) the original cellulose membrane; b) cellulose membrane treated with Protect Guard.
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Figure 2. Images of tetraethylene glycol dimethyl ether droplets on the surface of cellophane
before and after Protect Guard treatment.

The increase in cellulose concentration in the molding solution led to a decrease in gas
permeability. The permeability coefficient for a membrane made from 25 wt. The% cellulose
solution in the mixture of IL with DMSO and aged in ethanol and hexane on CH4 is equal to 0.7
Barrer, on CO2 - 2.4 Barrer. In addition, it was shown that the treatment of Protect Guard cellulosic
membranes leads to a narrowing of the pores, as evidenced by a decrease in the values of
permeability coefficients for individual gases by 2 or more times.

The reported study was funded by RFBR according to the research project
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THE ROLE OF SOLVENT DURING ADSORPTION OF a - TOCOPHEROL ON
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Introduction

Clinoptilolite is one of the most interesting representatives of frame aluminosilicates, which
have the potential to develop carriers of biologically active substances (BAS) and targeted delivery
systems on their basis [1,2]. During modification extends the scope of its application for selective
absorption of BAS the controlled change of structural and physico-chemical properties of
clinoptilolite [3-5]. When an adsorption from solutions on the surface of the adsorbent should take
into account solvation effects, as the physico-chemical properties of the solute, its reactivity
determine solvation processes [6-8]. The mechanism of adsorption fixation of BAS on the surface
is influenced by both the properties of the solvent and the hydrophilic-hydrophobic balance of the
adsorbent and adsorbate. The paper presents the results of a study of the equilibrium adsorption of
fat-soluble vitamin a-tocopherol from solutions of ethyl alcohol, hexane and ethyl acetate on acid-
activated clinoptilolite.

Experiments

Vitamin E (a-tocopherol) manufactured by Sigma (Germany) was used in the study. The
sorbent selected frame aluminosilicate clinoptilolite (field polar Ural Ugra) is recommended as
enterosorbent "Klimont". Earlier it was found that vitamin E is not adsorbed on native
clinoptilolite, adsorption of a-tocopherol was investigated on activated 4,0 M hydrochloric acid
[5].

Sorption of a-tocopherol was carried out from solutions of ethyl alcohol, hexane and ethyl
acetate. For practical convenience, the maximum value of the polarity criterion for water is taken
as 100, the minimum value of the criterion for the Dean is zero. For ethanol, the pH value is 43.97,
for ethyl acetate-21.84 and for hexane — 0.85 [9].

The polarity of the solvents varies in a number of ethanol > ethyl acetate > hexane. The sorption
equilibrium in the system "modified clinoptilolite (fraction 0.02-0.06 mm)-a-tocopherol solution™
was studied at a temperature of 295+2 K under static conditions by the method of variable
concentrations. The interval used concentrations of a-tocopherol made up 1.40-102 — 46.0
mmol/dm?,

Results and Discussion

Adsorption isotherms of a-tocopherol on acid-activated clinoptilolite from solvents with
different polarity (ethanol, ethyl acetate, hexane) are shown in (Fig.1).
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Figure 1. Adsorption Isotherms of a-tocopherol on acid-activated clinoptilolite from solution:
1- ethanol, 2- ethyl acetate, 3- hexane.
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Isotherms of a-tocopherol on acid-activated aluminosilicate from different solvents have the
same form and according to Giles’s classification correspond to S-form. In accordance with the
nomenclature of IUPAC they should be attributed to the IV type. The linear dependence of the
adsorption parameter and the formation of a plateau in the region of low concentrations of the
solution suggest a monolayer fixation of a - tocopherol on the active centers of the sorbent. For a
quantitative description of adsorption in this area isotherm was used the equation of Langmuir.
Equilibrium characteristics of a - tocopherol monolayer fixation on adsorption centers calculated
using Langmuir theory are given in the table.

Table 1: Parameters of a-tocopherol sorption on acid-activated clinoptilolite from various

solvents
Solvent Qmonos K, Qmax, -AG°, kJ/mol R?
mmol/g, dm3/mol mmol/g,
(9/9) (9/9)
Hexane 1.95 (0.84) 110 4.76 (2.05) 11.6 0.99
Ethyl acetate 2.30 (0.99) 200 5.92 (2.55) 13.1 0.97
Ethanol 3.32(1.43) 830 7.55 (3.25) 16.5 0.98

It should be taken into account that the a-tocopherol molecule is characterized by a double
reactivity due to the presence in its structure of the phenol group and oxygen of the chrome ring,
which provides hydrophilic properties, and hydrophobic isoprenoid radical. The participation of
an isolated Si-OH-group of acid - activated clinoptilolite in the formation of hydrogen bonds with
phenolic hydroxyl and oxygen in the chromane ring is indicated by a decrease in the intensity of
the maximum at 3754 cm, for a-tocopherol there is a shift in the oscillation frequency of C-O-C
bonds in the aromatic ring in the low-frequency region of the spectrum (1220 — 1120 cm™), an
expansion of the maximum absorption at 3445 cm™, and a decrease in the absorption band at 3620
cm, which correspond to the phenolic groups of vitamins. Fixing of a monomolecular o-
tocopherol leads to the formation of additional sorption is energetically non-equivalent centers.
Increasing the adsorption parameter with increasing concentration of a-tocopherol solution due to
the formation of associates as a result of interaction between isoprenoid radicals of adsorbate
molecules, which is confirmed in the IR spectra. With an increase in the content of a-tocopherol
in the sorbent matrix, there is a shift in the frequency of valence vibrations of the bonds of C - H
groups of the a - tocopherol molecule to the low-frequency region of the spectrum (2970 —2930
cm™?, 2920—-2860 cm™). Phenolic OH-groups of vitamin, carrying out antioxidant function,
remain free and are reflected in the spectrum in the form of absorption band at 3620 cm™.

The change in the polarity of the solvent is manifested in the equilibrium adsorption
characteristics (table). The value of vitamin adsorption on acid-activated clinoptilolite increases
with increasing solvent polarity. When sorption of a-tocopherol on acid-activated clinoptilolite
from ethanol solution, the maximum sorption parameter is 1.3 times higher than its value when
sorption from ethyl acetate and 1.6 times from hexane. Molecules of ethyl acetate and hexane,
being present in a significant excess and being guided in the solvate shell of vitamin, have a
shielding effect in relation to the silanol groups of acid-activated clinoptilolite. For a—tocopherol
solutions in ethyl acetate and hexane, solvophobic interactions are more pronounced. When a-
tocopherol is adsorbed, the change in AG® increases with the polarity of the solvent. The results
indicate a more favorable process of adsorption of a-tocopherol on acid-activated clinoptilolite
from ethanol solution, which is important, since water and ethyl alcohol are recommended as a
solvent for medical and food applications.

Conclusion

It was found that the adsorption of alpha-tocopherol on acid-activated clinoptilolite from dilute
solutions with maximum probability is described by the Langmuir equation. Multi-molecular
nature of the adsorption fixation of the vitamin determines the formation of its associates. An
increase in the selectivity of acid-activated clinoptilolite to alpha-tocopherol was found to increase
in a number of ethanol > ethyl acetate > hexane.
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Introduction

Until now, the only way to study the current-voltage characteristics (CVC) was the analysis of
experimental data, which shows the complex, unsteady and unstable behavior of the CVC [1-3].
For the theoretical study of such behavior of CVC, special mathematical methods and models are
required. However, until now, there were no theoretical models that would allow adequately
interpreting this data and understanding the processes behind the laws of change of CVC. For
numerical calculation of CVC, it is necessary to have a mathematical model described by the field
of study (solution), equations and boundary conditions, the algorithm for calculating CVC, as well
as a formula for calculating the current density. In addition, for comparison with the experimental
CVC it is important to consider the balance of currents in an electrical circuit using the charge
conservation law of Gauss, which requires that in the unconfined system, the total flow of charges
in the system was equal to the sum of the charges output from the system. Below, we consider the
problem of the theoretical calculation of CVVC for the desalting channel (DC) of electrodialysis
apparatus (EA). Exactly the same arises in theoretical calculations of chronopotentiograms and
chronogalvanograms [4-5].

Problem definition

Because the length of DC significantly exceeds the width, then this channel can be considered
as infinitely long one, limited by an anion exchange membrane (AEM) on the left and cation
exchange membrane (CEM) on the right. However, in numerical calculations, it is necessary to
limit the length of DC, which depends on the capabilities of the computer system. In this regard,
there are problems of accounting and balance of currents flowing in the electrical circuit, including
DC [6]. These problems are not typical for real processes in industrial devices and experimental
facilities, but are introduced, associated with mathematical modeling and, first of all, limited
capabilities of numerical methods and modern computer systems. Below these problems are solved
by modifying the mathematical models in such a way that the Gauss conservation laws are satisfied

[7].
Results and Discussion

To calculate the CVC for a DC, there is a need to make an electrical circuit, namely, to
determine where the measured current density, voltage drop, parallel or series connected circuit
elements, etc. The electrical circuit depends on the model of DC, which is studied. In this regard,
various models are considered.

1. Short channel model. A characteristic feature of this model is to set a uniform distribution
of the ion concentration at the input and the ion flow at the output, etc. This model is designed to
study the transients, both at the beginning of the channel and at the initial time.

2. Long channel model. This model is designed to study the process of transfer of salt ions
away from the beginning of the channel, when there are no longer transients along the length of
the channel, or the channel is so long that the influence of transients arising at its beginning can
be neglected. However, this model allows us to study transients over time.

Suppose that the OY axis passes through AEM, and the axis perpendicular to it OX, is directed
toward KEM. Let the channel width be H and the length L . The current density at any point of

the channel at some point in time denote 1(t,x,Y).
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In such a model, a region of transients is formed near the entrance. In this region, the current
density is a solenoid field (divl =0), if only the process is stationary or holds true the condition
of electroneutrality (in pre-limit modes). If the current density is not a solenoid field, i.e. divl =0
, the transfer process in the transition region is characterized by unsteadiness and the formation of
new carriers (i.e., the appearance of sources) of electric current [3, 8].

The main interest is the current transferred through ion-exchange membranes, which leads to
desalination of the solution in the DC. The values of these currents can be calculated by the
formulas:

L L
L=[1,60.ydy, i,=[1,H. y)dy
0 0

At the entrance to the DC currents of different nature can occur, associated with both the design
and operation of the EA, so the formulation of the problem of mathematical modeling. The input

current will be denoted i, . In some cases, the input current may not be available (see below).
Since the flow channel is considered, a leakage current may occur, i.e. the current flowing from

the DC. The leakage current is primarily due to the convective flow of the solution. For a short

channel, the leakage current can be significant. We will denote the leakage current through i, .

The currents at the inlet i, to the channel and outlet i, (leakage currents) can be calculated
and estimated using formulas giving these currents by definition:

H H
i, = j L@t x0)dx, i, :jly(t,x, L)dx
0 0

It is shown that the input current in absolute value is much larger than the leakage currents. The
input current is due to the constant concentration at the input and serves as a source of new current
carriers at the input to the DC, i.e., actually on an input there is a constant current source. For long
DC it can be assumed that the output concentration of the solution is many times less than the
input. Consequently, the leakage current is many times less than the current passed through the

electromembrane systems (ES) I, [ i, I, I . Hence, the leakage current for long DC can be
neglected, but then i, ~1,. In this case, it is convenient to consider the average current as the current

(i +iy)
2

in the circuit 1,

As shown the numerical experiments of the above formulas do not allow the stable calculation
of CVC. This is due to the fact that these formulas use the values of the ordinates of the current
density at the boundary, which in turn depend on the derived concentrations and the potential jump
over the variable X at the boundary, while the integrals are taken over the variable y .

Small errors in the calculation of these derivatives lead to large errors in the calculation. For
long channels and solenoid current density we have derived the formula:

. HL
iavz(ll;zlz)zﬁﬂlx(t,s, y)dyds,
00

allows to calculate the average current steadily with respect to rounding errors. In general, the
formula looks like:

_1

HL HL
lay =1 ! ! | (t,s, y)dyds—— l ! (H —2x)dividxdy

Conclusion

In contrast to the original integrals in the double integral, errors in the calculation of the
derivative of the variable X are compensated by the integration of the same variable, which allows
you to accurately and adequately calculate the CVC.
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Introduction

Current-voltage characteristic (CVC) is the most important and common characteristic of
transport in electro-membrane systems. CVC is widely used in theoretical, experimental research,
and practice. However, until now, the only way to study CVC is to analyze experimental data. The
study of experimental CVC using Fourier analysis, wavelet analysis and dynamic chaos shows
complex, non-stationary and unstable behavior [1-5]. Special mathematical methods and models
should be used for theoretical study of such behavior CVC [1]. The absence of such models does
not allow to identify the relationship of the behavior of CVVC with the properties of the process of
transport of salt ions in the desalination channel of the electrodialyzer. For example, to interpret
adequately the fluctuations and instability of the CVC, to determine the patterns of transport of
salt ions in the desalination channel of the electrodialyzer, for example, the size and velocity of
vortex structures, their interaction and bifurcation, etc. A similar situation develops also such
important temporal characteristics of membrane systems as chronopotentiograms and
chronogalvanograms. Note that from a mathematical point of view, CVC can be interpreted as a
time series, where, for example, a potential jump appears as time.

Until now, theoretical models and software packages that would allow to adequately interpret
and understand the processes affecting changes in the current-voltage characteristics,
potentiograms, galvanograms are missing. Therefore, it is impossible to carry out engineering
calculations to optimize the designs of electrodialyzers, including the optimization of their
geometric and technological characteristics in order to intensify the transfer processes in electro-
membrane systems.

Research results

We created a software package "Time Series Analysis" [6-7], which implements the main
modern methods of calculation and analysis, based on mathematical models of time series:
calculating the Hurst numbers and Lyapunov index, Fourier analysis and wavelet analysis. For the
first time, the relationship between the main frequencies oscillations of the CVC, potentiograms,
galvanograms, and properties of the transport of salt ions in the desalination channel was
determined. The software package has an intuitive and simple interface and is designed for
students, graduate students and scientists in the field of electrochemistry and does not imply
knowledge of programming. The software package "Time Series Analysis" [6-7] automates the
process of calculating the Fourier transform, the Daubechies wavelet transform, the Hurst
indicators and Lyapunov indexes for time series and signals presented in digital form.

The software "Time Series Analysis" can be used to analyze current-voltage curves,
chronopotentiograms, etc. Using it, the user can perform, for example, analysis of the frequency
characteristics of the signal, perform signal cleaning from noise, compress the signal, predict time
series, calculate at which a jump in potential occurs electroconvection, predict future values, etc.
The user-friendly interface of the software package "Time Series Analysis" (Figure 1) allows you
to display data in the form of scalable graphs, allowing you to view the smallest details of the
calculation results.
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Figure 1. a) interface of the software package "Time Series Analysis™; b) the calculation of the
Lyapunov index; c) the results of the calculation of the Daubechies wavelet transform.

Results and Discussion

The paper describes the software package "Time Series Analysis™ created by the authors [6-7],
which implements the basic methods of modern time series analysis: calculating the Hurst numbers
and Lyapunov index, Fourier and wavelet analysis. The software package "Time Series Analysis”
can be used to analyze the current-voltage characteristics, potentiograms, galvanograms, and any
other series used in membrane systems. A simple and intuitive interface, the availability of hints
and assistance makes it accessible to students, graduate students and researchers in the field of
electro-membrane technologies.
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Introduction

Oxygen-transport membranes (OTM) from oxides with mixed ionic-electronic conductivity
(MIEC) are widely used in various innovative technologies. They have 100% oxygen selectivity
can be easily incorporated into high-temperature processes, for example, partial oxidation of
hydrocarbons (methane conversion to syngas, etc.).

In order to achieve oxygen flow rates acceptable for practical use, the OTMs must be heated to
temperatures above 600°C. Since, at T>600°C, membrane materials besides ionic conductivity
also have high electronic conductivity, it is possible to direct heating of OTMs by passing an
electric current through it (Fig. 1). In our previous works [1,2], we show the opportunities given
by the heating of OTMs by passing AC through the membranes. This way not only allows us to
enhance the energy efficiency, productivity of the membranes, and gives fast-response control of
the reactor temperature but also opens the access to the surface of the operating membrane and
therefore makes it possible to study the mechanism of oxygen permeability in situ with the help of
physicochemical techniques.

Experiments

It is assumed that AC is preferable instead of DC because it prevents electrode polarization due
to ion migration and electrochemical decomposition of MIEC oxides with subsequent
decomposition of the OTM. Nevertheless, theoretical estimates predict the negligible effect of DC
used on cation migration, but the possible beneficial effects on oxygen transport.

Figure 1. Direct AC/DC heating of hollow fiber membranes.
Results and Discussion

The purpose of this study is to compare the effects of AC and DC on oxygen fluxes of promising
composition Bao5Sro5C00.7F€0.2M00.103-5 (BSCFM10).
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Introduction

In many chemical and biochemical technologies, acids and alkalis are used to neutralize
solutions. Moreover, after neutralizing and isolating the target products, a large amount of by-
products, saline solutions, is formed, which makes the technology environmentally dirty. The
decision to this problem is the recovery of salt solutions into the corresponding acids and alkalis
using electrodialysis with bipolar membranes and their repeated use [1-4]. This ensures recycling
of acids and alkalis, the need for source acids and alkalis disappears or is significantly reduced,
and highly mineralized effluents are eliminated. However, with an increase in the concentration of
the resulting acids and alkalis, the non-selective transfer of salt cations to acid and salt anions into
alkali through the bipolar membrane increases. The fluxes of alkali cations and acid anions and,
accordingly, the transport number of these ions through the bipolar membranes strongly depend
on the type of ionogenic groups contained in the cation-exchange and anion-exchange layer [5].
The largest non-selective transfer of acid anions and alkali cations is observed in the case of an
industrial MB-3 bipolar membrane containing weakly acidic phosphoric acid ionic groups in the
cation-exchange layer, which has the lowest voltage among industrial bipolar membranes
produced in Russia. Lower transfer numbers of acid anions are observed in the case of the
industrial bipolar membrane MB-1, which contains sulfonic ionic groups in the cation-exchange
layer instead of the phosphoric acid groups, but the voltage on this membrane is much higher than
on the membrane MB-3. The MB-2m membrane developed in recent years has the best
characteristics [5], which contains sulfonic acid ionogenic groups in the cation-exchange layer,
quaternary ammonium groups in the anion-exchange layer, and catalytic additive with phosphoric-
acid groups in the bipolar layer. The objective of this work is to compare the characteristics of the
processes of producing acid and alkali from salt using the best industrial membrane MB-3 and the
developed bipolar membrane MB-2m.

Experiments

Sulfuric acid and sodium hydroxide were produced from sodium sulfate using a laboratory
bipolar electrodialysis apparatus (EDA) with three-compartment elementary cells differing in the
type of bipolar membrane (modified MB-2m with catalytic additive, MB-3), cation-exchange
(Ralex CMX, MC-40 ) and anion-exchange membranes (Ralex AMH, MA-40, MA-41).

The processes were carried out in the circulation mode. Before the start of each experiment, an
electrodialysis preliminary pre-launch was performed to remove salt impurities from the
membranes. In the course of each experiment, the salt concentration in the tank was maintained in
the range of 0.45-0.5 mol-eq/l, the volume of solution in each tank was periodically measured and
samples of salt, acid and alkali solutions were taken for their subsequent analysis. The
concentration of acid and alkali in the samples was determined by acid-base potentiometric
titration. Impurities of salts in acids and alkalis were analyzed by ion chromatography.

Differential specific electrochemical characteristics of the device were calculated by the
formulas (1)-(3)
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where r7is current efficiency acid or alkali; E is specific energy consumption upon receipt of acid
or base, kW h/mol-eq; P is performance apparatus of acid or alkali, mol-eq/(h m?); F is Faraday
number; | is current, supplied to the apparatus, A; Ncen is number of unit cells in the membrane
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stake of the apparatus; n is quantity of received acid or alkali (mol-eq); z is time, s; U is voltage,
supplied to the apparatus, V; Smemor is active area of each membrane, m?,

Results and Discussion

Comparison of dependences of concentrations of sodium hydroxide and sulfuric acid in
solutions on time (Figure 1a) shows that the concentrations of solutions obtained in the
electrodialysis apparatus with industrial MB-3 bipolar membrane are lower than those obtained in
the EDA with a modified bipolar membrane MB-2m.
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Figure 1. Dependence of the concentrations of sodium hydroxide and sulfuric acid (a) and
current efficiency of alkali and acid (b) on the operating time of EDA containing MB-3 or MB-
2m bipolar membranes and Ralex CMX and Ralex AMH monopolar membranes.
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Figure 2. Dependencies of differential specific energy consumption upon concentration of acid
(a), alkali (b) and differential specific productivity of acid (b) and alkali (c) depending on the
concentration of solutions and the type of bipolar and monopolar membranes.
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The current efficiency of alkali and acid are higher in the case of EDA with a modified MB-2m
bipolar membrane and Ralex CMX, AMH membranes (Figure 1b). The concentration of sodium
ions in acid when using these membranes differ not so much. Differential energy consumption in
the production of acid and alkali with a concentration above 1 M is always lower when using a
MB-2m bipolar membrane, the specific productivity of the EDA under the same conditions is
always higher (Figure 2). Contamination of alkali with sulphate ions is always higher in the case
of the use of the industrial membrane MB-3 (Figure 3) and is very slight when using the bipolar
membrane MB-2m. The reasons for these patterns are caused by the undesirable transfer of
hydrogen ions and sulfuric acid through the MB-3 bipolar membrane, which contains weakly acid
phosphoric acid groups in the cation-exchange layer, which in the presence of strong acids in the
solution adjacent to the cation-exchange layer of the membrane are protonated and their
dissociation decreases.

012 This effect leads to & decrease in the
T concentration of the charged form of
phosphoric acid groups, & decrease in the
concentration of counter-ions and an
increase in the concentration of co-ions.
These undesirable processes are poorly
expressed when modified MB-2m bipolar
membrane is used in EDA, since its
composition contains sulfonic groups, the
B ——— degree of dissociation of which is not
' ' ' ' significantly reduced in the presence of
) ) ) ) sulfuric  acid.  Thus, the  best

Figure 3. Depending concentration of sodium  glectrochemical ~ characteristics  and

ions in solutions of acid and sulfate ions in higher purity of the produced acids and
solutions of alkali on concentration of solutions of  5jkalis are provided by the EDA, the
acid or alkali, produced in EDA containing bipolar membrane package of which includes a

0.10 A B Na+ (MB-2m)

0(5042- (MB-3)
0.08 A

= (SO4)2- (MB-2m)
= 0.06 1
o

0.04 A

0.02

0.00

0.0 0.5 10 15 2.0
Cacid, base » MOl-€Q

membranes MB-3 or MB-2m and monopolar bipolar membrane  MB-2m  and
AMH.

The present work is supported by State Task of the Ministry of Education and Science of the
Russian Federation, project No. 10.3091.2017 / PCh.
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Introduction

According to the concept of sustainable development of society, one of the main directions of
scientific and technological progress is the introduction of resource-saving technologies. The most
pressing aspect in this regard is the problem of saving clean water, widely used in industry. One
of the main measures for the rational use of available water resources and their preservation from
pollution by industrial effluents is the circulating water supply of enterprises and the reuse of
treated wastewater [1].

It is known [2-4] that membrane processes (electro- and baromembrane, membrane-bioreactor,
etc.) in combination with other methods and with the inclusion of innovative components in them,
can significantly increase the efficiency and productivity of purifiers.

The role of membrane processes due to their waste-free, high efficiency and low energy costs
is steadily increasing [5-6]. At the same time, the membranes themselves are the most expensive
element [7]. During electrodialysis, ultrafiltration and reverse osmosis, their cost is approximately
30% of the equipment cost. Therefore, the problem of cheapening their cost becomes crucial.

Experimental part

Synthesis of anion- and cation-exchange membranes based on matrix films was carried out as
follows [8]:

1. Reception of films - matrixes

Polyvinyl chloride (PVC) and ether (allylglycidyl ether (AGE), diglycidyl ether of resorcinol
(DGER) or tetraglycidyl ether of 4,4'-diaminodiphenylmethane (THEDADPhM) were pre-
dissolved in cyclohexanone (CH) in three-necked reactor equipped with a stirrer and thermometer.
The reaction temperature was maintained at 70°C with two-hour stirring. Then the reaction mass
was cast on a smooth surface and dried under UV light. They shot a light yellow transparent film.

2. Amination of films

The obtained films were modified using a 40% aqueous solution of polyethylene polyamine
(PEPA) at 70°C for 3 h.

3. Films sulfonation

The obtained films were modified with concentrated H.SO4 at 70°C for 3-4 h, after which they
were washed with the same acid of decreasing concentration.

Results and discussion

Inert thermoplastic films that do not contain ion exchange groups were obtained by preliminary
dissolving PVC and various glycidyl ethers in a common solvent of CH. The finished matrix has
the following physico-mechanical characteristics: tensile strength 40-50 kg/cm?, elongation of 1.5-
3.0%. Some physicochemical and electrochemical properties of the membranes synthesized by
this method with the optimal ratio of the initial components are presented in the table.

It is seen that an increase in the sulfonation temperature for cation-exchange membranes leads
to an increase in SEC and an improvement in their electrochemical properties. A further increase
in temperature contributes to the deterioration of physicochemical and electrochemical
characteristics due to destructive processes. The duration of the reaction practically does not affect
the properties of the membranes, since complete swelling and sulfonation occurs within 3-4 h. At
the same time, the SEC and electrical resistivity are 2.5-3.0 mg-eq/g and 60-80 Ohm-cm,
respectively . The selectivity of the samples in the range of 96-97%.

SEC, electrochemical and physico-mechanical properties of anion-exchange membranes
depend on the amination conditions of the films. With an increase in the reaction temperature, the
SEC of samples increases and reaches more than 5.0 mg-eq/g.
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Table: Electrochemical and physico-mechanical properties of the obtained membranes (A -

SEC, mg-eq/g; B - specific electrical resistance, Ohm * cm; B - tensile strength, kg/cm?)

The ratio of Cationic Anionic

the initial 5 5
components | T.°C | TN A B B |T.C|tnh]| A B B
, wt.h
AGE : PVC
60 4 2,8 53 35 60 4 4,7 73 39
3,0:1,0 70 3 3,0 47 43 70 3 4.9 68 44
80 2 2,7 56 31 80 2 5,2 62 36
DGER : AB : PVC
60 4 2,2 47 42 60 4 4,1 82 41
15:15:1,0 70 3 2,4 34 50 70 3 4,3 77 49
80 2 1,9 49 45 80 2 4,9 84 49
THEDADPhM : AB : PVC

60 4 2,3 43 47 60 4 3,8 89 43
15:15:1,0 70 3 2,7 36 52 70 3 4,6 64 47
80 2 2,0 41 42 80 2 4,5 83 45

Note: SEC - static exchange capacity, mEqg/g, AB - allyl bromide

This, in turn, leads to an increase in electrical conductivity and selectivity (98%) of membranes
with a slight decrease in their strength properties. Tensile strength in the swollen state is equal to
35-50 kg/cm?, relative elongation - 3-5%.

A study was made of the porous structure of membranes as chemically heterogeneous channel
structures [9]. Studies using mercury porosimetry have shown that membranes contain mostly
pores with a radius of 2.8 nm and, in a smaller amount, pores with a radius of 1.7 and 5.2 nm. The
relative specific porosity of these membranes is 6.8-1.0 cm®/g, respectively. According to literature
data, the size of small pores characteristic of the gaps between polymer chains and their beams is
1.5-10 nm, and the size of large pores for polymer chains and crosslinking agent particles is more
than 10 nm [10]. It has been established that the membranes obtained are not inferior, and, by some
electrochemical properties, are superior to industrial membranes, which opens up great prospects
for their practical application.

The figure shows the current sample of the electrodialysis apparatus and samples of ion-
exchange membranes synthesized by us.

Figure. Electrodialysis unit EDA 1 - 400 x 60 and samples of synthesized anion- and cation-
exchange membranes for water purification.

Thus, on the basis of the available initial monomers, promising ion-exchange membranes have
been synthesized, the use of which contributes to the solution of environmental problems, the
treatment of industrial wastewater, water treatment tasks and the development of membrane
technologies in general.

The work was performed under the grant of the Science Committee of the Ministry of Education
and Science of the Republic of Kazakhstan No. AR05131439 on the theme “Synthesis and
modification of nanostructured ion-exchange membranes and the creation of innovative water
treatment systems based on them”.
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Introduction

In a number of industrial processes (e.g. production of mineral fertilizers, processing of nuclear
fuel etc.), waste water containing ammonium ions is generated as industrial waste. Electrodialysis
may be the preferred treatment for such solutions allowing the desalted and concentrated solutions
to be returned to the initial steps of the process. The purpose of this work is to establish the
mechanism and regularities of cations transfer during the electrodialysis of aqueous ammonium-
containing solutions.

Experiments

Electrodialysis of agueous solutions of NHsNO3 and KNO3 (0.012 mol/dm?®) was carried out in
a seven-section laboratory flow-type apparatus with membrane pairs MK-40/MA-41
(Shchekinoazot, Russia). The voltammetric characteristics of cation-exchange membranes and pH
of the solution in the concentration chambers were measured; the intensity of generation of
hydrogen ions by cation-exchange membranes was studied using the direct method of determining
the ion fluxes of the medium [1]. The solution of the problem of diffusion-migration transport
during electrodialysis under potentiostatic conditions was found by numerical finite element
method in the Comsol Multiphysics computer package in the framework of a one-dimensional
three-layer model, which considers adjacent diffusion layers along with the membrane. The
process of electric mass transfer in the membrane system during the electrodialysis of an
electrolyte solution containing a weak base cation was described by the Nernst-Planck and Poisson
equations, without introducing electroneutrality assumption in the diffusion layers and in the
membrane.

Results and Discussion

Ammonium ion fluxes through the cation-exchange membrane are shown in Fig. 1, a.
Depending on the degree of polarization, two variants of the behavior of an electro-membrane
system can be distinguished. When the maximum current density (1.2 mA-cm™) is exceeded, the
transfer of ammonium ions can be explained using the concepts of the “barrier effect” and
“facilitated migration” [2, 3]. However, an analysis of the change in the pH of the solution in the
concentration channel shows that even in the pre-limiting modes of electrodialysis, the solution is
acidified. This situation is not typical for electrodialysis of salts containing strong electrolyte
cations. This fact makes it possible to use an approach to explain the behavior of ammonium ions
in the system under consideration, developed to describe the transport of weak acids anions, taking
into account hydrolysis reactions in the outer diffusion boundary layer and the inner pore solution
of the membrane [4, 5]: the NH3-H20 particles formed during hydrolysis enter the membrane at
the depleted interface and turn into NH4" ions, since the interstitial solution of the membrane has
a lower pH value than the external solution. Due to the influence of the Donnan elimination and
under the action of direct current, the OH™ ions return to the depleted solution, where they react
with NH4" ions, resulting in an increase in the NH3-H2O concentration near the cation-exchange
membrane. The ammonium cations formed in the internal solution of the membrane migrate to the
opposite boundary of the membrane, pass into the enriched solution, where they capture OH™ ions
from water molecules, thereby reducing the pH of the solution in the concentration chamber. Thus,
pH of the depleted solution increases, and pH of the enriched solution, on the contrary, decreases,
which can be considered as the transfer of H ions through the cation-exchange membrane (Fig.
1, b).
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Figure 1. Ammonium ions transfer through the cation-exchange membrane:
a — experimental results; b - model of the hydrolysis effect.

Numerical simulation of the average flux of hydrogen ions in the concentration section (Fig. 2,
a) shows that if the salt does not undergo hydrolysis in an aqueous solution, then at pre-limiting
current densities, the flux of hydrogen ions is negligible and relatively sharply increases when ijim
is exceeded. At the same time, if the salt is formed by a weak base, then the flux of hydrogen ions
is very large, regardless of whether the limiting current density is reached or not. When the current
limit is exceeded, such a decrease in pH leads to an additional increase in the hydrogen ions flux.

To test the adequacy of the mathematical model, an experiment was conducted on
electrodialysis for solutions of ammonium nitrate and potassium nitrate under conditions that make
it possible to measure the intensity of ion generation in the medium by cationic and anion-exchange
membranes of the desalination chamber. The fluxes of hydrogen ions obtained by electrodialysis
of ammonium nitrate and potassium nitrate solutions are shown in Fig. 2, b. In the case of
ammonium salts, the fluxes are higher, and the result is consistent with the calculations obtained
by numerical simulation. The transport mechanism of cations of a weak base through a membrane
during electrodialysis is developed on the basis of analysis of experimental data on voltammetry,
pH measurement for NHsNOs, KNO3z alkali metal halides solutions.
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Figure 2. Hydrogen ions flux through the cation-exchange membrane vs. dimensionless current
density curves: a - numerical simulation results (1 - salt is not subjected to hydrolysis in aqueous
solution; 2 - salt is formed by a weak base); b — experimental results (1 - KNOs, 2 - NH4NO3).
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The study of the transport characteristics of heterogeneous cation-exchange membranes MK-
40 in solutions of strong and weak electrolytes has been carried out. For the first time, the analysis
of these parameters takes into account protonation / deprotonation reactions involving cations of
aweak base and shows their significant effect on the productivity on salt ions during electrodialysis
vs. current curves. The mechanism for transporting cations of a weak base in an electro-membrane
cation-exchange membrane / salt solution system has been proposed.
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Introduction

Swelling is an important property of charged gels and membranes. The size of pores and,
therefore, membrane properties such as conductivity, diffusion and hydraulic permeability,
permselectivity depend on water content and degree of swelling.

In this work, the effect of pH and NaCl solution concentration on the transport characteristics
of heterogeneous anion-exchange membranes (AEM) containing weakly basic functional groups
is modeled. The model is based on the previously developed model [1] for equilibrium swelling
of an ion-exchange membrane, as well as on the microheterogeneous model [2].

The proposed model includes Donnan equilibrium equations as well as equations for
equilibrium of charged and uncharged ionogenic groups; electroneutrality condition in membrane;
the Gregor [1, 3] and van’t Hoff equations for the osmotic pressure in membrane and solution,
respectively; the equation for the relative elongation (Hook’s law); the Nernst-Plank equations and
equations of microheterogeneous model [2].

To take into account the complicated porous membrane structure, for the sake of simplicity, as
in microheterogeneous model, we will distinguish only two structural elements: a relatively
homogeneous part of the membrane, which is microporous polyelectrolyte gel, and macropores,
which include structural defects and voids. The structural element called “polyelectrolyte gel” will
include, along with the ion-exchange resin particles, the polymer binder and the reinforcing
fabric/net. The membrane polymer matrix is considered as ideally elastic and isotropic. The
membrane contains functional groups of different nature (primary, secondary, tertiary and
quaternary amines); these groups can be charged or uncharged depending on the pH. Only the
protonated functional groups take part in ion-exchange, however both protonated and deprotonated
groups contribute to membrane swelling [1].

In the model, the portion of intergel spaces is given as a function of the amount of “free water”
in the membrane, i.e. water, located in the macropores and in the central part of the mesopores.
The dependence of the diffusion coefficients of ions in the membrane on the degree of swelling is
also taken into account. This dependence is described by the equation proposed by Mackie and
Meares [4], using the “tortuosity coefficient” as a function of the fraction of the volume occupied
by the polymer matrix impermeable to diffusion.

The input parameters of the model are the concentration and pH of bathing solution.

The fitting parameters are the portions of secondary (primary), tertiary and quaternary amines;
the fraction of macropores; the structural parameter o; the equivalent volume of dry gel which
contains 1 mol of functional fixed groups.

The output parameters are the concentrations of all species in the membrane, the number of free
and bound water per equivalent of functional groups, the equivalent volume of the gel and that of
the membrane (including macropores). It is possible to calculate the membrane exchange capacity,
water content, membrane thickness, local coefficient of diffusion permeability, electric
conductivity and transport numbers of ions in membrane.

Results and Discussion

A good agreement is found between the simulated curves and experimental data [5]
representing the dependence of MA-40 and MA-41 membranes electric conductivity, diffusion
permeability and ions transport numbers on bathing solution concentration and pH (Figure 1).

183



12 F--g----"""7"-~ <
10 - g= - == e -

16 T MA-41 increase in ¢ a 35 7 MA-41 increase inC b 0.06 increase inC C
14 + 1 E
E n E 05 1 /
: I ‘. ]

& (mS cm?)
O N B O
i,
<
»
8ol o
5
(=]
o
2
L a
=
o
&

I T IR e PRy IR Rt IR A
12 3 45 6 7 8 9 1011 12 1 2 4 6 7 8 9 10 11 12
pH pH 123 456 7 8 9101112
pH
Figure 1. pH dependencies of electric conductivity (a), local coefficient of diffusion
permeability (b) of MA-40 and MA-41 membranes; transport numbers (c) of Na* ions in MA-
40 (solid lines) and MA-41 (dashed lines) membranes. Concentration of NaCl bathing

solution is 0.1, 0.5 and 1 M.

The dependence of water content (Figure 2a) of the studied AEMSs on the concentration of NaCl
solution at a fixed pH = 3 (when the exchange capacity of the membranes is maximal) responds to
the well-known concept of the effect of solution concentration on ion exchangers swelling [6]:
with increasing salt concentration, swelling (and, therefore, the water content) of the membrane
decreases because the osmotic pressure of the external solution increases, whereas the osmotic
pressure of the internal solution in the membrane remains almost unchanged. The increase in
external osmotic pressure increases the external resistance to the tendency of the matrix to stretch
under the action of internal osmotic pressure.
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Figure 2. Water content (a), fraction of the “gel” phase (b) and the “tortuosity coefficient” in
MA-40 and MA-41 membranes as functions of pH. Concentration of NaCl bathing solution is
0.1,0.5and 1 M.

With an increase in the pH of the external solution, deprotonation first of the tertiary amino
groups, and then secondary (and primary) [1, 5, 7] ones occurs.

In the case of MA-40 membrane, where the portion of quaternary amines is up to 20% [1, 8],
with an increase in pH from 3 to 6 at a given concentration, an increase in water content occurs
(Figure 2a). A similar dependence is observed in the case of the MA-41 membrane. As shown in
Kozmai et al. [1], such a dependence can be explained by a large hydration number of deprotonated
tertiary amino groups as compared to their protonated forms. The greater water content of MA-41
membrane (Figure 2a), which is 38% at an external NaCl solution concentration of 0.5 M [8], is
probably due to the fact that the hydration number of quaternary amino groups is higher than the
hydration number of secondary (primary) and tertiary ones [1]. The MA-41 membrane may
contain more than 66% of quaternary amino groups [7]. As in the MA-40 membrane, in MA-41,
the maximum water content is observed within such a pH range (about 6-7), where the tertiary
amino groups are completely deprotonated, and the secondary ones are not yet.

At pH over 7 there is a difference in the dependences of the water content on pH of MA-40 and
MA-41 membranes. Thus, in the MA-40 membrane there is a noticeable decrease in the water
content. This can be explained by the deprotonation of secondary amino groups. A significant loss
of exchange capacity leads to a decrease in membrane swelling. However, with an increase in
external salt concentration at low exchange capacity (the portion of which at pH 9 is about 10-
20% [1, 5]), co-ions sorption occurs. Co-ions entering the membrane together with their hydration
shells, causing an increase in water content.
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On the contrary, in the MA-41 membrane, with an increase in pH, the water content (with the
exception of the smallest concentration of the external solution) increases. This may be due to the
fact that the portion of secondary amino groups in this membrane is relatively small, and at a pH
= 6 and higher, strongly hydrated deprotonated tertiary amino groups are added to relatively
strongly hydrated quaternary amino groups. As in the case of the MA-40 membrane, as the external
concentration of salt increases, the concentration of co-ions in the MA-41 membrane increases,
which causes a relatively high increase in the water content of this membrane at a pH greater than
6 and the concentration of NaCl solution of 1 M.

In the case of both membranes, a sharp increase in water content at a pH of more than 11 is due
to an increase in the concentration of OH™ ions in the membranes [1].

Since the portion of intergel spaces (and, accordingly, the portion of gel) (Figure 2b) is
determined as a function of free water content, and the diffusion coefficients of ions in the gel
phase of the membranes depend on the tortuosity coefficient (Figure 2c), which in turn is a function
of the volume of the swollen gel, then the change in the transport characteristics of the membranes
with changes in the pH of the external solution (Figure 1) occurs in accordance with the change in
their water content and the structural features determined in the microheterogeneous model
through the parameter a..

Thus, by the influence of two opposing factors at each pH value of the external solution, namely
the effective exchange capacity and the water content of the membrane, it is possible to explain
the effects observed in Figure 1: a slight increase in the electrical conductivity of the MA-41
membrane at a pH of about 7 and the concentration of the external NaCl solution more than 0.1
M; a significant decrease in the electrical conductivity of the MA-40 membrane at a pH of about
8 and its sharp increase at a pH of more than 11; a slight decrease in the diffusion permeability of
both membranes at a pH of about 3, its sharp growth and the presence of a maximum at a pH of
about 7.
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THEORY AND PRACTICE OF WATER DEOXYGENATION BY METAL-ION

EXCHANGE NANOCOMPOSITES
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The most General Theory of water deoxygenation macrokinetics and dynamics by metal-ion
exchange nanocomposites is constructed. Mathematical models of macrokinetics and dynamics of
redox sorption processes involving nanocomposites are created, numerical solution of direct and
inverse problems is performed, kinetic parameters are found, comparison with the experiment is
carried out. The practical implementation is a development a new sorption-chemical and sorption-
electrochemical methods of water deoxygenation.

Introduction

Water can not be considered ultrapure if dissolved oxygen presents in it. Catalytic and sorption-
chemical approaches are known for deep removal of dissolved oxygen in water, based respectively
on the interaction of oxygen molecules with hydrogen in the presence of catalyst nanoparticles
(palladium) deposited on hollow-fiber membranes and chemically active metal nanoparticles
(copper) deposited in macroporous ion-exchange matrices. This work aim is a mathematical
describtion of water deoxygenation macrokinetics and dynamics.

Theory

Physico-chemical model. The formulation of the problem is based on the idea that the process
of interaction of a solid porous redox sorbent (metal-ion-exchange nanocomposite, NC) placed in
the liquid phase with a dissolved oxidant consists of the sorbate diffusion to the active centers
followed by a successive oxidation-reduction reaction. Oxidation-reduction conversion of a
homogeneous redox sorbent material occurs according to the scheme

B—%>C—~ D (1)

The reaction of the oxidant with the active centers of the sorbent a localized area of the
interfaces B/C, C/D are characterized by effective rate constants ki and k.. The reagent diffuse
through the layers of intermediate and final reaction’s products with a thickness of 61, &, with
diffusion coefficients D1 and D, respectively. The process is accelerated by the electric current of
the cathode direction.

The macrokinetics of the redox sorption [1, 2]. We used the method of replacing the boundary
with the flow of the substance on the reaction (active) layers for solving this problem. These layers
have infinite diffusion permeability (D], D, — o), finite thickness (&}, 6, =const ) and interact
with the oxidant in whole volume. The difference upon electrochemical polarization, lies in the

boundary condition of the component’s balance a flow densities at the nanocomposite-solution
interface, taking into account the surface electrochemical reaction

0, +4H" +4e” —2H,0 @)
i, (Ro) —w, = j(R,). 3)

Here W, is the function of the flow, which determines the disappearance of component A as a

result of reaction (2) and depends of the electric current density 1 in the systemw, =i/ (zF), z is

the number of electrons involved in the reaction, F is Faraday's constant.

We obtain a system of ordinary differential equations described the propagation of the
boundaries of the individual stages of the sequential chemical reaction of oxidation of metal
particles with oxygen during the electrochemical polarization of NC
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where lim s the density of the limiting diffusion current component A, G =R/Ry is the
dimensionless coordinate of i-front of the reaction, RO is the radius of grains, dimensionless
complexes kinetic constants, Di and kj are the coefficient of internal diffusion in the i-layer and
the rate constant of the reaction in the j-layer, Bi is the Biot’s criterion

Zc = (1_ 52 (l_ é]j(§l§2 (52 - ‘51) + dllé:ZZ + d12§12 ) - dzz (512 - 5152 - dll§2 ) : (5)

The global minimum was found by the gradient descent method. Kinetic curves on a thin granular
layer were calculated and compared with experimental ones using the internal parameters djj. The
results suggest the adequacy of models and experiments.

Dynamics of the redox sorption. The kinetic parameters of dij were used to calculate the
dynamics of oxygen uptake in a redox column with a granular layer using the material balance
equation and obtained a satisfactory agreement of the calculation with experimental data. In the
case of oxygen redox sorption dynamics on the cathod-polarized granular layer of nanocomposite,
a current was introduced into the transport equation along the column to preserve the material
balance. Columnar granular layer of NC is energized and is considered as an electrical circuit, in
which each resistors Ri(y) represent a general Ohmic resistance of the elementary section column
layer (along the section plane) and the polarization resistance of Faraday’s reactions in this section.
Here y is axis coordinate directed along the layer in the direction of flow. The resistance of the i-
layer of nanocomposite as oxidation is assumed to vary from a certain source Rnc (a =0) to the
final Rne (a=1)

Ryc (@) = Ryc (D) - @+ Ry (0)-(1- ) (6)

where « is the degree of completeness of oxidation of NC.
Knowing the total current at the reactor I of height L, it is possible to calculate the distribution
of this current in layers located at different heights,

Z[ai +Ryc (1_ai)]
=1+ where R = Ruc (0)
a; +Ryc (- ;) Ryc @

(")

During 100 h of experiment there is a natural decrease the dissolved oxygen obsorption rate
from water at the granular layer outlet in the absence of polarization and the establishment of a
constant rate of oxygen absorption concentration under the influence of an electric current.
Polarization of the system allows for a long time to maintain the chemical activity of metal
particles and a stationary level of oxygen redox sorption.

Experiments

Sorption-chemical method. The schematic diagram of deoxygenating electrolyzer is shown in
Fig. 1. The external heating system 1, including the heating boiler 2, pipelines, radiators, is closed
to an additional circuit with an oxygen-free installation. Calculation and experiment show that the
concentration in the system will decrease from 8 mg/l to 10 pg/l in a short time after switching on
the redox filter.
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Figure 1. Diagram of the device for deoxygenating water: 1 — external closed-loop water system,
2 — boiler, 3 — oxygen, 4 — pump, 5 — control valves, 6 — rotameters, 7 — meter, 8 — thermometer,
9 — mechanical filter with pressure gauge, 10, 17 mechanical fine filters, 11 — sorption filter
(coal), 12, 16 — mixed ion exchange filters, 13, 14, 15 — redox filters with granular NC.

Sorption-electrochemical method. The main processes’ system occurring in sorption membrane
electrolyzer can be represented as a set of electrode and ion processes (Fig. 2). Deoxygenation of
water occurs without changing the pH. As a result of long-term tests, the possibility of continuous
maintenance of the oxygen level at the step-polarized granular layer outlet of nanocomposite has
been established. Stability is provided by simultaneous oxygen reduction due to electric current
and chemical activity of copper nanodispersed particles.

e - e

AmmA

Figure 2. The scheme of processes in
deoxygenator (sorption-membrane
electrolyzer with the granular layer of
NC): A —anode, C — cathode, MK —
sulfocation-exchange membrane.

o]
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Conclusions

Proposed and implemented in production sorption-chemical method of deep water
deoxygenation in closed flow systems (<10 ug/l) on copper-containing nanocomposite with
optimal capacity. The theoretical calculation showed that the sorption-electrochemical process
carried out in series connected multistage electrolyzers with polarization each stage in the limiting
external diffusion current mode allows to obtain water in open flow systems with a given residual
dissolved oxygen content.
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Introduction

Acid whey, a by-product of cottage cheese, casein and strained yogurts production, offers a
variety of valuable nutritional constituents, including lactose and whey proteins. However, the
industrial processing of acid whey is complicated due to high content of lactic acid that affects
whey crystallization and drying processes significantly [1]. Nanofiltration [2] and electrodialysis
[3] are considered as the promising methods to remove sufficient part of lactic acid from acid whey
and thus provide a material for production of high-quality whey concentrates. Also, a sourness of
acid whey hampers its application as an additive to various food products without altering of
sensory characteristics. To lower whey acidity, alkaline reagents are applied, typically these are
sodium or potassium hydroxide solutions. The alternative is a non-reagent alkalization of whey by
means of bipolar electrodialysis (electrodialysis with bipolar membranes, EDBM) [4].
Neutralization of acid whey in EDBM occurs as the electrogenerated OH™ ions migrate from the
boundary layer of bipolar ion-exchange membrane (BPM) to the whey stream during the
processing. Subsequently, strong basic media is maintained at the anion-exchange side of BPM.
High pH values are known to favour undesirable membrane scaling in dairy media containing
Ca?*, Mg?* and PO+* [5]. Moreover, the possibility of whey proteins denaturation emerges with
the excessive rise of pH combined with heating both in isolates [6,7] and in situ [8]. In this context,
membrane fouling is a subject of a thorough examination. The aim of the present work was to
evaluate the problem of membrane fouling in case of acid whey EDBM processing and to suggest
the origins of its formation.

Experiments

The acid whey obtained from industrial cottage cheese production was subjected to EDBM
processing on a laboratory-scale circulation ED unit P EDR-Z in order to rise whey pH up to 6.5.
The ED cell was equipped with heterogeneous ion-exchange membranes RALEX AM(H)-PP,
CM(H)-PP and bipolar RALEX BM and configured as shown in Figure 1.
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Figure 1. ED cell for acid whey treatment. E, D and C indicate electrode solution, diluate and
concentrate stream, respectively; CEM, AEM and BPM are cation-exchange, anion-exchange

and bipolar membranes, respectively.

The effective electrode area was 64 cm?. The acid whey, tap water and 0.2 M sodium nitrate
were utilized as diluate, concentrate and electrode solution, accordingly, with respective flow rates
of 75, 75 and 100 I'h%. The volumes of the streams were 0.30, 0.25 and 1.00 | for diluate,
concentrate and electrode solution, respectively. The current density throughout EDBM treatment
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was 40 to 61 A-m2 and the constant voltage applied to the electrodes was 25 V. Temperature of
bulk acid whey in the tank of ED unit was 24+1 °C throughout ED run. The duration of ED run
was 30 min. The ED cell was disassembled immediately after the processing avoiding any cleaning
procedure.

Results and Discussion

No visible fouling was found on the unipolar membranes after ED run. On the contrary, the
surface of BPM in contact with whey stream was clogged with a large amount of white gellike
deposit. (Figure 2). Although the observed fouling was located exclusively on the BPM anion-
exchange surface, it was distributed unevenly on the membrane and built-up more in the area close
to the inlet. This feature corroborates with the said hypothesis of pH-induced fouling. The
alkalinity of the incoming whey stream is lower than that of the stream leaving diluate
compartment, i.e. the pH gradient is formed in the diluate chamber adjacent to BPM. The
conditions for both protein denaturation and precipitation of salts of divalent cations enhance
towards the outlet.

However, the hydrodynamic characteristics of the diluate stream should be also accounted. It
is important that the turbulization occurs in the ED stack compartments due to spacer design. Flow
disruption makes washing of the fouling less intensive. Additionally, the fouling from the bottom
of the diluate compartment (close to the inlet) is likely to be washed away and participate in
deposition at the top of the compartment.
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Figure 2. Image of BPM with membrane fouling after acid whey processing and membrane
spacer layout. The ED cell was oriented vertically during operation.

Protein precipitation is often related to electrostatic interactions between protein molecules or
thermal denaturation [9]. Sufficient temperature for whey proteins denaturation ranges from 62 to
78 °C [10]. These values are significantly higher than that maintained in diluate during EDBM
run, though the alkaline reagents are known to lower the temperature threshold of whey proteins
precipitation [7]. Isoelectric points of major whey proteins, B-lactoglobulin and a-lactalbumin, are
in acidic medium (5.2-5.4 and 4-5, accordingly) [9,11,12]. This pH values were exceeded during
the treatment, as far as pH changed from 4.5 to final 6.5. Thus, the coagulation of protein molecules
in the conditions of a minimal net charge could take place. Ultimately, we consider the pH-induced

190



denaturation of whey proteins [6,7] as the main cause of organic fouling deposition. Yet, there are
few data on whey proteins behavior in alkaline media apart from heating.

Mineral precipitates could also contribute to the observed membrane fouling. Acid whey is rich
on calcium and phosphate [13] tending to form insoluble salts in alkaline media. The
electrogenerated OH™ ions could therefore induce precipitation of mineral salts in the diluate
stream and, particularly, on the BPM anion-exchange surface, where the concentration of OH™ is
relatively high.

The revealed issue of membrane fouling is to be analyzed in detail hereafter. Chemical
composition of the fouling matter should be determined to suggest possible ways of its reduction
and prevention. Also, it is important to ascertain causes and mechanisms of fouling formation.
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Introduction

Obtaining chemically pure water is an urgent problem in the modern world. The process of
water purification is currently being carried out with the help of new innovative technologies that
allow for deep, but at the same time unalloyed removal of oxygen. The development of ion
exchange technologies and the emergence of a wide range of ion exchange resins have made them
the most used in water treatment and deoxygenation processes. Lewatit K 3433 and Lewatit K
7333 (Germany), doped with palladium, are used for catalytic removal of oxygen from water. In
technologies patented by Bayer (Germany), Lewatit MP 62 WS resin is used for deoxygenation of
water. Patented devices and materials for deep deoxygenation of water in a closed system, the
main material of which are nanocomposites based on ion exchanger KU-23 (Ukraine).

Nanocomposites based on ion exchange resins differ in capacity by counterions to the metal
component, as well as in their structure (size and distribution of pores and metal particles by size
and granule).

The aim of this work was to clarify the role of ion exchange matrices in the process of molecular
oxygen sorption by various nhanocomposites.

Experiments

Synthesis of nanocomposites Ag,Cu-KV-23 (H"), Cu-Lewatit SP-112H (H"), and
Ag,Cu-Lewatit K 2620 (H") was carried out by the known technique of ion exchange saturation
and chemical deposition of metal. The metal content in the samples was regulated by the number
of metal deposition cycles.

Comparison of physico-chemical characteristics monopolistic ion-exchange resins Lewatit
preparesto conducted regarding ion-exchanger KU-23 (tab.1.). The size and radial distribution of
copper particles in the grain were estimated from x-ray analysis (x-ray x-ray diffractometer
Thermo ARL x'tra (Switzerland) and scanning electron microscopy (SEM) obtained from JSM-
6380LV electron microscope (Japan). The efficiency of the created materials was evaluated based
on the results of the study of the absorption rate of molecular oxygen dissolved in water at a
temperature of 20+1°C. Kinetic tests of the nanocomposite were carried out in a gasometric cell
with water containing dissolved oxygen.

Table 1: Basic physical and chemical characteristics of ion exchange resins

Characteristics CU-23 Lewatit SP-112H Lewatit K 2620
Functional group R —-SO;H* R -SO;H* R —SO;H*
Granule size d, mm 0.1-0.5 0.6 0.4-0.6
Surface area, m?/g 30-40 30 33
Porosity Macroporous
Pore size, nm 10-100 33 41
lon-exchange capacity ¢, , 19 16 19
meqgv/sm?3

Results and Discussion

Comparison of kinetic curves for three samples of copper-containing nanocomposites, differing
ion exchange bases, showed a sufficiently high efficiency of materials based on monodisperse
matrices Lewatit SP-112H and Lewatit K 2620, not inferior, and at the initial stage for the
nanocomposite Cu-Lewatit SP-112 H (H+) even superior polydisperse nanocomposite Cu-KU-23
(H+) in the rate and degree of absorption of dissolved oxygen in water (fig. 1) Analysis of the
kinetics of oxygen reduction on copper — ion exchanger nanocomposites revealed that all the
studied nanocomposites behave almost the same in terms of the rate and degree of oxygen
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absorption. Differences in the rate and degree of absorption of oxygen do not exceed 6-8%. Some
decrease in the degree of sorption during a long experiment time for Cu-Lewatit nanocomposites
may also be associated with lower pore availability and a slightly higher copper content on the
surface.
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Figure 1. Kinetic curves for the degree of absorption of oxygen a from water as a function of
time t by nanocomposites: 1 - Cu-KV-23(H"), 2 - Cu-Lewatit SP-112 H(H™),

3 - Cu-Lewatit K 2620(H™) with various cycles of deposition of copper; a) N=1 b) N=5.

The intensity of the process occurring on the basis of Lewatit is influenced by the high exchange
capacity of composites by hydrogen ions and copper particles, as well as the smallest size of copper
agglomerates in Lewatit K 2620. In addition, from a technical and economic point of view, the
high metal capacity on Lewatit composites is achieved in fewer deposition cycles due to the high
hydrogen exchange capacity. High-capacity nanocomposites obtained on the ion-exchange bases
of Lewatit have crystallite sizes that practically coincide with the pore size of the polymer matrix
(tab. 1), unlike the nanocomposite based on CU-23, whose pores are not fixed. This leads to an
increase in the reproducibility of the oxygen absorption kinetics on them and a reduction in the
confidence interval in comparison with the curve for Cu-KU-23 (H+) by almost two times.

The increase in the metal content from one to five deposition cycles levels differences in the
kinetic properties of nanocomposites with different ion exchange matrices.

Similar patterns are observed for kinetic curves with different matrices for silver-containing
nanocomposites (fig.2). It is seen that the highest degree of oxygen absorption is achieved on
nanocomposites synthesized on the Lewatit K2620 matrix. Due to the monopolistic nature of the
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Figure 2. Kinetic curves for oxygen uptake a) Ag®-CU-23, b) Ag®-Lewatit K 2620 with different
metal deposition cycles N: 1) N=1; 2) N=3; 3) N=5; 4) N=7.
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matrix oxygen slowly diffuses to the center of the grain, a high ion exchange capacity for hydrogen
ions helps to maintain the acidic environment during the process, which contributes to the
formation of soluble oxidation products, and, in addition, a high amount of hydrogen cations
catalyzes the process and maintains its flow until the hydrogen.

With an increase in the amount of silver in nanocomposites, differences in the kinetics of oxygen
sorption are also leveled, but the nanocomposite synthesized on the Lewatit K2620 matrix shows
greater efficiency in the process of oxygen removal at low capacitance values.

Conclusion

High-performance composite nanomaterials based on copper and silver and ion exchangers
Lewatit K 2620 and Lewatit SP-112 H were synthesized for deep removal of oxygen from aqueous
solutions. The obtained materials are characterized by a high content of the metal component,
porous structure and monodisperse distribution of copper particles in size. Chemically synthesized
nanocomposites show higher recovery rates of absorbed oxygen at a single copper deposition and
almost the same parameters at a five-fold metal deposition, and are characterized by a higher
reproducibility of the Kinetics of oxygen absorption on them compared with the analog KU-23.
The study of the structure of nanocomposites confirms the assumption that the previously noted
regularities are associated with the monodisperse of the Lewatit K 2620 and Lewatit SP-112H
matrices, which are more preferable for practical application.

The work was supported by the Russian Foundation for basic research (project code Ne 17-08-
00426 _a)
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INFLUENCE OF STABILIZERS ON THE MORPHOLOGY OF PLATINUM

DISPERSION ON THE SURFACE OF PERFLUORINATED MEMBRANE
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Introduction

Development of fuctional materials for hydrogen fuel cells is an important field of the material
science [1-2]. The prospective route is to cover the surface of the perfluorinated membrane by
platinum dispertion give the membrane catalytic properties [3]. The addition of organic
substancies in working solutions during the preparation of electrocatalysts allows controlling the
size of the nanoparticles formed and contributes to an increase in the active metal surface area [4-
5]. The study of the possibility of using stabilizers of the platinum dispersion in the process of its
deposition on the surface of perfluorinated membranes was not previously been carried out. The
aim of this work is to study the influence of organic substances on the morphology of platinum
deposited on the surface of perfluorinated membranes, and to evaluate the efficiency of using
modified membranes in a hydrogen-air fuel cell.

Experiments

The objects of study was perfluorinated membrane MF-4SK (JSC Plastpolymer, St.
Petersburg), modified with a platinum dispersion. The membranes modification was carried out in
a two-chamber cell by the counter-diffusion of oxidant (H2PtCle) and reducing agent (NaBH.)
solutions through the membrane during an hour. The oxidant solution contained ethylenglycol
(EG) and polyethylenglycol (PEG) of various concentrations to stabilize the platinum
nanoparticles. Modification conditions are presented in Table.

Table: Conditions of modification of the membranes MF-4SK by platinum dispersion

No Reducing agent solution Concentration of organic matter
1 0.05 M NaBH4 +0.5 M NaOH -

2 0.05 M NaBH4 + 0.25 M NaOH 25% vol. EG

3 0.025 M NaBH4 + 0.25 M NaOH 50% vol. EG

4 0.05 M NaBH4 +0.5 M NaOH 5 g/L PEG

5 0.05 M NaBH4 +0.5 M NaOH 10 g/L PEG

6 0.05 M NaBH4 + NaOH (pH=12) -

7 0.05 M NaBH4 + NaOH (pH=12) 25% vol. EG

8 0.025 M NaBH4 + NaOH (pH=12) 50% vol. EG

After modification membranes were washed with distilled water to remove the sorbed solution.
The study of the membranes surface morphology was performed using a JEOL JSM - 7500
scanning electron microscope. Testing of hybrid membranes in the fuel cell was carried out at a
temperature of 25 °C, the feed rate of hydrogen and air was 20 and 300 L/h, respectively.

Results and Discussion

Figure 1 shows SEM-images of surfaces of the samples obtained. One can see, that addition the
25% vol. EG to the oxidizing solution results in a uniform coating of the membrane surface with
a catalyst (Fig. 1b) and decrease in the aggregation of particles compared to sample 1 (Table) (Fig.
1a). This effect indicates the stabilizing action of EG. The increase in EG content to 50% vol. leads
to growth of layer heterogeneity (Fig. 1c). EXD-analysis of the surfaces elemental composition
shown that Pt content decreases as EG concentration rises. Similar results are observed in the case
of using PEG as stabilizer: for concentration 5 g/L the platinum layer consists of individual small
agglomerates (Fig. 1d); for concentration 10 g/L Pt content on the surface significantly reduces
(Fig. le).

To study the effect of pH on the morphology of the platinum dispersion we obtained the samples
using the solution of reducing agent containing an excess of alkali (pH 13.5) or with pH 12. In the
case of pH 12 a uniform dense coating is formed. Samples obtained by simultaneously adding
stabilizers to the oxidant solution and adjusting the pH of the reducing agent solution contain
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significantly larger amounts of platinum on the membrane surface than other samples, but intense
peeling and precipitation of the metal into the solution was observed (Fig. 1f).

Bty

d e f
Figure 1. SEM-images of modified surface of hybrid membranes MF-4SK/Pt: a-f - samples 1-5,
7 in Table 1, respectively.

The obtained samples were tested as polymer electrolytes in the membrane-electrode assemble
(MEA) of a hydrogen-air fuel cell. The characteristics of MEA with samples 1-3 is higher than
with the initial membrane that indicates the catalytic activity of the platinum coated on the
membrane surface. The power density of the MEA with sample obtained without stabilizers (92
mW/cm?) is higher than with 25% vol. EG (76 mW/cm?) and decreases with the increase in the
content of EG in the oxidizer solution. It may be due to the smaller amount of platinum coated on
the membrane surface. The power density of MEA with samples 4-5, obtained using PEG, is less
than with the initial membrane MF-4SK. The blocking of the platinum catalytic layer and
membrane transport channels by the stabilizer could cause it.
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FLUID FLOW THROUGH MEMBRANE: AN ANALYTICAL APPROACH FOR

NAVIER-STOKES EQUATION BY LIE SYMMETRY ANALYSIS
Mukesh Kumar
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211004, India, E-mail: mukesh@mnnit.ac.in

In the present work, Lie symmetry analysis has been performed to obtain symmetry reductions
and group invariant solutions of unsteady viscous incompressible fluid flow through membrane.
The Navier-Stokes equation is widely used in diverse physical contexts such as fluid flows, motion
of suspended and dissolved solutes in pressure driven membrane processes etc. Lie symmetry
transformations have been applied to generate various forms of invariant solutions of the Navier-
Stokes equation. All possible vector fields and commutative relations are constructed under
invariance property of Lie groups. A repetition of symmetry reductions transforms the equation
into system of ordinary differential equations, which provide invariant solutions. The obtained
solutions are supplemented by numerical simulation, which exhibit multisoliton profiles, soliton
interaction and their annihilation on the variation of time. The nature of solutions is investigated
both analytically and physically through their evolutionary profiles by considering adequate
choices of arbitrary functions and constants.

Keywords: Navier-Stokes equations, similarity transformations method, symmetry reductions,
invariant solutions.
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It is well known that platinum is the best catalyst for processes occurring in low-temperature
fuel cells and, in particular, in fuel cells with direct oxidation of liquid fuels (methanol, ethanol,
formic acid) [1]. An alternative to expensive platinum catalysts may be palladium, which is able
to exhibit higher catalytic activity than platinum in the oxidation of alcohols, formic acid, both in
acidic and alkaline media. [2].

Both Pt-based catalysts and Pd-based catalysts are often obtained by standard methods for such
systems.: impregnation-reduction method [3], polyol process [4]. Electrochemical methods for the
preparation of Pd-based catalysts based on the electrochemical reduction of palladium ions from
a solution of its salt are presented to a lesser extent. [5].

In this paper, we showed the applicability of the pulse alternating current (PAC) method for the
synthesis of a Pd/C catalyst for the proton exchange membrane (PEM) fuel cell application, which
was previously successfully applied to the synthesis of Pt/C catalysts [6]. The presence of
palladium complexes in the electrolyte after PAC synthesis is demonstrated by UV-vis
spectroscopy, which indicates a different mechanism for the formation of Pt and Pd nanoparticles
under these conditions. The microstructural characteristics and catalytic activity of synthesized
Pd/C catalyst were compared with those of Pt/C catalyst which was prepared under the similar
conditions. Pd NPs of Pd/C catalyst exhibited smaller average size and narrower particle size
distribution. The electrochemical study highlighted that the electrochemically active surface area
of Pd/C catalyst was 1.4 times higher than for Pt/C. The rate of ethanol oxidation on Pd/C catalyst
exceeded the rate of ethanol oxidation on Pt/C by 2.6 times, while the rate of oxidation of formic
acid was comparable on both catalysts. However, on Pd/C, there was a significant decrease in the
overvoltage of the formic acid electrooxidation reaction as compared to the Pt/C sample (by 590
mV).

The authors thank the Russian Foundation for Basic Research (No 18-33-20064 mol_a_ved)
for financial support of this work.

References

1. Ong B. C., Kamarudin S. K., Basri S. Direct liquid fuel cells: a review // Int. J. Hydrogen
Energy. 2017. V. 42. P. 10142-10157

2. Yu X., Pickup P. G. Recent Advances in Direct Formic Acid Fuel Cells (DFAFC) // J. Power
Sources. 2008. V. 182. P. 124-132.

3. Moraes L. P. R., ., et. al. Synthesis and performance of palladium-based electrocatalysts in
alkaline direct ethanol fuel cell // Int. J. Hydrogen Energy. 2016. V.41. P. 6457-6468.

4. Lesiak B., et. al. Effect of the PA/MWCNTSs anode catalysts preparation methods on their
morphology and activity in a direct formic acid fuel cell // Appl. Surf. Sci. 2016. V. 387. P.
929-937.

5. Gioia D., Casella I. G. Pulsed electrodeposition of palladium nano-particles on coated multi-
walled carbon nanotubes/nafion composite substrates: Electrocatalytic oxidation of hydrazine
and propranolol in acid conditions// Sensors and Actuators B: Chemical 2016. V. 237. P. 400-
407.

6. Leontyev I., Kurihnova A., Kudryavtsev Yu., Dhil B., Smirnova N. New life of a forgotten
method: Electrochemical route toward highly efficient Pt/C catalysts for low-temperature fuel
cells //J. Appl. Catal. A: Gen. 2012. V. 431-432. P. 120-125

198



TRANSPORT CHARACTERISTICS OF POROUS GLASS MEMBRANES IN

ELECTROLYTE SOLUTIONS

L2Anastasiia Kuznetsova, Lyudmila Ermakova, *Anna Volkova, ?Tatiana Antropova
1St. Petersburg State University, St. Petersburg, Russia, E-mail: a_kuznetsova95@mail.ru
2 Grebenshchikov Institute of Silicate Chemistry, (ISC RAS), St. Petersburg, Russia

Introduction

Recently, much attention has been paid to the study of the physical properties of various
materials introduced into porous matrices with a pore diameter of the order of units and tens of
nanometers. Porous glassy membranes (PGs) have a number of advantages compared with other
porous membrane materials: homogeneous chemical composition, low impurities, thermal,
chemical and microbiological stability, transparency in the visible part of the spectrum, adjustable
structural characteristics. In this work, iron-containing PGs were produced by introducing an iron
(1) oxide into the batch during a melting of sodium borosilicate glass. PGs produced in this way
are essentially membrane materials of new generation, important for various practical applications.
Analysis of the literature data shows that in recent years the number of studies of morphology and
physical characteristics (magnetization, dielectric constant, electrical conductivity, spectral
characteristics, etc.) of iron-containing porous glasses has increased, while their characteristics in
electrolyte solutions remain unexplored. In this regard the study and comparison of the transport
characteristics (filtration coefficient, counterion transport numbers, surface conductivity,
streaming potential) of iron-containing micro- and macroporous (MIP and MAP) glasses (Fe-4) in
101-10* M solutions of an indifferent electrolyte NaCl [1,2] and of KNOj3 specific to the silica
surface with the parameters of MIP and MAP glasses previously obtained from basic sodium
borosilicate (8V) glass were carried out. Taking into account the fact that triply charged
counterions have the maximum capacity for specific adsorption, a comparative analysis of
transport characteristics of basic 8V membranes in NaCl, KNOz and FeCls [2] solutions was also
carried out.

Experiments

The sodium borosilicate glasses without or with iron oxide (8V or modified Fe-4 glasses) were
chosen as objects of study. To obtain MIP glasses (as defined by S.P. Zhdanov [3]), two-phase 8V
and Fe-4 glasses in the form of polished discs with diameter of 30 mm and thickness of about 1
mm were leached in 3M solutions of hydrochloric or nitric acid. To obtain MAP glasses (as defined
by S.P. Zhdanov [3]), the MIP samples were treated with 0.5M KOH solution at 20 °C for 4
hours (porous glasses 8V), or for 1, 2.5 and 4 hours (porous glasses Fe-4). Macroporous iron-
containing glasses are marked as “1”, “2” and “3” in order of increasing alkaline treatment time.

X-ray phase analysis method was used to identify the magnetite phase in MIP and MAP iron-
containing glasses. The iron content (averaged over 5-9 EDX spectra for each PG sample) in
micro- and macroporous iron-containing membranes is shown in Table 1.

Table 1: The relative iron content in the samples of porous glass

Iron content Membranes
Fe-4 MIP Fe-4 MAP-1 Fe-4 MAP-2 Fe-4 MAP-3
weight % 2.59 6.31 6.83 10.49
atomic % 1.14 2.36 2.38 3.76

Results and Discussion

Filtration coefficients G used to calculate the through pore radius (r) were measured for MAP
8V and Fe-4 glasses in 0.1 M NaCl [1,2], KNOs and FeCls [2], solutions before and after the
measurements of electrosurface transport characteristics. It was found that with increasing alkaline
treatment time of Fe-4 MIP membranes from 1 to 4 hours, the filtration coefficient increases in
accordance with the removal of secondary silica from the pore space. During long-term contact
(about 4 weeks) of iron-containing MAP glasses with KNOs solutions, the filtration coefficient
increased 1.5-2 times, which corresponds to an increase in average pore radius from 6.3-15 nm up
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to 7.0-17.7 nm. Note that the tendency of an increase in G and r values for Fe-4 MAP glasses
during the contact of membranes with 1:1 electrolytes in the neutral pH region was more
pronounced than for 8V MAP glasses (their r values changed from 13 up to 13.9 nm in NaCl
solutions and from 15 up to 15.6 nm in KNOs solutions). This phenomenon can be explained by
the greater dissolution of the silica skeleton of Fe-4 glasses than that of 8V. It was also obtained
that the values of G and r for 8V MAP in the FeClz solutions in the acidic pH region remained
practically unchanged (15.1 and 15.6 nm for parallel samples).

The results of measurements of the specific electrical conductivity of the membranes were used
to calculate the specific surface conductivity Ks, the cause of which is the excess ion density in the
electrical double layer (EDL) in the pore space of the membranes and efficiency ratio o (equal to
the ratio of the specific electrical conductivities of pore and free solutions). An analysis of the
results shows that the specific surface conductivity in 1:1 electrolyte solutions for both PG
compositions has the usual order — 10-1° Q. The Ks values of MIP glasses in NaCl and KNOs
(fig. 1) solutions are close to each other and tend to slightly increase with increasing electrolyte
concentration, which is characteristic of PG, in the pore space of which secondary silica is
contained. A decrease in the degree of its swelling with increasing concentration leads to an
increase in the average mobility of counterions, which, along with an increase in the absolute value
of the surface charge, increases the surface conductivity. Note that a decrease in the amount of
secondary silica due to additional alkaline treatment of MIP glasses, leading to an increase in the
size of the pore channels, leads to an increase in the average pore mobility of Na*, K* ions and an
increase in Ks values. This phenomenon is associated with a large surface charge of the MAP glass
compared with MIP glass. The results of the study showed that the o obtained for microporous 8V
and Fe-4 glasses are close in a neutral pH region and more than one both in NaCl solutions and in
KNOs solutions, whereas both for MIP and MAP 8V membranes in the FeCls solution there are
concentration regions in which the electrical conductivity of the free solution exceeds the electrical
conductivity of the pore solution (o <1). That leads to the negative Ks values in these concentration
regions as a result of a sharp slowdown in the mobility of specifically adsorbed Fe**ions in a pore
liquid.
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Figure 1. Dependencies of specific surface conductivity of iron-containing Fe-4 porous glasses
on the concentration of NaCI[1] and KNO3 solutions.

It was found that the values of the transport numbers of sodium and potassium counterions (n+)
practically do not depend on the composition of the MIP PGs. As the concentration of the
electrolyte increases, the values of n. decrease in accordance with the decrease in the contribution
of ions of DEL to membrane transport processes. The counterion transport numbers of MAP Fe-4
were larger than those of MAP 8V membranes due to the larger surface charge |o,| of Fe-4 porous
glass. With an increase in the treatment time of the Fe 4-6 MIP membranes with an alkali solution,
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that is, with an increase in the pore size, the values of transport numbers K* decrease. Note that n.
values of Na* ions are larger than those for specifically adsorbed K* ions at C<0.01 M. AtC=10"*
M all membranes have high selectivity (n+ = 0.87— 1.00).

From the measured values of the streaming potentials for all the porous membranes under study,
the values of the zeta-potentials (C) were calculated taking into account the electrical conductivity
of the pore solution and the overlapping of DEL. Comparison of the values of {-potentials found
in NaCl and KNOs solutions shows that the values of || for MAP membranes with the same size
of pore channels (8 MAP and Fe-4 MAP-3) decrease during the transition from NaCl to KNOs
due to the pronounced specificity of potassium ions, resulting in a greater degree of Stern layer
filling, and, therefore, to a decrease in the absolute values of the electrokinetic potential. For MAP
membranes, the ratios || for basic PG 8V and a Fe-4 membrane, the same: at concentrations of C
> 107 M, the values of || in NaCl solutions are higher than in KNOj3 solutions, and at C < 10 M,
the values of |C| in both electrolytes converge. The observed patterns are associated both with
different specificity of counterions and with the influence of secondary silica contained in the pore
space of the MIP glass on all transport characteristics of PG. Electrokinetic potential is negative
in the whole study area of NaCl and KNO3 concentrations and only at very low concentrations of
FeClz. As the FeCls concentration increases, the system passes through the isoelectric point and
the € values become positive.
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Introduction

Diffraction effects associated as a rule with the interaction of light waves with micropores are
considered when studying the optical properties of nuclear filters (NF) [1]. At the same time
relatively little attention is paid to the study of interference patterns (IP) observed in the NF optical
spectra [2].

The aim of this study was to investigate the changes in IP observed in the transmission spectra
of polyethylene terephthalate (PET) films irradiated with Xenon ions due to chemical treatment
and the formation of numerous micropores.

Experiments

NF samples were obtained from biaxially oriented PET films with a thickness of 10£1 pum (State
Standard 24234-80); the degree of orientation is 3, the level of crystallinity is not higher than 50%,
the polymer density is 1400 kg/m?, the molecular weight is 31000. The material contained kaolin
as a filler; its mass fraction is 0.2. Irradiation with a flux of heavy ions (s4Xe'?°, energy ~ 1
MeV/nucleon, ion fluence ~3x10% cm) was carried out at the Laboratory of Nuclear Reactions
named after G.N. Flerov (JINR, Dubna) on the U-400 accelerator of heavy ions in vacuum
conditions at room temperature. Chemical treatment of the ion-irradiated PET films was carried
out for 3—60 min in aqueous solutions of 0.5-5 N NaOH in the temperature range 303-353 K. As
a result an array of open micropores of approximately cylindrical shape with an average diameter
of ~ 0.2 um appeared in a PET film (Figure 1). Registration of the optical absorption spectra of
PET and NF samples in the form of disks of ©@25 mm was carried out in air at room temperature
using a UV-365 spectrophotometer. The size and distribution of pore size in nuclear material were
determined by analyzing of electron microscopic images obtained using a Quanta 200 3D scanning
electron microscope.

1

1.0 15 20 25
D,pm

Figure 1. a, b) Electron microscopic images of the nuclear filter samples surface irridated by
xenon ions with an energy of ~ 1 MeV / nucleon to ~ 3 x 10 cm-2 polyethylene terephthalate
films, after chemical treatment in aqueous solutions of 5N NaOH at 343 K for three minutes; c)
pore size distribution function and the result of its approximation by a lognormal distribution.
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Results and Discussion

The optical absorption spectrum of a PET film irradiated with xenon ions is determined by an
intense absorption band with the maximum at the wavelength region of A <300 nm. Its origin can
be associated with the terephthalic groups in the PET monomeric array. Besides optical spectrum
of PET film contains an interference pattern observed at the wavelengths from 300 to 2500 nm
and further to the infrared (IR) region (Figure 2). The interference pattern has the form of a
standing wave and includes four wave packets located in the region A = 320-400 nm (wave packet
I in Figure 2); 400-565 nm (I1); 565 - 1130 nm (111); 1130 -> 2500 nm (IV). Complex form of the
interference pattern is due to anisotropy of the PET refractive index. It can be explained the
occurrence of birefringence of PET film as a result of orientation extension when manufacturing

[3].
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Figure 2. Interference patterns observed in the spectral range of 1250 - 2250 nm in the
transmission spectra of the Xe-ion-irradiated PET films before (1) and after (2) chemical

treatment in agueous NaOH solutions at 343 K for three minutes. | - IX - numbers of interference
fringes.

Formation of a micropore system significantly changes the shape of the optical absorption
spectrum of PET due to the appearance of an intense diffraction background whose long-wave
edge appears in the region of A > 1100 nm. At the same time a low-intensity interference pattern
can be observed on the decay of the diffraction background which located at the wavelengths from
1300 - 2500 nm and extending further into the IR region. It was found that the intensity of the
long-wave edge of the diffraction background band varies proportionally to A in accordance with
the Rayleigh-Gans model [4].

Numerous pores filling the NF significantly reduces the visibility of the interference pattern
(Figure 2). Diffraction background "masks" the NF interference pattern in the spectral range A <
1400 nm. Interference bands begin to appear in the wavelength region from 1400 to 2250 nm and
further. Comparison of interference patterns of ion-irradiated PET films in the optical absorption
spectra and NF in the same spectral range shows that in both cases of interference patterns contain
the same number of interference fringes of different intensity.

In this case the spectral shape of the interference fringes in the NF interference pattern is
significantly deformed compared with the spectral shape of similar interference fringes in the
interference pattern of the ion-irradiated PET film. Deformation of the shape of interference
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fringes contained in the NF interference pattern may be associated with an increase in the surface
roughness of the PET film after the formation of open pores [2].

The most significant difference is the short-wavelength shift of the NF interference pattern
relative to the interference pattern for ion-irradiated PET film. The magnitude of the shift
corresponds to the change in phase angle by n/2. Possibly this shift of the NF interference pattern
is connected with a thickness decrease of the PET film during the alkaline hydrolysis of the ion-
irradiated polymer. Analysis of the both interference patterns shows that the thickness of the PET
film decreases from 11.55 to 10.97 um as a result of chemical treatment. As noted above the
visibility of interference pattern in the NF transmission spectra decreases by three times compared
with the interference pattern of ion-irradiated PET film (from 0.06 to 0.02). In both cases, there is
a tendency to increase the contrast of the interference pattern with increasing wavelength from
1400 to 2250 nm.

The same type of the NF and the ion-irradiated PET film interference patterns (Figure 2), the
results of the evaluation of the thickness of PET films before and after etching allow us to conclude
that the interference pattern observed in the transmission spectrum of NF is a part of the
interference pattern that is observed in the transmission spectra of an ion-irradiated PET film. The
rest of the interference pattern in the NF transmission spectrum is hidden under the diffraction
background.

Thus it was shown in the present study that the interference patterns observed in the
transmission spectra of NF and ion-irradiated PET films have the same origin. It is due to the
interference between the probing light beam and the light reflected from the surfaces of the film.
However, the formation of a pore structure and a decrease in the thickness of the PET film as a
result of chemical treatment lead to a decrease in intensity and a short wavelength shift deformation
of the spectral shape of the interference bands due to the appearance of distortions caused by
changes in the NF surface topography.

This study was carried out with the support of the Russian Foundation for basic research
(project No. 17-07-00524).
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Introduction

Pervaporation is a membrane separation technology applying for selective removal of
impurities and isolated of industrial important liquids. Comparing with conventional methods, this
process has many advantages of low energy consumption, easy operation, and moderate
conditions. Moreover, pervaporation is not limited by thermodynamic VLE (vapor-liquid
equilibrium) and is efficient in separating azeotropic mixtures.

In order to overcome the trade-off relationship between permeability and selectivity, several
attempts have been made such as modification polymer materials with different fillers, thermal
annealing and chemical cross-linking. Among them, preparation of mixed matrix membranes is
the most popular and effective method since it allows combining ease of fabrication and reasonable
separation performance of polymer material and mechanical stability and exceptional transport
properties of inorganic fillers.

This paper presents the study of membranes based on the industrial polymer poly(m-phenylene-
iso-phtalamide) (PA) modified with star-shaped macromolecules (SM) with a Cgo fullerene core
containing 6 arms of polystyrene (PS) and 6 arms of poly-tret-butyl methacrylate (PTBMA) for n-
butanol dehydration via pervaporation.

Experiments

The composites PA/SM were prepared by mixing solutions of PA and SM in N,N-
dimethylformamide. The polymer films were obtained by pouring onto a glass plate and dried in
a vacuum oven at 60 ° C to constant weight.

T “\@/“‘Z\Q/Zt +

Figure 1. Structures of PA and hybrid star-shaped macromolecule.

Membranes™ structures were studied by scanning electron microscopy (SEM), atomic force
microscopy (AFM) and X-ray diffraction analysis. Thermal characteristics were obtained during
thermogravimetric analysis (TGA) and the method of differentiating scanning calorimetry (DSC).
The transport properties of the membranes were studied using pervaporation experiments on the
dehydration of n-butanol.

Results and Discussion

The physical characteristics of new hybrid materials based on PA with the addition of a star-
shaped fullerene-containing modifier were studied.

The effect of the star macromolecules inclusion in the PA matrix on the membrane morphology
was studied by SEM. Figure 2 shows micrographs of cross-section for PA and PA/SM containing
2 and 5 wt% star filler. It is observed that significant changes occur in the internal structure of PA
membrane with the inclusion of a star modifier.
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(a) PA " (b) PA/SM(2%) ~ (c) PAISM(5%)
Figure 2. SEM micrographs of and membrane cross-section.

The table 1 presents some physical parameters of the membranes, namely density and contact
angels for water and n-propanol.

Table 1: Physical parameters of membranes

Density, Contact angles
Membrane g/sm?’y Water goluene
PA 1.312 79.2 20.6
PA/SM(2%) 1.305 82.5 16.5
PA/SM(5%) 1.299 86.7 15.6

As a result of SM inclusion, modified membranes exhibit less compact structure and lower
density than that of the pure PA membrane.

Additives of SM containing nonpolar PS and PTBMA arms promote an increase the contact
angle of water and decrease contact angle of n-propanol on the membrane surface (Table 1). The
surface of the modified membranes becomes more hydrophobic compared to the surface of PA
membrane.

The transport properties of polyamide-based membranes containing 0, 2, 5 wt.% star-shaped
modifier were investigated during vacuum pervaporation for dehydration of n-butanol
(experimental conditions — 50 © C, residual pressure under the membrane — 0.2 bar, the feed —
2-12 wt% water).

Figure 3a and 3b show the main transport parameters of the membranes: the total flux and the
separation factor as a function of the water concentration in the feed. Increase of water
concentration in the feed leads to the increasing total flux through all the membranes. The higher
SM containing the more water passes through membranes. As it is shown in Figure 3b, separation
factor of all membranes decrease with an increasing the water concentration in the feed.
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(@) (b)
Figure 3. Dependence of (a) total flux (water-n-butanol) on water concentration in the feed
and (b) water concentration in permeate on water concentration in feed and for pervaporation
water-n-butanol mixture, 50 °C.
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Conclusions

Novel mixed matrix membranes with star-shaped fullerene-containing nanomodifiers for
diffusion separation methods characterized by high thermal stability, mechanical strength and
chemical stability have been developed. Increasing of the star-shaped modifier content up to 5
wt% SM leads to decreasing density. Furthermore, the PA/SM membrane has a relatively loose
structure that is suitable for the penetration of molecules and formation of transport channels. It is
shown that the mixed matrix membranes have improved transport properties and are highly
efficient in the process of n-butanol dehydration. PA/SM membranes the total flux through
membrane increases, and the value of separation factor increases with the growth of SM content
in membranes.
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Introduction

Nowadays, the ion transport in nanopores and nanochannels attracts a great interest. This
scientific direction is relevant and exhibits a fundamental value in various fields of science and
technology, including the separation of mixtures and the production of pure substances [1], the
electrochemical conversion of energy [2], the development of chemical sensors [3], the
physiology, molecular biology of cells [4], etc.

Hybrid or composite membranes containing various nanoparticles have been actively studied
in the last decade [5-7]. It was previously shown that the presence of different inorganic particles
in the membrane structure can lead to a change in the transport and selective properties of the
membrane. On the other hand, investigation of the shift of the plasmon absorption band of gold
nanoparticles with the presence of various ions and molecules in their surroundings is also very
important problem [8]. Thus, the combination of the transport properties of nanochannels and
particles exhibiting plasmon resonance has great potential for application in many technologies.

The current work is aimed to studying of new mechanisms of selective separation of solution
components in the presence of an inhomogeneous electromagnetic field inside the pores of the
micro- and nanofiltration membranes.

Experiments

In this work, the method of laser-induced metal deposition is used for the formation of a new
type of membrane [9]. Laser radiation is monochromatic and has a small beam divergence. Due to
the possibility of focusing, the laser beam is a good source of energy for initiating chemical
reactions in micron-sized regions, in turn; the irradiation parameters can be selected in such a way
that the radiation power sufficient for proceeding the chemical reaction is reached only at the focal
point of the laser beam. One of the most important factors of the method of laser-induced metal
deposition is the possibility of the formation of the deposits on the surface of the optically
transparent dielectrics.

We propose to use various porous glasses as a basis for the synthesis of membranes. Porous
glass (PG) samples (in the form of plane-parallel polished plates 10 x 10 x 1.0 mm? in size) have
been prepared by chemical etching of phase-separated sodium borosilicate glass with two-frame
structure [10] in HCI and KOH solutions consistently with subsequent washing in distilled water
and drying at 120 ° C in an air atmosphere as described in [10, 11]. The PG’s porosity and average
pore diameter are 0.5 (cm®/cm?®) and 25 nm respectively [12].

The potentiometric methods was use in order to study the selective properties of the membrane.
Previously, this methodology was successfully applied for studying the transport properties of
membranes [13, 14]. In this method, a potential difference between two electrolyte solutions of
different concentrations separated by a membrane is measured. The main element of the setup is
an electrochemical cell consisting of two half-cells divided by the test membrane. As material for
production of a cell transparent plexiglas will be used optically, it is necessary to have an
opportunity to light a membrane with an external light source. A double-junction Ag/AgCl
reference electrode connected to the input of a P-20 X potentiostat (Elins, Russia) was placed in
each of the half-cells. In this configuration, the potentiostat was used as a millivoltmeter with high
input resistance (102 Q). For minimization of influence of concentration polarization pumping of
solutions through half-cells will be used.
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Results and Discussion

A new type of membrane containing gold nanoparticles was synthesized. A porous glass with
an average pore size of 20 nm was used as the basis for these membranes. Gold nanoparticles were
synthesized inside the pores. As part of the work, the selective properties of the obtained
membranes in model solutions of KCI and NaCl salts were investigated. It was shown that the
formation of particles inside the pores of the membranes leads to a dramatic change in their
selective properties. The results obtained can be widely used in various technologies.
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Introduction

This work is aimed to solve a global problem - the use of renewable energy sources, such as
solar energy. Recently, the interest of direct conversion a gradient of a salt concentration between
seawater and fresh water into electric power using reverse electrodialysis has sharply increased.

Reverse electrodialysis is an electromembrane process of generating electricity using a
concentration gradient. This method of obtaining energy is environmentally friendly. The resulting
electricity can be obtained: by mixing sea and river water; at the enterprises, dumping sewage with
high salinity; on ships of the navy, to create energy-saving devices.

Experiments

The cell for reverse electrodialysis consists of alternating cationic and anion-exchange
membranes, between which salt and fresh water flows. The potential difference arising on the
membranes is summed up and can be used as an energy source. MK-40 and MA-40 were used as
ion-exchange membranes. The number of paired chambers in the cell was 5, the working size of
the membranes was 5x20 cm?; model solution of salt water: saturated NaCl (350g/I), and fresh
water: NaCl with a concentration of from 0.001 to 3.5 g/I; flow rate through all chambers —
260 ml/min; load range: 0-500 Ohms. To convert the current of ions into electric current, it is
necessary to use the RedOx system. The RedOx system was used: a mixture of 0.025 M
Ka[Fe(CN)e], 0.025 M K3[Fe(CN)s], and 0.25 M NaCl. solutions. In this case, a reversible reaction
proceeded:

[Fe(CN)e]* + e <> [Fe(CN)e]

In another case, the electrode chambers were fed with a saturated solution of sodium chloride
to abandon special RedOX system, while irreversible electrolysis reactions occurs:

(()K: 2H20 + 2¢ — H2t + 20H
_ 4H0 - 4e — Opf + 4H"
(MDA 2ci 26 - Clat

Dependence of power versus current density were obtained by connecting various ohmic loads.

Results and Discussion
The dependence of the received power on the current density on the cell is shown in Fig 1.
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The dependence of the maximum power received on the concentration of sodium chloride is
shown in Fig.2. As the salt concentration in fresh water increases, the power grows due to a
decrease in the ohmic resistance of the fresh water chambers. When the concentration rises, the
power characteristics decrease due to a decrease in the concentration gradient.
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Figure 2. Dependence of the maximum specific power on the concentration of NaCl in the model
solution of fresh water for various RedOx systems.

The effect of various RedOx systems on the electrical power received was then evaluated. When
refusing to use ferri/ferrocyanide in electrode chambers, the received power decreases several
times.

Conclusions

A laboratory setup was created to obtain the power characteristics of the reverse electrodialysis
cell. The influence of salt concentration in fresh water on the output power is determined. It is
shown that the presence of a special RedOx system significantly increases the power received.
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Introduction

One of the promising way for the development of electro-membrane technologies is the
preassigned modification of ion-exchange membranes in order to give them the necessary
properties to increase the efficiency of the electrodialysis process. Promising method for such
modification is profiling of membranes with their simultaneous surface modification with various
modifiers, including functionalized hyperbranched polymers.

Objects and methods of research

In this work, the profiled membranes obtained by the technology, described in [1], were
investigated. It is known that during hot pressing of ion-exchange membranes, their microstructure
changes: the number of macro- and mesopores increases, which leads to an increase in the
diffusion permeability of samples and a decrease in their selectivity [2, 3]. The application of a
layer of a homogeneous cation-exchange film on the membrane surface reduces negative effects
[3].

Samples of membranes were made, on the surface of which a different amount of MF-4SK
solution in isopropanol mixed with functionalized hyperbranched polymer based on Boltorn H20
was applied [4]. The specific volumes of the applied modifier were 0.25, 0.5, 1.0, 1.5, and
2.0 ml/cm?. The thickness of the samples as a result of the application of the modifier film to the
membrane surface did not change within the measurement error of the micrometer.

In this work, we used the method of studying the diffusion of an electrolyte solution through a
membrane into deionized water. The calculation of the diffusion flux was carried out on the basis
of an experimental determination of the diffusion rate of electrolyte through the membrane in a
non-flowing two-chamber cell. The cell was thermostated in an air thermostat at a temperature of
25 °C. The volume of each chamber was 100 ml. The membrane under investigation was fixed
between two chambers. Control of the increase in the concentration of the electrolyte in the water
chamber was carried out by the conductometric method using platinized platinum electrodes
connected to an immittance meter.

Experiments

Profiled samples of heterogeneous membranes were used as initial membranes for
modification. The membrane surface was pretreated with “glacial” acetic acid to increase the
adhesion of the modifier according to [5]. Then a mixture consisting of a 10% solution of
perfluorosulfopolymer in isopropyl alcohol, a phosphorylated hyperbranched polymer based on
Boltorn H20 and glacial acetic acid was applied on a profiled surface. After evaporation of volatile
solvents (isopropanol and acetic acid), the membranes were dried at 90 °C. With this method of
obtaining bilayer membranes, polyethylene is interlaced with the hydrophobic part of the
sulfonated polytetrafluoroethylene matrix to form a new intermediate layer, which due to the
presence of the hydrophobic part has high adhesion to the hydrophobic part to sulfonated
polytetrafluoroethylene, and due to the polar part - high adhesion to the substrate membrane. This
method allows to obtain mechanically strong membranes with improved electrochemical
characteristics that can function stably in electrodialysis cells.

Results and Discussion

The dependence of the diffusion flow of salt upon diffusion of 0.1 M NaCl into the deionized
water on the amount of modifier is shown at the Figure 1. Since the membrane has one side with
a smooth surface and the other is profiled, the measurements were performed with a different
orientation of the membrane to the salt flux. The diffusion permeability of the profiled membrane
decreases with an increase in the amount of modifier.
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The orientation of the membranes in relation to the flux of sodium chloride:
1 - smooth surface; 2 - profiled surface.
Figure 1. Dependence of the diffusion flux density of sodium chlorided through the
membranes on the specific volume of the applied modifier.

Conclusions

In present work, profiled membranes were obtained, the surface of which was modified, as well
as its mixture of perfluoropolymer with functionalized phosphoric acid groups, hyperbranched
polymer, the optimal amount of modifier was determined. The dependence of diffusion
permeability on the amount of modifier was measured, asymmetry of diffusion permeability was
found depending on the orientation of the membrane to the salt flow. The resulting membrane is a
promising material for use in electrodialysis.
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Introduction

In the privies publication [1, 2, 3] synthesis and properties of activated carbon fibers based on
new precursor — polyoxadiazole — were discussed.

Experiments

In the present report on describe the process to obtain the adsorption active carbon-carbon
composites in the form of electro conductive membranes. To produce the membranes on utilized
as the filling materials or the nonwoven materials or the tissues made of activated carbon filaments.
The carbonized phenolic resin acts as a matrix. The scheme employed in order to make the
composite membrane is as follows: in the first step on impregnate the activated carbon fiber
material by phenolic resin so on obtain the prepreg; in the same time on polymerize the plate and
in the same time on polymerize the resin at the temperature of 175-180 °C. After that on carbonize
the previous obtained plate the inert atmosphere by the temperature 750-800 °C.

On can obtain the carbon-carbon composite plates with various thickness.

Results and Discussion

The structure of plates first of all depends on the structure of the filling materials. The thickness
and apparent density depends not only on the structure of fibrous fillers but also on the matrix
quantity and the compression degree of prepreg. Typically the composite plates are the thickness
0.5-3 mm and bulk density 1,3-1,4 g/cm®. The plates also possess the electrical conductivity. There
resistivity is usually ranges from 0,02 to 0,03 Om-cm.

Regarding the adsorption capacity it can be stated that the obtained carbon-carbon composites
can adsorb more of some metal ions then the precursor activated carbon fibers materials. Right
for example the adsorption of Ag* and Cr®* ions activated carbon fibrous materials was 9 mg/g
and 20 mg/g respectively. In the same time the composite adsorption capacity for Ag* and Cr®*
ions under the same conditions was 18 mg/g and 40 mg/g. Adsorption conditions was: temperature
— 22 °C, time of adsorption 60 min, initial concentration of metal ions 100 mg/I.

The adsorption active carbon-carbon composite plates can be utilized as a filters for metal ions
removal from contaminated waters or in some electrochemical processes. Also they may be the
catalysts carriers.
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Introduction

The energy production methods widely used at the present moment are drastically affecting the
environment. This forces the development of environmentally-friendly and, in particular,
renewable energy sources. In respect to long-term storage, the most promising technology is the
hydrogen cycle based on a fuel cell (FC). About 90% of fuel cells produced currently are the low-
temperature proton-exchange membrane FCs. Their main advantages are a quick start-up and
simplicity of operation. At the same time, a high humidity of the supplied gas should be
maintained, and a high-purity hydrogen should be used [1]. This makes it impossible to use a
cheaper hydrogen produced by conversion of the natural gas, alcohols or biomass [2]. Therefore,
it is necessary to develop fuel cells able to operate at 120-200°C and at relatively low humidity. In
this context, considerable attention is drawn to the membranes based on polybenzimidazoles
(PBIs) doped with phosphoric acid, that are able to operate at elevated temperatures, have high
chemical resistance, and thermal stability.

Stabilization of phosphoric acid in the polymer matrix is one of the primary challenges in the
development of PBI-based composite membranes. The main approach is associated with
introduction of inorganic dopants with a high sorption activity [3]. In addition, the conductivity of
PBI membranes usually correlates with the phosphoric acid content, the latter acting both as a
charge carrier and conduction medium.

The aim of the present paper is to study hybrid PBI membranes containing silica particles with
propyl-imidazoline groups-modified surface (SiO2-Im).

Experiments

The phthalide-containing PBI (PBI-O-PhT) and polybenzimidazoles obtained from 2,6- or 2,5-
pyridinedicarboxylic acids (PBI-2,6Py and PBI-2,5Py) were used as starting materials. Two
methods were used for polymer modification: casting of a solution with the pre-synthesized silica
particles (SiOz2lm-ex, the 1st method) or with a precursor for their synthesis (SiO2lm-in, the 2nd
method). In both synthesis methods, the silica content was varied from 0 to 20 wt%. All the
obtained samples were kept in phosphoric acid at 25°C for 7 days. Its concentration was 75% and
60% for PBI-O-PhT and PBI-2,5Py (PBI-2,6-Py), respectively. After the treatment, the weight of
the membranes increased 2.5-3 fold. Finally, the samples were dried under vacuum at 70°C for 4
h.

Results and Discussion

Incorporation of the silica with additional basic nitrogen atoms on the surface leads to an
increase in the doping degree of phosphoric acid for all the studied polymers. The most pronounced
increase is observed in the case of modification with SiO2Im-in. It is probably due to a smaller
particle size compared with SiOz2Im-ex or a higher sorption capacity. The interactions between 3-
(2-imidazolin-1-yl)propyl group of silica and nitrogen-containing moieties of the PBI can also play
arole in the packing of polymer chains. As a result, the grafted functional groups of silica and the
nitrogen atoms of the PBI itself become more accessible to the acid.

With increasing relative humidity, the growth of conductivity is observed for all the PBI-based
hybrid membranes (Fig. 1). For the membranes obtained by the 1st method, the highest
conductivity increase is 26% for the PBI-O-PhT/SiO2Im-ex-15 membrane (at RH = 50%) and 43%
for the PBI-2,6Py/SiO2lm-ex-10 membrane (at RH = 85%). For the membranes obtained by the
2nd method, the conductivity increases up to 32% for the PBI-2,6Py/SiO2lm-in-10 membrane (at
RH = 50%) and 40% for the PBI-O-PhT/SiO2Im-in-10 (at RH = 50%). The reason for the
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conductivity enhancement in this case is the increase in charge carrier concentration due to a larger
dissociation degree of phosphoric acid in a more dilute solution within the pores. In addition, the
growth of relative humidity lowers the viscosity of the “solution” within the membrane (due to an
increased water uptake) thus promoting an increase in ion mobility and, consequently, an increase
in conductivity.

loge [S/em]

g
=
1
loger [Siem]

RQ,% U _ RH, %
a b
Figure 1. Plots of conductivity versus relative humidity at 90°C for the PBI-O-PhT (1), PBI-
2,5Py (2), PBI-2,6Py (3) membranes containing 15 wt% of SiO2Ilm-ex (a) and 15 wt% of
SiOz2lm-in (b).

The temperature dependence of the conductivity in composite membranes without additional
wetting revealed that incorporation of the modified silica leads to a conductivity enhancement
regardless of the membrane preparation method. For the hybrid membranes obtained by the 1st
method, the maximum in the conductivity-composition curves appears at 5-15 wt% of SiO2Im-ex.
Further increase in its content leads to a decrease in the hybrid membrane conductivity. For the
membranes modified by the 2nd method, the highest conductivity enhancement is observed for the
PBI-2,5Py-based samples. Notably, the difference in the structure of the obtained hybrid
membranes (mutual positions and packing of polymer chains) has a significant impact on the
observed composition effect.

Incorporation of small amounts of silica surface-modified with basic groups results in a
reduction of hydrogen permeability. Yet, in the case of SiO2lm-ex incorporation, the increase in
its concentration leads to a considerable enhancement of gas permeability, whereas in the case of
SiO2lm-in, an opposite effect is observed. This effect is due to different particle sizes used in
different methods.

The results suggested that the obtained hybrid membranes are promising electrolytes in high
temperature proton exchange membrane fuel cells without additional moistening.

This work was financially supported by the Russian Science Foundation (project
no. 17-73-10447).
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Introduction

The constant growth of the interest in the processes associated with refinery gases and their
components (ethane, propane, butane) is observed [1]. These gases are known as not only a fuel,
but also as a raw material for the synthesis of valuable products having olefins as the products of
the first stage of the processing. The oil industry is under pressure to find replacements for the
high octane blending components in gasoline which are no longer allowed. And olefins like
isobutylene, butene and their oligomers (octenes), have a high potential as their blending octane
values are much higher-up to 164.

One of the problems along this path is the separation of saturated and unsaturated hydrocarbons
mixtures. Industrially, this separation is carried out by cryogenic distillation, which is highly
energy-intensive. The membrane separation has some advantages in comparison with distillation
and adsorption methods due to its low energy consumption, moderate cost and compact design [2].

However, butene/butane separation using conventional membranes has some difficulties caused
by the similar structure and sizes of their molecules. This problem can be solved with the use of
membranes in which the facilitated transport mechanism is realized [3]. The significant attention
to such materials and processes is determined by their high efficiency. One of the examples is the
process of facilitated olefin transport via the selective formation of complexes with silver and
copper ions contained in the membranes. The advantages of these systems are high olefin
permeability coefficients and selectivity of the gas mixture separation processes. In light of the
above, the ion exchange membranes form can be suggested as the most promising solution. The
membranes based on polyethylene with radiation chemically grafted sulfonated polystyrene (SPS)
were chosen because of the possibility to obtain membranes with a wide range of carrier
concentrations by varying the polystyrene grafting degree and its sulfonation [4].

In this paper, the dependence of the transport processes selectivity of butenes/butane mixture
components on the concentration of sulfonic acid groups and the gas stream humidity in
membranes based on polyethylene with radiation chemically grafted SPS.

Experiments

The sulfocathionite membranes obtained by post-radiation graft polymerization of styrene on a
low density polyethylene (PE) film with a thickness of 20 um were studied, followed by
sulfonation of the grafted polystyrene (PS) by the procedure described in [4]. The membranes with
different grafting degrees were studied (0-122%). The grafting degree of polystyrene (Ap) was
calculated as the weight gain of the film, referred to the original film mass.

The permeability measurements of the polymeric membranes based on polyethylene grafted
with sulfonated polystyrene for the butene/butane mixture separation were carried out in a stainless
steel flow-through diffusion cell divided by a membrane with an area of 3.46 cm? into two non-
communicating chambers. The studied gas mixture was introduced into one of the chambers, while
helium was introduced into another chamber and acted as a carrier gas. Both gas streams were
moistened by passing through the bubbler. The relative humidity level (from 30 to 80%) was
created by changing the temperature of the bubblers with distilled water. Before each experiment,
the membrane was pre-moistened with a stream of moistened gases for two hours. Humidity of
gases was determined at the outlet from the membrane cell.

The permeability coefficients of ethylene and ethane (P) were determined as the individual
gases fluxes through the membrane at room temperature and expressed in Barrers [1 Barrer =
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101%-cm3(STP) cm/(cm?-s-cm Hg)]. The separation factor of ethylene and ethane was determined
as the ratio of the permeability coefficients of these gases.

Results and Discussion

The development of test modes for C4 olefin/paraffin mixtures separation with the use of the
polyethylene-graft-sulfonated polystyrene membranes in a flow-through diffusion cell with gas
chromatographic analysis of the penetrated through the membrane mixtures has been occurred.

A comparative study of butenes permeability was performed on a sample with PS grafting
degree of 50% and the gas humidity of 80%. The membrane was fed a mixture of butenes and
isobutylene in a 1: 2 ratio, obtained during the butanol dehydration reaction. It was shown that the
butene permeability 3 times exceeds the isobutylene permeability (450 versus 150 Barrer). In this
regard, further permeability studies were carried out for isobutylene, having the lowest
permeability in a series of isomers. The effect of the gas mixture humidity on the permeability
coefficient of isobutylene was studied on a membrane with a PS grafting degree of 36%. The
moistening process was performed using the thermostatic barbaters with distilled water
simultaneously on the membrane both sides in order to avoid the appearance of a humidity gradient
across the membrane thickness. It was shown that with a humidity increase, the permeability of
isobutylene increases. The membranes permeability for isobutylene increases substantially with
an increase in the relative humidity and, accordingly, in the moisture content of the membranes.
However, permeability actually reaches saturation with increasing humidity.

A study of the membranes permeability with varying PS grafting degrees (36, 50%) for
individual butane and isobutylene gases showed that the isobutylene permeability in all studied
systems exceeds the butane permeability strongly, despite the larger effective cross section of the
branched isobutylene molecule. This indicates a significant role of the facilitated transport in the
penetration process (due to the formation of a isobutylene complex with a proton through a double
bond). The permeability coefficient value and the separation factor decreases with the PS grafting
degree increasing.

Table 1: Gas permeability coefficients and separation factors of C4Hs/C4H1o mixtures for
the membrane with PS grafting degree of 36%. Relative humidity 80%

The Gas permeability coefficient, Barrer Separation factor of
is_obutylene/but_ane isobutylene butane isobutyl_ene/butane
mixture composition mixture

10:90 665 26 26

25:75 250 29 8,6

65:35 77 24 3.2

It was shown that butane permeability from the mixtures with a relatively low content of
isobutylene is much lower than the permeability of isobutylene (Table 1). The separation factor
and the permeability of isobutylene increases with a decrease in its concentration in the mixture.
The highest permeability coefficients for isobutylene and separation factors are observed when
using a mixture of i-C4Hs/CsH1o containing the minimal amounts of isobutylene. At the same time,
the value of the permeability coefficient of butane practically does not change with an increase in
the isobutylene concentration in the mixture.

The dependences obtained (Fig. 1) indicate an increase in the isobutylene permeability with an
increase in the polystyrene grafting degree from 8 to 36% and a further decrease in the isobutylene
permeability with an increase in the PS grafting degree, wherein butane permeability varies
slightly. The gas separation factor maximum value is also observed for a membrane with a grafting
degree of 36%, and its subsequent increase leads to a drop in the separation factor magnitude.

The effect of isobutylene/butane mixture humidity changes on the permeability coefficients was
studied. The Isobutylene permeability increases with the relative humidity, while butane
permeability gradually decreases. As a result, the factor of their separation increases with the gas
mixture humidity increasing; its maximum value is achieved in the membrane with the grafting
degree of of 36%.
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Figure 1. The permeability coefficients dependence of gases recovered from the isobutylene and

butane mixtures of composition C4aHg/ CaH1o = 10:90 v/ v. on the membrane PS grafting degree:

1 - isobutylene permeability, 2 - butane permeability, 3 - isobutylene - butane mixture separation
factor. Relative humidity - 80%.
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Introduction

Nowadays the membrane gas separation technologies are a high-tech, energy-efficient and
environmentally friendly process. The presence of possible numbers of membrane polymers
usually shown on Robeson plot [1]. But in gas separation commercially there are used not many
membranes. Moreover, from the economical point of view any technological process should be
calculated on only with consumption of product creation, but also by membrane disposal after its
usage. In the literature very a few works are devoted to the topic of membranes polymers
utilization, the study of ways to recycle membranes. Despite the fact that the volume of membrane
polymers relative to the volume of polymeric wastes throughout the world is not comparatively
small, toxic substances are not rarely involved in their production, which, when dumping or
burned, can seriously harm the environment. It is important to understand what substances
polymers decompose during recycling, so the aim of the presented work is to study of the
utilization of used membranes based on polyelectrolytes after gas separation. From the ecological
point of view the interest to biopolymers which can easily degraded is the area of high interests.
For the current study, the membranes based on natural polymer chitosan (CS), the macromolecule
of which is a polyelectrolyte in the protonated form in weakly acidic aqueous solutions, as well as
a stable polyelectrolyte based on the quaternized derivative of chitosan (qv- CS) were chosen due
the fact its practical application in gas separation and pervaporation processes [2,3].

Experimens

Chitosan (CS, molecular weight (MW) = 1.05-10° Da, deacetylation degree (DD) = 80%) was
supplied by Bioprogress CJSC (Russia). Figure 1 suggests that uaternized derivative of chitosan
was obtained by the following reaction:

OH OH

HO CPaN

Figure 1. The reaction of CS with glyceryl-3-methylammonium chloride (GTMAC).

Quaternized derivative of chitosan was synthesized by a quaternization reaction with GTMAC
in the ratio of components 5:15 in an aqueous medium for 16 hours at a temperature of 353 K.
After separation of the reaction product and extraction with ethanol in the Soxelet extractor for 24
hours, the yield of the quaternized product was 70%. The formation of qv-CS was proved by IR
spectroscopy. Solid polymer membranes were obtained by pouring a solution of the polymer on
an inert substrate.

The fungus resistance of the obtained CS and qv-CS was evaluated in vitro in vitro by the strains
of the fungi Aspergillus niger, A. terreus, A. oryzae, Chaetomium globosum, Paecilomyces
variotii, Penicillium funiculosum, P. chrysogenum, P. cyclopum, Trichoderma viride. The
experiments identified true destructors capable of enzymatic degradation the components of the
material.

In the course of the experiments, real destructors capable of enzymatic degradation of
membrane materials based on CS and qv-CS were identified. The essence of the method consists
in keeping the film materials infected with spores of various fungi under optimal conditions for
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development (T=302 K) on the complete nutrient medium of Chapek Doks and sucrose-depleted
with a subsequent assessment of the degree of development of moldy fungi.The total aerobic
biodegradation of polymers under controlled incubation conditions was conducted in the activated
sludge media by measuring gravimetrically the amount of carbon dioxide emitted.

The thermophysical properties of CS and qv-CS are characterized using of evolved gases
analysis (EGA) mass spectrometry during pyrrolitic decomposition in an inert medium. For direct
EGA-MS measurements, a temperature-programmable Multi-Shot Pyrolyzer EGA/PY- 3030D
(Frontier Laboratories, Fukushima, Japan) was used.

Results and Discussion

The results of fungus resistance showed that the studied samples of the qv-CS in comparison
with the initial CS in Chapek Doks's media complete nutrient media and sucrose-depleted, have a
prolonged effect. On CS films, the growth of Aspergilus Niger is pronounced, which uses the
material as a power source in competition with Penicillium Funiculosum and Trichoderma viride,
and on the fragments of qv-CS

According to the results of the study of the biodegradation of materials on the basis of CS and
gv-CS, it was found that polymers are bioavailable and on the third week of testing the rate of
decomposition of polyelectrolytes, in comparison with the zero day, increases by two and half
times.

The results of the thermal degradation of the qv-CS correlate with the literature data, the
decomposition begins at a temperature of just over 500 K (table 1.), while the thermal degradation
of the original CS is initiated 40 degrees higher. It should be noted that almost all chitosan
derivatives, including copolymers with vinyl monomers, have a lower decomposition temperature
than the initial CS (543 K).

Table 1: Results of evolved gases analysis (EGA) mass spectrometry during pyrrolitic
decomposition

Sample m/z Substance Lirgrr;%raattil:)rri OKf

18 Water
28 Nitrogen

Chitosan 44 Carbon dio.xide > 543
59 Acetamide
80 Butandinitrile
94 Dimethylpropanedinitrile
18 Water

Quaternized 17 Ammonia

R : - - >508.15
derivative of chitosan 58 N, N-Dimethylaminoethanol
88 1- 1-Dimethylamino-2,3-propandiol
Conclusion

Quaternized derivative of chitosan did not affect the properties of the fungus resistance and
biodegradability of the materials, the most competitive in terms of development were identified
strains of Aspergillus niger, Trichoderma viride and Penicillium funiculosum, which are capable
of enzymatic hydrolysis of CS-based membranes and qv-CS. During thermal destruction of
membranes on the basis of CS and qv-CS release of toxic decomposition products was nodetected.
Comparing the results of membrane utilization methods, we can say that all of them are applicable,
but with respect to preserving the ecology of ecosystems, it is preferable to choose
biotechnological methods for processing gas separation membranes, in which materials are
destroyed due to complete aerobic biodegradation. The applicability of this method to membranes
of different nature can be determined using rapid fungus resistance tests.

This work was supported by the Russian Science Foundation (grant no. 18-19-00453).
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Introduction

The molecular-level separation using membrane processes are widely studied for their
application in the petrochemical industry. It is attractive to combine membrane and absorption
technologies for olefin/paraffin separation in gas-liquid membrane contactors. In this case, a
membrane acts as interphase between gas and liquid, whereas separation results from the different
solubility of saturated and unsaturated alkanes in absorption liquid [1]. The common absorbents
are solutions of transition metals salts able to form n-complexes with olefins. The goals of this
study were (1) the development of composite hollow fiber membrane with a thin layer made of
ultra-permeable poly(1-trimethylsilyl-1-propyne) (PTMSP) and (2) modeling of ethylene/ethane
separation in the membrane contactor with aqueous AgNOs as an absorbent.

Experimental

Asymmetrical polysulfone (PSf) supports were fabricated according to the well-known NIPS
(nonsolvent-induced phase separation) technique. Deposition of thin PTMSP layer was performed
by casting 1 wt. % PTMSP solution in n-hexane on the lumen surface of PSf support. The
composite PSf/PTMSP membranes were characterized with pure ethylene and ethane permeance

(P, /1)) by constant pressure/variable volume method. Gas-liquid membrane contactor experiment

was performed on laboratory setup described elsewhere [2]. C2H4/C2Hs (20/80 mol %) gas mixture
was brought to the fibers shell side. Aqueous silver nitrate solution was brought into the fibers
lumen in counter-current flow mode. The gas mixture was periodically sampled, and its
composition was determined by the gas chromatograph Crystallux-4000M. The concentration of
AgNO:s (aq) was varied from 1 to 6 M, the liquid flow rate was 4.5, 9.0, and 18.0 mL/min (linear
velocities 0.05, 0.1, and 0.2 m/s). The experiment was performed under constant temperature
(T = 298 K) and pressure of feed gas (p = 10° Pa).

Modeling
The experimental overall mass transfer coefficient (MTC) based on the gas phase K, for

component A can be calculated from the observed mass transfer flux Ja: J, =K,Ap,  where

E is the log-mean of the partial pressure difference of component A in the gas mixture (feed)
and the bulk liquid (permeate). Selectivity in the membrane contactor was defined as the ratio
between ethylene and ethane MTCs or overall permeances: a =K ,, / Kem, -

Gas mass transfer in a contactor includes three stages: diffusion from the bulk gas to gas-
membrane interface with the MTC k , permeation through the membrane with the MTC k,, and
the gas transfer from the liquid-membrane interface to the bulk liquid with the MTC k, . According

to the resistance-in-series model, the overall resistance, i.e. the reciprocal of the overall MTC,
equals the sum of the gas film resistance, the membrane resistance, and the liquid film resistance
is given by [3]

1 1 1d 1 d

0 1
k EAS™ d, @

where S™ is the partition coefficient of the physically absorbed olefin, d,, d, and d, are the
outer, inner and log-mean diameters of the hollow fibers (in our case d,/d,, 1.3, d,/d; ~1.6),
Ea is the enhancement factor due to the chemical reaction of the olefin with silver ions.
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The membrane contribution k,, to the overall MTC is equal to the composite membrane

permeance, k, =P,/l. The liquid phase contribution to the overall MTC at physical gas

absorption can be estimated using the known correlation ratios [4]. To calculate the liquid film
resistance, it is necessary to find the enhancement factor Ea, which is the ratio between the olefin
fluxes across the liquid boundary layer, with and without the chemical reaction.

The interaction between ethylene and silver ions to form the olefin-Ag* complex can be
considered as an instantaneous reversible reaction taking place at the gas-liquid interface [5]. In
this assumption, an equation for the enhancement factor has been derived:

E, =L47SE™ /S = S5 S5 @

where y is the degree of dissociation of AgNOs, S5™" is the partition coefficient for chemically

absorbed gas. The approximate equality in the Eq. (2) is obtained considering the fact that physical
solubility being significantly lower than the chemical solubility. The values of y are known from

the literature. The parameter Sf\hem is related to the equilibrium constant K of the chemical
absorption of gaseous CzHa:

CoHa4 (g) + Ag™ <> CoHs—Ag*

This constant was found by approximation of the experimental data of ethylene absorption in
AgNOs (aq) using Langmuir-like equation. It has been obtained that the equilibrium constant

decreases while the value of S;*" increase (from 8.8 to 32.3) when the AgNO3 (aq) concentration
increases from 1 M to 6 M. The chemical solubility of ethylene in AgNOgz solution (in the limit of
small partial pressures) was calculated as S = RTc,,K, where c,, is the total AGNOs molarity,

R denotes the gas constant, T is the temperature. Thus, we have found that the product E,S™,
which is included in Eq. (1), can be expressed in terms of known parameters:

EASE™ = yRTc, K, (3)

Results and Discussion

In this study, the hollow fiber membranes with a thin selective layer based on PTMSP with the
thickness of 4-5 um on porous asymmetric PSf support were fabricated. These membranes were
applied for the separation of ethylene from ethane in the gas-liquid membrane contactor using
aqueous AgNOsz solutions.

During the process the gas mixture flows alongside the hollow fiber membranes. Some amount
of gas mixture penetrates through the membrane and dissolves in the AgNOzsolution. The ethylene
is absorbed preferentially due to the complexation reaction with silver ions. The mole fraction of
ethylene at the outlet of the contactor decreases, whereas ethane fraction increases. The ethylene

recovery 7 =1-x3"/x (xand x2" is the molar fraction of ethylene at the inlet and the outlet of

the membrane contactor, respectively) reaches the value of 33% for 1 M solution and 44% for 5
M solution.

It was found that the ethylene overall permeance in the membrane module increases with the
liquid flow rate and AgNOs concentration. The effect of AgNOs concentration in the absorbent is
presented below (Fig. 1). The overall permeance of ethylene increases from 63 GPU for 1 M salt
solution to maximum value 83 GPU for 5 M solution, and then declines to 71 GPU for 6 M
solution. Ethylene/ethane selectivity reaches the maximal value of 7.1 for the 5 M silver nitrate
solution. To the best of our knowledge, the realized value 83 GPU (0.22 m® (STP)/m?-h-bar) is
result exceeded the values for the previously studied thin film composite membranes by an order
of magnitude.
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Figure 1. The overall permeance of ethylene and ethylene/ethane selectivity as a function of
AgNO3 concentration. The liquid velocity was 0.2 m/s; GPU denotes gas permeance unit, 1 GPU
= 3.35-101° mol/(m?-s-Pa).

An important aspect of the membrane applicability is the stability of transport properties over
time in the gas-liquid membrane contactor. The membranes were operated for six months under
membrane contactor conditions and showed acceptable mass transfer stability confirmed by the
fact that the ethylene overall permeance was decreased only by quarter from 80.7 to 61.5 GPU.

The membrane and liquid phase contributions to the overall ethylene mass transfer resistance
within the resistance-in-series model was estimated using simple approximate formula for the
enhancement factor which is the product of AgNO3 degree of dissociation and the ratio of chemical
to physical solubility of ethylene in the liquid absorbent. The resistances of membrane and liquid
phase were shown to be 50 and 39 %, respectively, i.e. both resistances are significant and
comparable.
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Introduction

Understanding the impact of ion exchange membrane surface charge, estimated by measuring
zeta-potential (), on its electrochemical properties is of great interest. According to Rubinstein
and Zaltzman [1, 2] increasing { should lead to an increase in electroconvection (EC) rate.

Here the effect of the surface charge of ion-exchange membranes on transition time found by
chronopotentiometric curves treatment is reported.

Experiments

The objects of study are Nafion 117 and Nafion 438 homogeneous ion-exchange membranes
differing in surface structure and chemical composition. The studied samples consist of a
perfluorosulfonic acid and polytetrafluoroethylene copolymer. Samples differ in equivalent weight
that is the number of grams of dry Nafion per mole of sulfonic acid groups when the material is in
the acid form, 1100 g/mol and 4300 g/mol, respectively [3].

The Nafion 438 membranes have a structure that differs from those of the Nafion 117. There is
a flat reinforcing net of polytetrafluoroethylene with high strength. In addition, Nafion 117 and
Nafion 438 membranes differ in surface morphology: the first is smooth on both sides, and the
second has a rough relief from one side (the other is smooth).

Results and Discussion

Transition time is an important characteristic that can be determined from chronopotentiograms
obtained at overlimiting current densities. This is the point in time where the mechanism of ion
delivery to the membrane surface is changed from electrodiffusion to a more complex one,
associated with water dissociation and convection initiated by current flow.

Figure 1 shows the experimental and theoretical chronopotentiograms calculated using the
developed 2D mathematical model.
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Figure 1. Experimental Chronopotentiograms for Nafion 117 and Nafion 438 Membranes (a)
and Calculated Chronopotentiograms Using the Developed 2D Mathematical Model (b)
(¢-potential values were changed in the range from -0.5 to 0.5 V, the direction of increase & is
indicated by an arrow, the dashed line indicates the chronopotentiogram for & = 0 V) at
J = 1.25jiim.

We have developed a 2D model based on the Nernst-Planck-Poisson-Navier-Stokes equations,
where zeta-potential enters as parameter. Our computations show that the value of zeta potential

226



significantly affects the value of the transition time (Fig. 1b). In addition, zeta potential affects the
stationary potential drop on chronopotentiograms. However, with an increase in the current density
the effect of the zeta potential in both cases becomes less significant. This is due to the fact that at
currents close to the limiting value, the electroconvection occuring as the electroosmosis of the
first kind has the greatest influence on the behavior of an electromembrane system [4]. At currents
greater than 1.4 jiim electroconvection becomes dominant due to the action of the electric force on
the extended space charge region. The contribution of the surface charge to the intensity of
electroconvection is leveled, and differences in the behavior of the membranes associated with the
chemical composition are reduced.
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Introduction

In the recent work [1, 2], it was theoretically shown that the membranes with specified surface
tailoring can possess mass transport characteristics exceeding the homogeneous membranes. The
questions of precise fraction of insulating surface and other parameters affecting the mass
transport, such as hydrophobicity, is required for such improvements. The aim of the work is to
show the effectiveness of membrane surface hydrophobization in the mass transport improvement.

Experiment

The object of the study was the commercially available homogeneous membrane AMX (Astom,
Japan), the samples of which were coated with dots of inert hydrophobic fluoroplast-42 material.
Modified membranes differ in the fraction of coverage modifier.

Theory

The conventional equations system (Nernst-Planck-Poisson-Navier-Stokes) of the basic
mathematical model [3] and electric current stream function [4] were applied to simulate the ion
and volume transport in an electrodialysis system with a homogeneous membrane partially
covered by nonconductive hydrophobic material. The model is two dimensional and nonstationary.
An anion-exchange membrane whose surface consisted of alternating hydrophilic conductive and
hydrophobic insulating stripes was examined.

Results and Discussion

The shape of numerically simulated and experimantal chronopotentiograms (ChPs) allows
distinguishing three regions, differing in the mode of ion delivery to the membrane surface. In the
first one, the dominant mechanism of ion delivery is electrodiffusion.

The second region is characterized by a steep increase of potential drop caused by depletion of
the solution at the membrane surface. A low potential drop and strongly nonlinear concentration
profile near the membrane show that the mechanism of ion delivery becomes mixed. However, the
electroconvective mixing here is weak and occurs only close to the membrane surface near the
conductive stripes.

In the third region, smooth but quite significant growth of potential drop appears due to
depletion of the solution near the conductive stripes. Then the potential drop growth steeply
decreases and the system reaches a stationary condition.
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Introduction

It is known that world production of polypropylene (PP) approaches one hundred thousand tons
per year, being second only to polyethylene. But after the synthesis of PP, the catalyst and other
substances involved in the creation of the final product fall into the category of unnecessary and
unknown impurities, and their presence may determine the properties of the material that are not
inherent to PP. The presence of such impurities in the polymer is revealed by the study of transport
properties — diffusion, sorption, pervaporation, which are sensitive to changes in the molecular and
supramolecular structure of the polymer. The goal of this work is to investigate the interaction of
such impurities contained in polypropylene membranes with hydrophobic and hydrophilic probe
fluids at different temperatures using the pervaporation method.

Experiments

The objects of the study were industrial films of isotactic PP of grade 01030 with a thickness
20 um, density 0.96 g/cm?®, melting point 160—168 °C, the volume fraction of the amorphous phase
47.5%. To study the permeability of hydrophobic isotactic PP, hydrophilic substances acetone,
isopropanol and water, and hydrophobic substances hexane and dioxane were chosen. The
temperature dependence of the permeability of PP films was studied by the pervaporation method.
The vapor that passed through the membrane was condensed in a trap cooled with liquid nitrogen.
To calculate the flux density, the mass of the condensed substance was determined.

Results and Discussion

Figure 1 shows the temperature dependences of the pervaporation flux density of the selected
individual substances through films of isotactic PP. Acetone and isopropanol both contain two
hydrophobic methylene groups, still remaining hydrophilic compounds due to the presence of
carbonyl and hydroxyl groups with dipole moments of 2.850 and 2.660 D, respectively. Water has
a dipole moment of 1.840 D, does not wet the PP film, does not dissolve in hydrocarbons and can
penetrate through the films only if the hydrophobic polymer contains impurities with pronounced
hydrophilic properties.

The densities of pervaporation flows of hydrophilic acetone, isopropanol and water are
insignificant, practically coincide and do not depend on the direction of temperature change. The
temperature dependences of the permeability of PP with respect to hydrophobic dioxane and
hexane have a different appearance. In the range of 2040 °C, the flux density of dioxane is close
to the values of the flux density for hydrophilic substances, and then increases sharply and at 70 C
reaches a value about 5 times higher than the initial (at 20 C), and the permeability of hexane is
two orders of magnitude higher than that of hydrophilic substances. The flux densities increase
apparently due to the swelling of the films in dioxane and hexane, which leads to an increase in
the free volume of the polymer, to a change in its supramolecular structure, and the transmembrane
flow flushes out the impregnated hydrophobic impurities.

The permeability of PP films with respect to hydrophilic substances is significantly influenced
by the sorption options of hydrophobic substances. Figure 2 shows the changes in the permeability
of the PP film with respect to acetone and water with different variants of the experiment. From
the data it can be seen that if the modification of the film is carried out in the process of
pervaporation, the so-called one-sided sorption, then the hydrophobic hexane is sorbed on the side
of the film facing the liquid and modifies the supramolecular structure of the polymer not over all
its thickness, since on the side of the film facing the chamber containing the vapor phase, pressure
~ 15 Torr. It is possible to modify the structure of the PP over the entire thickness of the film, if it
is previously held in liquid hexane outside the pervaporation installation, i.e., if two-sided sorption
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of hexane is carried out. When replacing acetone with water, similar dependences were obtained,
showing that the preliminary sorption of hydrophobic hexane due to an increase in the free volume
of the polymer during its sorption leads to an increase in permeability.

600 - 5
400 ]
200 /
T 4
144
£

=
N
I

]

3

J10% kg /m?h
=
o
1
™ y10”, ke
\\\\\G\\

0]
1 L

20 | 40 | 60 | 80
Figure 1. Temperature dependences of the pervaporation flux density of individual substances
through isotactic PP films: 1 — acetone, 2 — isopropanol, 3 — water, 4 — dioxane, 5 — hexane.
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Figure 2. Temperature dependences of the pervaporation flux density of individual substances
through isotactic PP films depending on the method of their modification:
1 — acetone, 2 — acetone after one-sided sorption of hexane, 3 — acetone after two-sided sorption
of hexane, 4 — water, 5 — water after one-sided sorption hexane, 6 — water after two-sided
sorption of hexane, 7 — hexane.
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Figure 3. Temperature dependences of the pervaporation flux density of individual substances
through isotactic PP films depending on the method of their modification: 1 — water, 2 — water
after one-sided sorption of dioxane, 3 — water after two-sided sorption of dioxane, 4 — dioxane,
5 — dioxane after one-sided sorption of water, 6 — dioxane after two-sided sorption of dioxane.

Figure 3 shows the temperature dependences of the density of the pervaporation flow of water
and dioxane through PP films, depending on the method of their modification. It can be seen that
the permeability of the PP film with respect to hydrophilic water can be slightly increased if one-
and two-sided sorption of hydrophobic dioxane is carried out, and the permeability of dioxane
itself increases, if its two-sided sorption is first carried out.

Thus, in the work, the pervaporation properties of industrial PP films of grade 01030 with
respect to model hydrophobic and hydrophilic liquids and their temperature dependences were
determined for the first time. It was shown that one- and two-sided sorption of hexane and dioxane
leads to a modification of the supramolecular structure of polypropylene films, making it possible
to increase their permeability and partially remove the hydrophobic and hydrophilic impurities
contained in them.
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Introduction

Polyacrylonitrile (PAN) features a high resistance to non-polar and low-polar solvents (alcohol,
hydrocarbons) and thermal stability. [1] PAN-based membranes are widely used in the
ultrafiltration process [2] and as supports for composite gas separation, pervaporation and
nanofiltration membranes. However, PAN is rarely applied in the form of homopolymer, in most
cases it is copolymer with itaconic acid, methylacrylate, methylmethacrylate, vinylacetate, etc.
The aim of the work was to study the influence of the chemical composition and molecular weight
of acrylonitrile copolymers on the structure and performance of porous membranes.

Experiments

Porous membranes based on PAN were obtained by a non-solvent induced phase inversion
method. Copolymers of acrylonitrile were dissolved in N, N dimethylformamide (DMF) and
dimethyl sulfoxide (DMSO) (12-16 wt.%) for the preparation of casting solutions. In this work,
various acrylonitrile copolymers were used as membrane-forming polymers to obtain samples of
porous flat shet membranes. The main composition, molecular weight and the degree of
polydispersity of acrylonitrile polymers used in this work are listed in Table 1.

Table 1: The main properties of the used copolymers of acrylonitrile

Intrinsic
Name Copolymer composition Mw, Da [ Mw/Mn viscosity Producer
n
paN-1 | Poly (acrylonitrile-co-methyl | ;y7156 | 5 39 1,414 VNIISV, Russia
acrylate) (92: 8)
poly (acrylonitrile-co-methyl Open Joint Stock
PAN -2 acrylate-co-itaconic acid) 61156 1.72 0,809 Company “Naftan”,
(92.7: 6.0: 1.3) Belarus
) poly (acrylonitrile-so-itaconic European Carbon
PAN -3 acid) (99: 1) 98700 2.56 1,285 Fibers, Germany
) poly (acrylonitrile-co-methyl HAIHANG INDUSTRY
PAN -4 acrylate) (93.6: 6.4) 75900 2.88 0,647 CO.,LTD, China
) poly (acrylonitrile-co-methyl HAIHANG INDUSTRY
PAN -5 acrylate) (91.5: 8.5) 81000 235 0,955 CO., LTD, China

The casting solution was applied onto the glass plate as a thin layer using a casting blade with
a thickness of 160 pm and thereafter precipitated in distilled water to obtain porous PAN
membranes. The structure of the obtained membranes from acrylonitrile copolymers was
investigated by scanning electron microscopy (SEM). The intrinsic viscosity was studied using a
capillary viscometer with an internal capillary diameter of 0.56 mm. Polymer solutions
concentration of 0.5 wt. % in DMF was used, the system is the system was thermostatically
controlled to ensure a constant temperature of 25 °C. Determination of the dynamic viscosity of
the casting solutions was performed on a “Brookfield RV DV-III Ultra Programmable Rheometer”
viscometer. The study of the transport properties of the membranes was carried out in cells with
magnetic stirrers.
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Results and Discussion

The viscosity of the casting solution, the pure water flux (Figure 1) and rejection during
ultrafiltration (P=0,1 MPa, T=25°C) of 3 g-L* polyvinylpyrrolidone (PVP K-30, average
molecular weight 40,000 g/mol) aqueous solution were determined.
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Figure 1. The pure water flux y of membranes from a) PAN-DMF, b) PAN-DMSO.
Curves: 1 - PAN-1, 2 - PAN-2, 3 - PAN-3, 4 — PAN-4, 5 — PAN-5.

Figure 1 shows that the performance of flat membranes obtained from solutions of PAN-1,
PAN-3 and PAN-4 (up to 15%) in DMF, on average, weakly depends on the polymer concentration
in the casting solution. In the case of membranes obtained from a solution of PAN-4 in DMF, there
is a sharp decrease in the pure water flux (from 250 to 37 1/(m?h)) after reaching a concentration
of 15%. On the contrary, membranes obtained from solutions of PAN-2 and PAN-5 in DMF,
whose productivity is quite high, decrease with increasing polymer concentration in the casting
solution. For all membranes obtained from PAN-DMSO solutions, a similar picture is observed:
an increase in the concentration of the polymer in DMSO (from 12 to 16%) decreases the pure
water flux. Thus, it was found that the concentration dependences of the membrane performance
for all copolymers have a different character in DMF and DMSO.

It was found that with increasing of polymer concentration in the dope solution with DMSO,
the structure of the resulting membrane undergoes significant changes: the number of finger-like
macrovoids decreases, the thickness of the layer with a spongy-like structure and dense separation
layer increases, which, in turn, leads to decrease in the membrane pure water flux. On the contrary,
the structure of the membranes obtained from the dope solution with DMF slightly depends on the
concentration of the polymer.

Figure 2 shows the SEM micrographs of flat membranes obtained from solutions of some
acrylonitrile copolymers (PAN-1 and PAN-4) in DMSO at the same concentration of 16%. It can
be seen from the Figure 2 that the membranes obtained from solutions of polymer with a higher
molecular weight (therefore, with a higher viscosity of the dope solution) have a spongy-like
structure, a thick selective layer. At the same time, for membranes obtained from solutions of
polymer with a lower molecular weight, are characterized by the presence of large finger-like
macrovoids, a thin selective layer.

The differences in membrane transport characteristics can be explained by different values of
the viscosity of the dope solutions, as well as different thermodynamic affinity of DMF and DMSO
for the PAN polymer. It has been established that an increase in the viscosity of the dope solutions
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changes the structure of flat membranes: a spongy-like structure is formed, the number of
macrovoids decreases.

N D48 x500 200um b

PAN-1.0026 N D50 x1.0k 100um @ PAN-850118

Figure 2. SEM cross-section images of flat membranes obtained from dope solution of a) PAN-1,
b) PAN-4 in DMSO, 16%.
Based on the data obtained, the further task is to produce the composite porous hollow fiber
membranes for gas separation.

The reported study was funded by RFBR according to the research project
Ne18-51-00001 Bel_a and BRFFR according to the research project NeX18P-083.
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WASTEWATER TREATMENT FROM ORGANIC COMPOUNDS BY THE
EXAMPLE OF ACETIC ACID ELECTRODIALYSIS
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Introduction

The problem of environmental pollution with sewage containing organic compounds is highly
relevant today because organic matter is a waste of food, cosmetic, paint and varnish industry,
agricultural activities and other types of industrial activity.

One of the approaches to the solution of the problem is a treatment of waste waters using
electrodialysis technology [1]. The main problem preventing the use of the electrodialysis is the
low electrical conductivity of solutions containing organic compounds [2].

The purpose of this work is to study the process of removal of organic substances of ionic nature
by the method of electrodialysis and the search for ways to optimize the process to increase its
efficiency.

Experiments

A 0.1 M solution of acetic acid was used as an object of study.

The membrane stack of an electrodialysis unit contained alternating heterogeneous anion- and
cation-exchange membranes, MA-41 and MK-40, which formed 5 elementary pairs. A working
area of each membrane was 5x12.5 cm?. The tests were conducted in a batch mode. The volume
of the studied solutions was 1 L for desalting and concentrating compartments and 0.5 L for
electrode compartment. To prevent solutions overheating a cooler was added into the desalting
compartment. The flowrate through desalting and concentrating compartments was set at a
constant value of 25 L/h. The flowrate through electrode compartment was set at 20 L/h.

Scheme of the electrodialysis apparatus is shown in Figure 1.
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Figure 1. Diagram of the process of electrodialysis.
The process parameters are shown in table 1.
Table 1: Electrodialysis process parameters

Set Measure Count
Current strength (1, A) Voltage (U, V) Flux (J, mol/ dm?xh)
Flow rate (W, dm?/h) Changes in the concentration in | Current efficiency (n, %)

the DC and CC (AC, mol/dm?)

Working membrane area (S = | Volume change in DC and CC | Linear velocity (v, cm/s)
0,625 dm?) (AV, dm?d)

Channel width (h, mm) Time (1, h) Power consumption (E, kWh/mol)
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To calculate the current efficiency (»), the following equation was used:
__F] _FACAV (1)
T=1sTm ar

where F is the Faraday number, equal to 26.8 (Ah/mol).

Results and Discussion

To optimize the process of electrodialysis in order to increase its effectiveness in solutions of
organic compounds, a phased approach to solving the problem was chosen. At the first stage, the
analysis of the behavior of MA-41 membranes in acetic acid solutions of different concentrations
was carried out (Fig. 2).
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Figure 2. Concentration dependence of the electrical conductivity of ion-exchange membranes
in solutions of acetic acid (a) and sodium chloride (b): 1 - MA-41; 2 - electrolyte solution.

The figure shows that for acetic acid there is no point of isoelectric conductivity, which is
associated with a weak degree of dissociation of acetic acid [2]. This means that most of the
molecules in the solution are in the form of neutral molecules and do not conduct electrical current.
Despite this fact, experimental data showed that the electrical conductivity of the membranes in
the acetic acid solution is higher than the solution itself.

It can be concluded that the limiting stage of the process of electrodialysis is not the electrical
conductivity of the membranes, but the solution itself. Therefore, it is necessary to change the
design of the electrodialysis apparatus.

The results show that reducing the thickness of the desalination channel should have a positive
impact on the energy consumption of the process of electrodialysis. To test this assumption, the
characteristics of electrodialysis apparatus with a desalination channel thickness of 1.9 mm (linear
velocity 1.58 cm/s) and 0.9 mm (linear velocity 3.63 cm/s) were investigated.

The obtained dependences of current and energy output are shown in Figure 3.

It can be seen from the graphs that with decreasing thickness of the channel, the current
efficiency increases (Fig. 3a). This fact can be correlated with the fact that when the thickness of
the desalting channel decreases, the linear velocity of the solution increases. In turn, the linear
velocity of the solution is associated with the thickness of the diffusion layer in such a way that
with increasing linear velocity the thickness of the diffusion layer decreases, which positively
affects the overall mass transfer in the desalination channel.

Also, with a decrease in the thickness of the channel, the linear velocity of the solution passing
through the apparatus increases, and the ohmic losses decrease. This leads to a reduction in energy
consumption (Fig. 3 b, c, d). As can be seen from the graphs, with an increase in the degree of
desalination, the energy consumption also increases, but with a smaller frame thickness, the costs
decrease by almost 4 times.
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Figure 3. Current efficiency vs current density (a)and specific energy consumption vs
desalting degree at 0.32 (b), 0.64 (c), 0.96 (d) A/dm?,
Desalination channel width: 1 — 0.9 mm; 2 — 1.9 mm.

Conclusions

The behavior of MA-41 membranes in acetic acid solution was studied, the design of the
electrodialysis apparatus was adjusted based on the results obtained, the results of the operation of
the electrodialysis apparatus were obtained for different desalination chamber channels.

It is shown that the adopted changes in the design of the device have improved important
characteristics of the process such as: current efficiency and energy consumption. The advantages
of the new installation are especially noticeable with a high degree of desalting, which is important
when desalting water to 5 mg/L and below.
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CURRENT-VOLTAGE CHARACTERISTICS OF BILAYERED ION-EXCHANGE

MEMBRANES IN SODIUM CHLORIDE SOLUTION
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Introduction

Today membrane technologies are widely used in various industries, and also find their
application in everyday life. Further improvement of membrane technology is possible by
combining two independent processes (chemical transformations and separation) in one system,
which will significantly increase the efficiency of technological processes, the degree of their
energy saving and environmental expediency. This is the way to improve chemical technology can
ensure the sustainable development of society. Moreover, these processes can be carried out in one
stage in a film, the thickness of which is tenths or even hundredths of a millimeter.

To study the characteristics of new membranes, it is convenient to use the voltammetry method,
since it allows you to easily and quickly evaluate the effect of modifications on the properties of
membranes in a wide range of currents.

Experiments

Four samples of ion-exchange membranes were selected for study: Ralex AMH (membrane-
substrate), and the membranes on the surface of which were applied various ion-polymers MF-
4SK, polyaniline, MF-4SK/polyaniline. The properties of the objects of the study are summarized
in Table 1.

Table 1: Physicochemical properties of studied samples

W, Nm,

Membrane l,cm Q, mmol/g 9 HaO/Guer mol H,0/mol N*
Ralex AMH 0.052 1.25 0.40 17.8
Ralex/MF-4SK 0.056 1.16 0.39 18.7
Ralex/PANi 0.058 1.36 0.40 17.1
Ralex/MF-4SK/PANI 0.057 1.27 0.39 16.3
Standard deviation of the +0.003 +0.08 +0.01 +10

value

The measurements were carried out in a four-compartment electrochemical cell (Fig. 1) with
an active membrane area 2.27 cm?2. The Luggin-Haber capillaries connected to silver chloride
electrodes were used to study the current-voltage characteristics and monitor the potential drop on
the membrane during measurement of the transport numbers. The tips of the Luggin-Haber
capillaries were located at a fixed distance from the membrane surface equal to 0.2 mm. Auxiliary
membranes on both sides from the membrane under study prevent its contact with products of
electrode reactions. The cell was fed with a 0.02 M NaCl. The solutions feed rate was 2 ml/min.

The solutions and the cell were kept at a constant temperature — 25+0.1°C.

A dynamic method of measuring the current-voltage characteristics was used. The test
membranes were pre-conditioned for 30-40 minutes in an electrochemical cell (Fig. 1) with the
pump on and without current. After that, a linearly increasing current was applied to the cell with
the help of a Potentiostat/Galvanostat/EIS Analyzer Parstat 4000, and the current-voltage
characteristic was recorded. Current sweep rate was set at 2x107° A/s.

When comparing the electrochemical behavior of different membranes by voltammetric
measurements it is convenient to use corrected potential drop (A¢’) instead of the total potential
drop (A¢), which can be defined as :

A" = Ap — iR (1)
where Rer is the effective resistance of the membrane system at low current densities.
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The same cell was used for studying the effective transport number of hydrogen ions.
The effective transport number of hydrogen or hydroxyl ions can be calculated by the formula:

__ FewV
TW T st (2)
where ¢y, is the concentration of the hydrochloric acid at the outlet of the cell, mol/L; V is the

volume of the solution, L; i is the current density, A/lcm?; S is the cell area, cm?; T is the sample
collection time, s.

Results and Discussion

The current-voltage characteristics of the composites studied in sodium chloride solution are
presented in Figure 2.
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Figure 2. General current-voltage Figure 3. Transport numbers for water
characteristics of ion-exchange membranesin  dissociation products measured in 0.02 M
0.02 M NaCl solution. 1 - Ralex AMH, 2 - NaCl solution for membranes: 1 - Ralex

Ralex/MF-4SK, 3 - Ralex/PANI, 4 - AMH, 2 - Ralex/MF-4SK, 3 - Ralex/PANI, 4 -
Ralex/MF-4SK/PAN:I. Ralex/MF-4SK/PANIi.

From the obtained results it can be seen that the behavior of the investigated membranes when
they are polarized by current is significantly different.

So for the original Ralex AMH membrane is characterized by a rather long plateau of the
limiting current, which abruptly turns into an over-limiting current. The main mechanism of
current growth for this membrane is the onset of the water-splitting reaction at the
membrane/solution interface. In the work [1] the authors pointed out the substantial contribution
of this mechanism of overlimitting mass transfer for this membrane. This assumption is confirmed
by the measured transfer numbers of the products of water-splitting reaction (Fig. 3).

For a membrane with a thin MF-4SK film, a decrease in the value of the limiting current and
the absence of a pronounced plateau of the limiting current are observed. This effect is explained
by the fact that when a cation-exchange film is deposited on an anion-exchange membrane, a
bipolar boundary is formed at the interface of the cation-exchanger/anion-exchanger. As a result,
for this membrane, the transfer numbers of water-splitting products approach 0.9 (Fig. 3, curve 2).
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Such behavior is described in detail in a number of papers in which the authors call such
membranes asymmetric bipolar [2, 3]. The same effect can be obtained by sequential deposition
of layers of ionpolymers with charges of different signs [4].

In contrast to the aforementioned work by Wessling et al. in our case, deposition of a layer of
polyaniline (a positively charged ionpolymer) on a layer of MF-4SK (a negatively charged
ionpolymer) does not significantly accelerate the dissociation of water. Apparently this is due to
the fact that polyaniline is embedded in the volume of the MF-4SK film and does not form with it
a sharp boundary, which is necessary for the formation of the space charge region and the water-
splitting at a noticeable rate. In our case, the interfering boundary of the anion-exchanger/cation-
exchanger/anion-exchanger can also serve as an interfering factor, which reduces the current
efficiency of water dissociation products. At the same time, a sharp current increase is observed at
the current-voltage characteristic, accompanied by significant potential oscillations at a current
density above 1.2 mA/cm? (Fig. 2). Such a behavior of the current-voltage characteristic is
currently explained by the development of non-equilibrium electroconvection, often referred as
the electroosmosis of the second kind [5, 6]. Also, the electroconvective nature of this current is
indicated by the fact that the measured Hittorf transport numbers of water-splitting products for
this membrane do not exceed 0.07 (Fig. 3, curve 4).

An increase in the limiting electrodiffusion current can be caused by the development of a
membrane surface microrelief. The appearance of geometric inhomogeneities on the membrane
surface leads to the development of equilibrium electroconvection [7], which manifests itself in an
increase in the value of the limiting electrodiffusion current [8].

A similar behavior is observed for the polyaniline-modified membrane (Ralex / PANI),
however, for it, the potential jump oscillations are somewhat lower (Fig. 2), while the transfer
numbers of water dissociation products almost coincide (Fig. 3, curve 3).
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THE ACTIVITY OF TRIMETALLIC CATALYSTS WITH DIFFERENT GOLD

CONTENT FOR METHANOL ELECTROOXIDATION
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Southen Federal University, Rostov-on-Don, Russia, E-mail: men.vlad@mail.ru

Introduction

The direct methanol fuel cell (DMFC) is a relatively recent development in hydrogen energy.
Methanol offers several advantages over other fuel cells as fuel: it can be easily transported and
stored, it is inexpensive, it can be quickly refilled into a tank, or it can be replaced with fuel
cartridges. The fuel cell can be used in mobile devices due to its portability. However, the
widespread commercial use of such devices makes some problems difficult. One of these problems
is the poisoning of the cathode catalyst with methanol oxidation products due to its crossover
through the membrane. The goal of our work was to obtain trimetallic catalysts (PtxCuyAu,/C) that
have high activity in the oxygen reduction reaction (ORR) and the electrooxidation reaction of
methanol (MOR) [1,2].

Experiments

We obtained samples containing different amounts of Au by atomic fractions (1/5, 1/10, 1/20,
1/30 atomic fractions). Catalysts were studied by X-ray diffraction to determine of the average
crystallite size (Table 1); cyclic voltammetry on a disk electrode for measuring of the
electrochemically active surface area (ESA), and activity in ORR and MOR.

Table 1: The average crystallite size

Materials Average size (hm) Pt loading (%)
PtxCuyAu,/C 1/5 3.9+0.5 38.6+4
PtxCuyAu,/C 1/10 3.7+0.5 43.8+4
PtxCuyAu,/C 1/20 3.2+0.5 348+3
PtxCuyAu,/C 1/30 27+0.5 33.7+3

Results and Discussion

The ESA of the obtained materials was determined by two methods: adsorption/desorption of
hydrogen and CO-stripping. Values turned out to be lower than for commercial material (Table 2).
However, the activity of some materials in ROM was higher, both in terms of mass and specific
characteristics (Figure 1, 2). Also, the some materials are more active in the ORR than the
commercial JM40 (Table 2), high tolerantly materials containing 1/10 and 1/20 of Au, to the
intermediate products of oxidation of methanol (Figure 2a).
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Figure 1. Histograms of activity of materials in ROM.

241



600 ]a - P 1 I p— Y Y P b
gﬁﬂﬂ e PAC A 175 & 700 === PCuC
5 400 — P uAwC 1710 ;550 — PICWAWC 1/5 ‘i
% PtCudwC 1720 -é' | =P uiAwC 1710 '
- 300 —PiCuAwC 1730 = 400 - PICuAWC 1/20 \
= . - - [
E 200 E 250 4 — P wAWT 1730 'k“
5
< 100 5100 -
|:I T T T T '50 L] L] T L] L] L]
] 500 1000 1500 1] 0,2 04 06 028 1 1,2
Time,s Potential, Vvs RHE

Figure 2. (a) Chronoamperogramms and (b) Cyclic voltammograms to Pt/C and PtCuAu/C
catalysts, electrolyte 0.1M HCIO4 + 0.5M CH3O0H, saturated with argon, at atmospheric
pressure; potential sweep rate 20 mV/s.

Table 2: The ESA material on two methods and activity of ORR

Materials ESAn(qa;;jg/((jsts) Hz), Eﬁf}ég%) n, number of & Ik Alg(Pt)
Pt/C 78 74 3.8 180
PtCu/C 40 38 3.9 165
PtCuAu/C 1/5 16 17 - -
PtCuAu/C 1/10 29 30 3.7 160
PtCuAu/C 1/20 39 35 3.7 200
PtCuAu/C 1/30 36 35 3.7 114

It was found that the PtCuAu/C 1/20 catalyst show higher activity in the methanol
electrooxidation reaction, because this material was demonstrated highest value of currents of
methanol oxidation in compare with different studied materials.

Thus, a comparative study of Pt/C and PtxCuyAu./C catalysts showed, that a small addition of
Au can increase activity in the methanol electrooxidation reaction, in despite of the smaller
electrochemically active surface area then JM40.

The work was carried out within the framework of the Russian Science Foundation Ne 18-73-
00161.
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AN INTEGRATED PROCESS DEVELOPED FOR WHEY DEMINERALIZATION
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Introduction

Membrane separation processes were used in dairy industry for many applications [1]. It has
also been considered for separate the lactose and the mineral salts from the whey permeates. The
concentrate stream in whey demineralization which is rich in lactose and calcium content is often
treated as the waste. Furthermore, more stringent environmental regulations make its disposal
more expensive. Thus, alternative applications for the lactose content are being searched. Two
methods have been proposed for the concentration and separation of whey from cheese production,
the nanofiltration (NF) [2, 3] and the electrodialysis (ED) [4]. Both techniques are capable of
removing the high quantities of sodium, potassium and chloride ions [5]. The corresponding acids
are then processed and utilized. In addition, minerals such as calcium may also be separated out
and used as a supplement in existing and new products.

Processes such as precipitation, ion exchange, electrodialysis and membrane filtration may be
used to remove the minerals. Membrane filtration, ion exchange and electrodialysis do not
denature proteins thereby preserving protein solubility in demineralized whey produced by such
methods. The exact process used will determine the mineral profile of the final product.
Demineralized whey often will have a less salty flavor because of the removal of minerals.
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Figure 1. Manufacture of sweet or acid whey A); manufacture of demineralized whey B [6].

Experiments
A series of experiments were carried out and data were obtained in industrial conditions. The
whey contains a content up to 20% total solids was processed using electrodialysis unit. The
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composition of the whey treated by NF/ED is obviously dependent upon the operating conditions
of the upstream stages, and the origins of the whey. Using the developed integrated process, the
control of the mineral profile of the final product was possible. The flow diagram of the apparatus
is presented in Figure 2.
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Figure 2. NF and ED flow diagram.

Results and Discussion

It can be seen that both methods are capable of partial separation of lactose and divalent salts
from undesirable monovalent salts such as KCI and NaCl. Hence, to select the more efficient
technology, several factors including: level of demineralisation, solids concentration, efficiency of
ion separation and efficiency of lactose rejection must be taken into account. The parameters of

l

Spray Drying

DWP

concentrated sweet and acidic whey after nanofiltration are summarized in Table 1.

Table 1: Concentrated whey solutions (sweet and acidic) by nanofiltration

Parameter Unit Sweet Acidic whey
whey

pH - 5.85 4.51
Ash % 1.19 1.62
Ash OD % 5.97 8.11
Total solids % 20 20
Titratable

acidity °SH 18.9 84.7
Na* ppm 685 509
K* ppm 2415 1785
Mg?* ppm 214 353
Ca?* ppm 1248 3143
Cl ppm 1057 1267
SO4* ppm 1291 246
PO.* ppm 999 1503
NOs ppm 62 9
Citrates % 0.38 0.40
Lactose % 15.73 13.3
Lactates % 0.14 2.21
True protein % 2.05 1.74
NPN % 0.44 0.51
Fat % 0.21 0.21

Nanofiltration can be used as the first step of the demineralization, because NF process can remove
minerals and part of organic acids up 30%. Electrodialysis effectively removes salts and organic
acids from whey. The results are shown in Table 2.
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Table 2: Demineralized whey solutions (sweet and acidic) by electrodialysis to 70% and

90% of purity
Sweet Sweet Acidic Acidic
Parameter Unit whey whey whey whey
D70 D90 D70 D90
pH - 5.72 5.2 4.34 4.3
Ash % 0.44 0.19 0.45 0.17
Ash OD % 2.3 1 25 1
Total solids % 19.6 19.4 18.3 17.4
Titratable
acidity °SH 11 8.2 37.2 19.3
Na* ppm 339 171 73 23
K* ppm 831 131 128 30
Mg?* ppm 114 58 179 65
Ca? ppm 663 339 1116 363
Cr ppm 56 6 96 75
SO4* ppm 549 140 14 4
PO* ppm 478 271 633 422
NOs ppm 17 10 2 1
Citrates % 0.14 0.06 0.12 0.04
Lactose % 16.23 16.41 14.11 14.28
Lactates % 0.06 0.03 0.88 0.33
True protein % 2.14 2.16 1.87 1.89
NPN % 0.40 0.37 0.48 0.45
Fat % 0.22 0.22 0.22 0.23

One of the important goals is the production of lactose dry concentrates. By ED the result of further
processes such as concentration and drying can be improved. Moreover, the product which
contains the minimum amount of salts and acids can be used to standardize various food products.
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THE EFFECT OF POST-PROCESSING ON THE STABILITY OF PLATINUM
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Southern Federal University, Rostov-on-Don, Russia, E-mail: liza.moguchix@mail.ru

Introduction

Alternative sources of energy are widely used nowadays. Among others there are low-
temperature fuel cells (FC), including platinum containing catallysts[1-2]. With platinum being an
expensive metal, researchers are trying to decrease its content by means of different methods.
Embedding a less noble metal into the structure of nanoparticles (NP) favorably affects
electrochemically characteristics of materials. However, while in commision an alloying
constiuent is being dissolved, what results in a proton exchanging membrane being poisoned and
FC length of service being decreased. In order to decrease this effect, catalysts are acidly pre-
processed[3-4].

This study is aiming at examining the influence of acid processing on stability of catalysts with
bimetal structure of NP.

Experimental section

In the course of this research catalysts with gradient structure of NP [5] before acid processing
and after it were used. For comparison the commersial sample JM 20 and Pt/C material with 40%
platinum scaling PM40 were tested. Nanoparticles with gradient structure were obtained with
consecutive precipitation of platinum and copper followed by decreasing amount of copper. The
material was being processed in 1M of HNO3 for 60 minutes.

Before stability tests the phase of preparation is carried out and an initial value of
electrochemically active surface area ESA is measured. The latter is respectively equal to 103
m?/g(Pt) — Grad; 84 m?/g(Pt) — Acid; 94 m?/g(Pt) — PM40; 96 m?/g(Pt) — JM20. Catalysts stability
was examined by means of nonsingle cycling in the range of potentials between 0.6—1.0V (5000
cycles), 0.6-1.4V (1000 cycles) at the temperature of 23°C. 1M of chlorid acid was used as an
electrolyte, the involuting speed was equal to 100 mV/s. This way to evaluate stability is called
"stress-test”. Stability was measured regarding variations of electrochemically active surface area.

Results and Discussion

The obtained platinum-copper catalysts are characterized by an actual composition close to the
calculated one: the mass fraction of metals in Alloy and Grad samples is 28% and 29% with pure
platinum content of 21% and 20%, respectively (Table 1). The results of the X-ray fluorescence
analysis of their composition confirmed that the ratio of metals in the samples is close to the
calculated ratio of 1: 1.

Comparison of the relative stability of catalysts during long cycling makes it possible to
consider the most stable sample Grad, which demonstrates high values of ESA both before and
after the stress test (Table 1, Fig. 1a, b). Significantly lower is stability of Alloy and commercial
Pt/C catalyst E-TEK (Figure 1a).

Table 1: Electrochemical characteristics of Pt(Cu)/C and Pt/C catalysts

Test material ESA m?/g(Pt) after stress-test Stability, %
0.6 -1.0V 0.6 -1.4V 0.6 -1.0V 0.6 -1.4V
Grad 81 71 78 9
Acid 76 60 90 =
PM40 72 39 77 42
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Figure 1. Stability change during voltammetry stress-test in potential range (a) 0.6 — 1.0V (b) 0.6
—1.4V. 0.1 M HCIOg4, Ar atmosphere.

In the narrow range of potentials the catalyst Acid manifests the biggest stability (90%). In the
range of potentials between 0.6-1.4 V the material after acid processing MK is characterised by
higher stability (70%), than the initial material M (63%), and the commersial catallyst JM shows
stability <20% (Table 1, Fig. 1a, b). It is connected with platinum NP catalyzing the process of
carrier oxidation under the given conditions with direct contact.

The ultimate analysis shows that during stress-tests an alloying constituent in the material after
acid processing is practically not dissolved. This means that the obtainable copper was mostly
dissolved while leaching. Perhaps, this was for reorganisaion of NP surface, which resulted in
platinum producing a protecting monolayer and preventing the alloying d-metal from being
dissolved. Acid processing causes the stability increase.

The research was supported by State specification (Ne 13.3005.2017/PCH).
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Introduction

In present days, the process of electrodialysis is carried out at underlimiting current densities.
The use of overlimiting current modes will reduce the capital cost of ion-exchange membranes,
due to the reduction of the active surface area. In such conditions, a positive effect is achieved due
to the intensification of ion transfer by electroconvection [1]. This phenomenon is quite well
studied for the case of strong electrolytes. In weak electrolytes, protonation-deprotonation
reactions take place, which contribute to the emergence of new charge carriers at overlimiting
current densities. The question of the presence of electroconvective mixing in such solutions
remains open. In this work, experimental data were obtained that confirm the presence of
electroconvection.

Experiments

For visualization of concentration distribution, 10 pM rhodamine 6G (R6G) were added to the
solution. 0.01 and 0.1 M NaCl and NaH2PO4 solutions were used in the experiments. The flow
rate of the solution in the chambers of the cell was controlled by the height of the liquid column.
At a current six times higher than the limiting value, videos of electroconvective vortices were
obtained. Dark areas correspond to a high concentration of the solution, light — low. Due to the
high resolution of shooting, the shape of electroconvective vortices is clearly visible.

Figure 1. Image of the Electrodialysis Cell Developed for Visualization of Electroconvective
Vortex.

Results and Discussion

In solutions of a binary electrolyte, intense electroconvective mixing is observed at overlimiting
current densities. The size of the electroconvective mixing region increases with the decrease of
the initial solution concentration. In solutions of sodium dihydrophosphate, the overlimiting mass
transport is due to electroconvective vortices mixing. All the experimental results are in good
qualitative agreement with the theoretical data presented in [2, 3].

With an increase in the concentration of the initial electrolyte solution, the region of
electroconvective mixing decreases. This behavior is due to a decrease in the space—charge region
with increasing concentration at fixed ratio of current density to its limit value. In NaH2PO4
solutions, the intensity of electroconvective vortices is lower than in NaCl solutions. This is due
to the protonation-deprotonation reaction of dihydrophosphate anions. As a consequence of the
Donnan exclusion, the split protons are quickly removed from the membrane against the
movement of anions, the space charge region decreases and, therefore, the electroconvective
vortices intensity decreases.

In addition, the effect of flow rate on the electroconvective vortices intensity has been studied.
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Introduction

Today the most common commercial product for the proton exchange membrane fuel cell is the
membrane Nafion™ produced by the DuPont® company, but still there are a lot of attempts to
make another promising membranes or modify existing. The structure of short-side chain polymer
membranes, as Aquivion®, is different in comparison to traditional long side-chain polymer
membranes, as Nafion™ [1-2]. This difference in structures strongly influence on the final
properties of the membrane. The aim of this work is to study structure — protonic conductivity
correlations in new type of proton-exchange membranes, made from new short-side chain
perfluorinated sulfopolymer Inion - Russian analogue of Aquivion® [3].

Experiments

Proton-conducting membranes were obtained by solution casting method from new ionomer
Inion (Russian analog of Aquivion). Obtained membranes were annealed for 20 h at different
temperatures (at temperature range from 100 °© C to 220 ° C). The structures of all experimental
samples were investigated by small-angle X-ray diffraction methods. . It was shown, that the
ionomer peak, corresponding to the formation of cylindrical structures, could be observed only
above Tan>130° C. With the increase of annealing temperature up to 190 ° C and higher ionomer
peak shifted towards smaller angles that indicated the formation of broader cylindrical channels.
Also it was shown that higher annealing temperatures led to significant increase of specific proton
conductivity, measured at different temperatures (20, 30, 50 and 70 ° C) and 100% relative
humidity. This increase was observed up to Tan = 170 ° C, where specific proton conductivity
reached its maximum and then drastically fell down. The membranes, annealed at Tan = 170° C
demonstrated the values of specific proton conductivity even higher, than those of commercial
membrane Nafion NR212 and the activation energies, calculated from the temperature
dependences conductivity were about Ea=0.1 eV, which is much less than those of a membrane
based on Nafion NR212, where Ea is about 0.25 eV.

Results and Discussion

In this case, our investigations showed that the transport characteristics and dielectric properties
of water in nanopores strongly depend on the membrane morphology and its pore size. In this
connection, it can be assumed that the lower activation energy Ea and higher values of specific
proton conductivity of prepared polymer samples may be due to a smaller diameter of the proton
transport channels in the matrix of such a polymer than the diameter of the Nafion NR212 polymer
channels. The theoretical model was proposed, according to which a decrease in the dimensions
of the channels leads to an increase in the concentration of bond defects and, consequently, to a
decrease in the activation energy Ea of the migration process, which was observed in our
investigations.

From SAXS data, which are presented on the Figure 1, it can be seen, that the ionomer peak,
corresponding to the formation of cylindrical structures, could be observed only above annealing
temperature > 130 © C. With the increase of annealing temperature up to 190 ° C and higher
ionomer peak shifts towards smaller angles, that indicated the formation of broader cylindrical
channels.
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On the Figure 2 it is shown that higher annealing temperatures led to significant increase of
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OPTICAL VISUALIZATION OF FILTRATION PROCESS OF COLLOIDAL

PARTICLES IN TRACK-ETCHED MEMBRANES AT NANO-SCALE
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Till now filtration process was investigated mostly in macroscopic scale. At the same time the
microscopic aspects of filtration, separation absorption are of great interest. The application of
new-developed optical techniques seems to be very useful for detection of individual nanoparticles
during the filtration process.

Modern technologies make new demands on methods and instruments for characterizing new
materials, structures, and devices based on them. Important problems include development of
methods for rapid diagnostics of structure and dynamic processes with nanometer spatial
resolution. Considerable potential for solving such problems is demonstrated by super-resolved
far-field fluorescence microscopy methods (nanoscopy). Optical nanoscopy methods are based on
the fact that the accuracy of recovery of the spatial coordinates for a point light source (molecule,
nanocrystal) in detection of its fluorescent image using a far-field microscope equipped with an
ultrasensitive array detector (CCD and CMOQS) is determined only by the signal-to-noise ratio of
the detected luminescence, the total number of collected photons,and the stability of the apparatus.
Computer analysis of the fluorescent image taking into account the apparatus function for a point
source in a modern experiment gives an accuracy in recovery of the lateral coordinates of the
emitter within a few nanometers for detection of several thousand photons. So we have possibility
to determine position of individual nanoparticle with a high accuracy and to determine movement
of this particle with high time resolution.

We have used fluorescence nanoscopy for direct imaging of adsorption of individual colloidal
quantum dots of diameter ~10 nm (spherical core/shell CdSeS/ZnS semiconductor nanocrystals,
functionalized by organic oleic acid ligands) in nanopores of a nuclear filter (a polypropylene track
membrane with pores of diameter ~500 nm). We have shown that when a colloidal toluene solution
passes through the pores of the membrane, the nanoparticles are completely retained at a depth of
10 um.

We have demonstrated the feasibility of direct imaging of ultrafiltration of semiconductor
nanocrystals, functionalized by ligand shells, from a colloidal toluene solution in nanopores of a
track membrane, using super-resolved fluorescence spectroscopy. Fluorescent images of
individual nanocrystals (quantum dots) and their agglomerates are recorded in an epiluminescence
scheme at different depths along the thickness of a track membrane, after ultrafi Itration and
complete evaporation of the solvent. In the case of a propylene membrane with pore diameter ~500
nm, we imaged the adsorption of ~10 nm quantum dots all the way down to a depth of 10 um.

Acknowledgment

Experimental work to develop methods for detecting individual semiconductor quantum dots
and their agglomerates was supported by a grant of Russian Science Foundation (17-72-20266).
Preparation and electron microscopy of the membranes was partially supported by the Ministry of
Science and Higher Education within the State assignment FSRC «Crystallography and
Photonics» RAS

252
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Introduction

The selectivity of ion-exchange membranes is especially important for the membranes using in
electromembrane processes. The true transport number of ions is the fundamental characteristic of
the selective properties of ion-exchange membranes and used for a theoretical description of
transport phenomena. The purpose of this work was to estimate the true transport number of ions
in the MK-40 and MK-40/PANI membranes in sodium chloride and hydrochloric acid solutions.

Experiments and theory

A heterogeneous membrane MK-40 and a modified MK-40/PANI were the objects of the study.
The modification was carried out by the method of sequential diffusion of polymerizing solutions
through the membrane to water [1]. The conducting properties (km) of initial and composite
membranes were studied by the mercury contact method as an active part of the membrane
impedance. Diffusion permeability was found by the diffusion rate of electrolyte from solution
through the membrane to distilled water. The water transport numbers (tw) were measured in a
two-chamber cell with reversible silver chloride electrodes by the volumetric method [2]. The
apparent counterion transport number (t+app) In the membrane was determined by the
potentiometric method using a two-compartment cell and silver-silver chloride measuring
electrodes. The concentration on the two sides of the membrane differed twice [3]. The
measurements were carried out for the MK-40 and MK-40/PANI membranes in NaCl and HCI
solutions. Two approaches were used to estimate the true ion transport numbers that are shown
schematically in Table.

Table: Schematic representation of methods for assessing the selectivity of ion-exchange

membranes
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The first approach allows to calculate the true transport numbers of the counterions (t"+) using
the Schachard equation (1) which takes into account the water transport numbers (tw) and the
apparent transport numbers of counterions (t+app). The other approach establishes a relationship
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between the true transport numbers of the counterions t"+(C) and the electrodiffusion coefficients
of the counter- L"+(C) and coions L"(C) according to equation (4). The concentration dependences
of electrodiffusion coefficients were calculated based on concentration dependences of electrical
conductivity (km) and diffusion permeability (P*) of the ion-exchange membrane according to
expressions (2, 3). In Eq. (2, 3), == is the correcting coefficient taking into account solution
imperfectness

7 :1+—d l0g7, ,
: dC

where y= is the average activity coefficient of the electrolyte. The membrane conductivity under
direct current (k,f]) was calculated by the equation:

k¢ =k t&", 5),

m

where t+ is transport numbers of the counter-ions in solution; (1-f) is the parameter of the two-
phase microheterogeneous model, which characterizes the volume fraction of the intergel solution
in the swelled ion-exchange membrane [4].

Results and Discussion

The concentration dependences of the apparent transport numbers of counterions and water
transport numbers (Fig. 1) in NaCl and HCI solutions were used to calculate the true transport
numbers of counterions for the MK-40 and MK-40/PANI membranes by the Schachard equation
(1). It was shown (Fig. 1) that the values of apparent ion transport numbers for both the initial and
the modified membranes are less in NaCl comparison with HCI solutions.

Investigation of the water transport numbers in the initial and modified membranes in a wide
range of different electrolytes concentrations showed that tw value in HCI is 2-2.5 times lower
than in NaCl solutions. It is associated with different mechanisms of transport of these ions in the
electric field. In HCI solutions the water transport numbers for both membranes practically do not
change with increasing concentration.

Evaluate of values t"+(C) showed that the selectivity of the modified membranes remains fairly
high in both NaCl and HCI solutions (Fig. 2).
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Figure 1. Concentration dependences of apparent transport numbers counterions and water
transport numbers for MK-40 (1) and MK-40/PANI (2) membranes in NaCl (a) and HCI (b)
solutions.
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Figure 2. Concentration dependences of the true transport numbers of counterions calculated by
Schachard equation for MK-40 and MK-40/PANI membranes in NaCl (a) and HCI (b) solutions.

To validate the results obtained based on the equation Schachard we additionally calculated the
concentration dependences of true transport numbers of hydrogen ions for both membranes based
on the electrodiffusion coefficients of counter- L™+ and coions L".. The results of the true proton
transport numbers for both membranes are close to 1 (Fig. 3).
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Figure 3. Concentration dependences of the true transport numbers of counterions calculated
using electrodiffusion coefficients for MK-40 and MK-40/PANI membranes in HCI solutions.

Thus, all the methods used to calculate the true numbers of ion transport confirm the
preservation of a sufficiently high selectivity of the MK-40 membrane after modifying with
polyaniline.

The present work was supported by the Russian Foundation for Basic Research (project
Ne 19-08-00925).
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Introduction

Pervaporation (PV) has recently gained much attention as an alternative separation process for
azeotropic, close-boiling and thermally unstable mixtures. Moreover, PV is an energy-saving and
easy scale-up process.

Nowadays research in pervaporation is focused on finding new membrane materials with higher
transport characteristic. Membranes based on polyamides are promising due to their high
mechanical, thermal and chemical stability with appropriate separating properties.

The aim of the present work is an investigation of physico-chemical and transport
characteristics of aromatic polyamide (PA) and complex polymer-metal PA-Cu(l) in the process
of fuel desulphurization by pervaporation. Thiophene along with other sulfur-containing
compounds causes environmental pollution due to sulfur dioxide emissions from fuel combustion.
Thus, the reduction of sulfur level in fuels is a relevant problem in the petrochemical industry. In
this paper, n-heptane was chosen to simulate gasoline, with thiophene as the representative sulfur
impurity.

Experiments

PA was obtained by polycondensation reaction. The PA-Cu(I) complex was obtained by
adding the equimolar amount of copper (I) chloride dissolved in N-methylpyrrolidone to
the solution of PA. It should be emphasized that formation of metal-polymer complex is
accompanied by a marked increase in viscosity of polymer solution. Dense nonporous
membranes were obtained by casting polymer solution in N-methylpyrrolidone onto a glass
plate. The membranes were dried at 90°C in vacuum until the constant weight was reached.
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Figure 1. Scheme of PA to PA-Cu(l) transformation.

/z"\ e

\
»

j'l_

The mechanicals properties and structure of membranes were characterized using scanning
electron microscopy (SEM), differential scanning calorimetry (DSC), thermogravimetric analysis,
sorption experiments toward the components of the separating mixture and measurement of
contact angles with water and ethanol.

The transport properties in pervaporation of the n-heptane-thiophene mixture were measured
using a laboratory cell having an effective membrane area of 23.8 cm? at 20°C. Downstream
pressure below 10 mm Hg was maintained. The composition of permeate was determined using
gas chromatograph «Chromatec—Crystal 5000.2» (Chromatec, Russia) with thermal conductivity
detector.

Results and Discussion

A detailed study of the internal structure of membranes was carried out by SEM. Figure 2 shows
the morphology of PA and PA-Cu(l) cross-sections. The PA film cross-section exhibits
comparatively smooth structure. Introduction to copper leads to changes in the polymer film.
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Figure 2. SEM micrographs of PA (a,b) and PA-Cu(l) (c,d) cross-section.

DSC shows that the glass transition temperature is 201°C for PA u 203°C for PA-Cu(l).
According to this data, polymers are in a glassy state during separation process.

Separation of n-hepatane—tiophene mixture through PA ana PA-Cu(l) membranes was studied
by pervaporation experiments in the concentration range of 0.1 — 0.2 wt% of tiophene in the feed
at 20°C. Figure 3 shows the dependence of thiophene concentration in permeate on thiophene
concentration in feed during the pervaporation of n-heptane-thiophene mixture through
membranes. The content of thiophene in the permeate is higher than in the feed; with an increase
in the amount of thiophene in the initial mixture, its content in the permeate increases. As can be

seen PA-based membrane is more selective for thiophene compared to the polymer-complex
membrane PA-Cu(l).

02

PA-Cu(l)

0,1

Thiophene in permeate, wt%

1 1
0,10 0,15 0,20
Thiophene in feed, wt%

Figure 3. Dependence of thiophene concentration in permeate on thiophene concentration in
feed in the pervaporation of n-heptane-thiophene for PA and PA-Cu(l) membranes.

Figure 4a and 4b show the main transport parameters of the membranes: total flux and
separation factor as a function of the thiophene concentration in the feed. As shown in Figure 4b,
separation factors of both membranes insignificantly decrease with an increasing the thiophene
concentration in the feed. It is evident that PA membrane is more permeable and more selective to
thiophene as compared to the PA-Cu(l) membrane in the separation of n-heptane-thiophene
mixture. Increase of thiophene concentration in the feed leads to the decreasing total flux through
PA-Cu(l) membrane and to a slight change in flux through PA membrane. Values of this parameter
of PA-Cu(l) membrane exceed that of PA membrane.
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Figure 4. Dependence of (a) total flux and (b) separation factor(thiophene/heptane) on
thiophene concentration in the feed for pervaporation of n-heptane-thiophene mixture using
membranes: PA and PA-Cu(l), 20 °C.

Conclusions

Polymer—metal complex PA-Cu(l) and its prepolymer PA were successfully used for dense
membranes preparation. The physical characteristics of polymers were studied. It is shown that
the studied membranes are highly thermally stable and can be used as a material for pervaporation.

Mass transfer through PA and PA-Cu(l) membranes was studied by sorption and pervaporation
tests toward thiophene and n-heptane. In the separation of n-heptane-thiophene mixture by
pervaporation the PA membrane is less permeable but more selective to sulfur containing
compounds as compared to the PA-Cu(l) membrane.
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Introduction

The microheterogeneous model [1] makes it possible to describe many transport properties of
ion-exchange membranes using a single set of parameters, but it is applicable in a limited range of
concentrations of electrolyte solutions. We propose a new modification of this model, taking into
account the contribution of the electric double layer (EDL) at the internal boundaries of the gel
and the solution phases to describe the conductivity of the membrane in dilute electrolyte solutions.

Theory

The model takes into account that the thickness of the EDL in the internal solution phase
increases with the dilution of external solution. Since the EDL is more conductive than the
electroneutral part of the solution, it is possible to describe the trend of the concentration
dependence of the membrane conductivity more accurately in comparison with the basic
microheterogeneous model [1]. The new version of the microheterogeneous model uses an
additional parameter — the effective pore radius — which was absent in the basic version of the
model.

Results and Discussion

The behavior of a specially prepared homogeneous cation-exchange membrane, similar in
structure and composition to commercial Nafion membrane was studied. Calculated concentration
dependences of the electrical conductivity of the membrane shows a good agreement with the
experimental data (Fig. 1). The larger the size of the effective pore radius, the more the electrical
conductivity decreases and the lower the threshold concentration of the equilibrium salt solution.
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Introduction

Oxygen-permeable (OP) membranes from oxides with mixed oxygen and electronic
conductivity are now widely used in various innovative technologies. They have 100% selectivity
with respect to oxygen, are easily incorporated into high-temperature processes, for example,
partial oxidation of hydrocarbons (methane conversion to synthesis gas, etc.).

In order to achieve acceptable for practical use of the values of oxygen flows, the membrane
OP must be heated to a temperature above 600°C. Usually this is achieved by external heating, as
well as heat generated by the exothermic chemical reactions on the membrane surface. Since, at
T> 600 ° C, membrane materials, in addition to ionic, also possess high electronic conductivity,
we have for the first time shown the possibility of direct / direct heating of OP membrane
capacitance by passing an electric current through it [1,2]. On the one hand, this method of heating
oxygen-permeable membranes allows increasing their energy efficiency, productivity and
efficiency of control. On the other hand, it opens access to the surface of the working membrane,
and, therefore, makes it possible to study the mechanism of oxygen permeability by various in situ
physico-chemical methods. In addition, when the membrane operates in a catalytic membrane
reactor mode (when gaseous reagents, for example, hydrocarbons are supplied from the permeable
side), sharp temperature gradients occur in the supplied gas, which allow quenching non-
equilibrium products of oxidative conversion of hydrocarbons (for example, acetylene during
oxidative pyrolysis of methane). Such quenching can lead to a significant increase in the selectivity
of the processing of hydrocarbons into target products (Figure 1).

C,-products

F—

Figure 1. Conversion of hydrocarbons using hollow fiber oxygen-permeable membranes.

Results and discussion

In the work, (1) new possibilities were studied that open up to study the mechanism of oxygen
permeability and (2) the features of practically important processes that occur when using direct
heating of membranes with electric current.
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Electroconvection (EC) and water splitting (WS) are two main phenomena causing overlimiting
conductance in membrane and microfluidic systems. However, in most cases, EC is desirable
effect, which increases mass transfer rate and reduces membrane fouling, while WS is undesirable,
as it reduces current efficiency and provokes scaling and fouling. In this contribution, interactions
between these two effects are examined.

EC is produced by the action of the electric force on the space charge region adjacent to the
membrane (electroosmosis) or on the residual space charge of the stoichiometrically electroneutral
macroscopic bulk solution (bulk EC). It can be shown that the ratio of the extended space charge

region thickness, Jdy., to the diffusion layer thickness, ¢, is approximately expressed by the
following equation:

Sl 5=2(C01C,) 1)
where C. and C, are the counterion concentrations in the bulk solution and at the membrane
surface, respectively; & is a small dimensionless parameter at the derivative in the Poisson
equation, &=2(L, /5)2, L, is the Debye length in electrolyte solution with concentration C; . It

is clear that more the &, value, the stronger EC, which therefore is a function of the C/C,

ratio. Note that the C; / C,, can be considered as a measure of concentration polarization (CP) of

the membrane system by the applied electric field.

In the spirit of irreversible thermodynamics, we can consider EC as a thermodynamic flux,
which is caused by a driving force. EC can be quantified by the ratio of the counterion partial
current density, i1, to the theoretical value of the limiting current density, iy . As for the driving
force, in general, concentration polarization can be considered as this force. Then we arrive at the
following relationship:

I/ il(i)m = LECC10 [ Cy (2)
where L. may be called electroconvection effective conductance coefficient.

Eq. (2) shows that less the C,, value, stronger the EC. L. depends on the membrane surface
properties; the more appropriate these properties are (an optimized electric and geometric
heterogeneity [1], suitable distribution of hydrophilic and hydrophobic surface areas), the stronger
the EC.

Similarly, a relationship between the rate of WS (denoted as Rwion, in moles of H/OH™
generated per m® and per s) and the driving force (which can be measured by C /C,,, as above)
can be written:

Rujon = LWSClO / Cs 3)
where L, is the water splitting effective conductance coefficient.

Justification of Eq. (3) follows from the reason that the H* (OH") ions produced in water
splitting reaction should successfully compete with the salt counterions in their transport across

the membrane. If the concentration of the salt ions will be very high in comparison with that of the
H* (OH") ions, the flux of the latter will be too small. It is known that within the space charge

261


mailto:v_nikonenko@mail.ru
mailto:Elizaveta.Evdochenko@avt.rwth-aachen.de
mailto:Gerald.Pourcelly@umontpellier.fr

region in the depleted solution, diffusion transport of ions is negligible. Therefore, the competition
between the salt and H" (OH") ions can be evaluated by their electromigration transport numbers
proportional to the product of the ion diffusion coefficient and concentration. Since the diffusion
coefficient of H* (OH") ions is about ten time higher than that of salt ions, the concentration of
salt ions should be no more than 100 times higher than that of H (OH") ions to obtain a flux of
water-splitting products, which is comparable with that of salt ions. When taking the characteristic
concentration of the H* (OH") ions equal to 1077 M, we can evaluate the threshold salt
concentration, C,,, as 107’ M, when water splitting becomes noticeable. However, this condition
of low salt concentration at the interface is necessary, but not sufficient to obtain a high rate of
water splitting.

It is known that WS rate is favored (L, is high) by catalytic participation of membrane
functional fixed groups and/or metallic hydroxides such as Mg(OH)2 or Fe(OH)z present at the
membrane/solution interface [2, 3]. The rate of water splitting can be presented as follows:

Rujon = B(k; - k:CH Con ) (4)
where k; and k; are the effective dissociation and recombination rate constants for water splitting

reaction, respectively; B depends on the basicity/acidity of membrane functional group, so that
this value is a function of catalytic activity of these groups in relation to water splitting. k; and

k; satisfy the same relationship k; /k; =K, ~10™** (mol/L)? as in free solution. k  is always

very high, of the order of 10'° (L mol™! s™!) independently of the electric field, while k; is a
function of electric field, E, in the reaction layer [3]:

ka(E) _ f(E) =exp(BE) (5)

K°
where k;° stands for the case where no external electric field is applied; # is a fitting factor.

Along with the catalytic participation of functional and/or other groups present at the interfacial
layer and catalysing water splitting, there is an important feature of this reaction, which is that the
reaction occurs within the entire space charge region, no matter how thick it may be. Even if the
reaction rate constant is rather low in depleted SCR of solution, the large thickness of the SCR
reaching several um at high voltages can cause great fluxes of the H* (OH") ions generated in
water splitting reaction [4]. The problem for the application of ED at high voltages, e.g. in shock
electrodialysis [5], is in the fact that this effect cannot be mitigated by changing membrane
functional groups.

When L. is high, itis possible to obtain an intensive EC in conditions of relatively low value

of C/C,, . Therefore, in these conditions, the driving force of WS can be low, which reduces the

WS rate. In other words, WS can be partially suppressed, if the membrane surface is optimized in
a way favoring EC. Experimental evidences of this effect were obtained in [6, 7], where it was
found that application of a thin Nafion film on the MK-40 membrane surface simultaneously
increases EC and reduces WS. Note that in this case, there was only optimization of the surface
heterogeneity without changing the chemical nature of the functional groups, because it was SOs™
groups in both cases, hence, without changing the L, parameter.

Inversely, an increase in WS rate by changing the nature of functional groups [8] or by adding
particles forming a bipolar interface (such as DNA molecules in the experiments of Slouka et al.
[9]) on the membrane surface (an increase in L, ) reduces EC. The cause is in the fact that the H+
(or OH") ions, the products of water splitting, enter the space charge region at the depleted
membrane surface as co-ions and thus reduce the space charge density [10]. Thus, to increase
electroconvection, it is necessary to reduce water splitting. This reduction in the case of anion-
exchange membranes is possible by grafting quaternary ammonium groups in a near-surface
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membrane layer [8]. These groups do not have a catalytic effect on the water dissociation reaction
[3].

Another effect of WS occurs in the case of anion-exchange membranes with weakly basic
functional groups. In this case, OH™ ions generated in water splitting at the depleted membrane
interface deprotonate these functional groups, that is, discharge them. Due to this current-induced
membrane discharge [11] reduces EC because of lower membrane surface charge.

The conclusion is that to enhance mass transfer, it is not sufficient to optimize membrane surface
heterogeneity, but it is also necessary to exclude from the membrane interface the species, which
are catalysts for the WS reaction.
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Introduction

Proton exchange membrane fuel cells (PEMFCs) are expected to find wide application as
mobile, portable, and distributed stationary power sources owing to their outstanding advantages,
such as high efficiency, zero or low emission, high power density, and rapid start-up. One of the
basic elements of the fuel cell with a proton exchange membrane (PEM) is the membrane electrode
assembly (MEA). The efficiency and performance of PEMFCs are mainly determined by the
parameters of MEA, which depend to a large extent on the structural features of the catalyst layers
(CLs). The CLs with a thickness around several micrometers are the critical components of
PEMFCs, whose specific structure allows attaining the high rate of the electrode reactions with a
minimum amount of the expensive catalyst. The overall CL performance depends on the following
critical factors: (i) large three-phase interface in the CL; (ii) efficient transport of protons; (iii) easy
transport of reactant and product gases and removal of condensed water; and (iv) continuous
electronic current passage between the reaction sites and the current collector. Identification of the
electrode structures and operation conditions is therefore essential [1]. The morphology of the
carbon nanomaterial has a significant effect on the characteristics of CL.

The aim of this work was to establish the role of carbon support morphology on catalyst
performance.

Experiments

Pt/C catalysts have been prepared via Pt electrochemical dispersion under the action of the AC
pulse current in the presence of a carbon nanomaterial, as was described in details in [2, 3]. Various
multiwalled carbon nanotubes (MWCNTS) were used as the carriers of catalysts: (i) nanotubes by
the Russian branch of LG Chem Company (LGCNT), (ii) lab-made samples of carbon nanotubes
acquired by the pyrolysis of a propane—butane mixture on a Cu—Ni catalyst (S-OCNT), and (iii)
nanotubes produced by the catalytic pyrolysis of methane on Fe-Mo/MgO (FWCNT). Vulcan XC-
72R (Cabot) carbon soot was used as the reference support. The synthesized catalysts were labeled
as P/LGCNT, Pt/SOCNT, Pt/FWCNT, and Pt/Vulcan.

TEM images were obtained with a JEM-2100 unit (200 kV). SEM images were acquired on a
Hitachi S4500. The electrochemically active surface area (ECSA) of Pt/C electrocatalysts was
determined by oxidative COads desorption (CO stripping), using a standard three-electrode
electrochemical cell and a P1-50-1 potentiostat (Elins, Russia), as was described in our previous
papers. CO was adsorbed at the surface of the working electrode by bubbling CO through 0.5 M
H>S04 for 15 min, while the electrode was kept at a constant potential of 300 mV vs. RHE. After
CO bubbling, the electrolyte was purged with N2 (30 min) to remove the dissolved CO, and the
CV curves were measured. The ECSA was evaluated by calculating the charge accumulated during
CO adsorption after subtracting the double-layer charging current taking into account that the
charge required for the desorption of a COads monolayer was 420 pC cm 2 of the true surface.

Results and Discussion

According to the TEM study and the particle size distribution histograms (Figs. 1e-h), the CNT-
based Pt/C catalysts are characterized by the agglomerates with the dimensions above 20 nm,
unlike the Vulcan soot-based catalyst.

The variations in the ECSA values calculated from the hydrogen desorption integrals with the
cycle number during the APCT are shown in Fig. 2. It can be clearly seen that the ECSA of the
Pt/Vulcan catalyst reduces more than 60% after APCT. However, the ECSA of Pt/CNTSs catalysts
decreases by 35, 26, and 13% for Pt/FWCNT, Pt/SOCNT, and Pt/LGCNT, respectively, after the
same tests, showing that the Pt/CNT catalysts are much more stable than the standard Pt/Vulcan
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catalyst. These results are in agreement with the onset oxidation temperature of Pt/VVulcan and
Pt/CNTs. The main reasons for degradation of the platinum are the dissolution, reprecipitation,
and Pt particle separation from the carbon support [4, 5]. It is a well-known particle size effect:
smaller Pt particles dissolve faster [6]. Moreover, corrosion of the carbon support is possible. The
OH groups formed by the electrochemical oxidation of platinum spill over the carbon surface with
the emergence of the-OH radicals adsorbed on the carbon surface.
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Figure 1. SEM (a—d), TEM (e-h) images, Figure 2. Relationship between the ECSA and the
and platinum particles size distribution of cycle number during the APCT.
Pt/Vulcan (a, e), Pt/FWCNT (b, f),
Pt/SOCNT (c, g), Pt/LGCNT (d, h)
catalysts.

The role of carbon support morphology on the Pt/C catalyst performance was established. It
was found that formation of Pt agglomerates is more typical for Pt/C catalysts based on CNT than
for carbon black. However, this causes no decrease in electrochemically active surface areas. ORR
activity of the synthesized catalysts increased in the sequence Pt/Vulcan < Pt/LGCNT < Pt/SOCNT
< Pt/ FWCNT. The maximum power of MEA was obtained with the use of FWCNT which can be
due to the difference in the value of the total pore volume of the carbon supports, causing
differences in the structure of the CLs and better mass transport properties (O and H*) of MEAs
based on FWCNT.
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Introduction

Reverse electrodialysis (RED) is a relatively new trend in the development of an electric
generation. For the first time, RED was described in 1954. In [1] author assembled the
electrodialysis apparatus using chambers each of which contains a pair of anion and cation
exchange membranes and electrodes (anode and cathode). In contrast to a regular electrodialysis
apparatus, this unit was not connected to a power source. The electrodes were connected by an
external closed circuit, which included an ammeter and a voltmeter. Sea water was introduced into
the desalting chambers (salt content 35 g/l) and the concentration and pre-electrode chambers were
rinsed with fresh river water. In this case, the separate transfer cations and anions were transformed
into an electron flux in the external network from the anode to the cathode due to redox reactions
at the electrodes. Since then, this topic has become popular (more than 200 publications already
in 2015). In 1980 it was shown that making the RED process viable in industrial scale could
improve anion-exchange membrane properties (minimization of their thickness, stability of
properties during long-term operation, reduction of their electrical resistivity), which will
overcome the main economic RED disadvantages — high production cost [2]. Another direction of
reducing RED electric potential losses can be realized by decreasing the inter-membrane distance
in the assembly from 0.5 to 0.2 mm. Moreover, optimization of gaskets geometry also improves
the performance of the system [3].

Earlier, we proposed to implement the RED process using carbonized agueous solutions of
monoethanolamine (the electrical conductivity of which is close to sea water) as a working fluid
instead of sea water.

Experiments

Experiments were carried out using the laboratory apparatus described earlier [4]. Carbonized
aqueous of monoethanolamine (MEA) solutions were obtained according to [5]. The specific
electric conductivity of solutions was measured using conductometer MultiLine P4 (WTW,
Germany). The concentration of MEA anions was determined qualitative and quantitate on ion
chromatograph “Akvilon Staier-M”. Solutions with 30% and 12% concentration MEA were
chosen for the purpose of this research. Scheme of RED lab-scale with three chambers is shown
on Fig. 1. Anode and cathode were made of platinized titanium. Dilution chamber was formed by
the anion-exchange membrane MA-41 and cation-exchange membrane MK-40 (Shchekinoazot).

| 1] v 1l

T AV

Figure 1. Scheme of RED lab-scale. I — anode, Il — cathode, 11l — anion-exchange membrane, IV
— cation-exchange membrane, A — ammeter, V — voltmeter, 1 — dilution chamber, 2 — pre-anode
chamber, 3 — pre-cathode chamber.
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Results and Discussion

This work is aimed at studying the effect of the circulation rate of the MEA solution in the
dilution chamber and in the pre-electrode chambers on the RED parameters. Achieved
carbonization degree is higher for 12 wt. % solution than 30 wt. % solution (0.70 and 0.58 mol
CO2/mol MEA respectively). The RED process was implemented in a non-stationary mode
without and with forceful pumping of chambers: feed solution was filled dilution chamber and
distilled water or MEA solution without CO, was filled pre-electrode chambers. lon transport
processes in different chambers are schematically present in Fig. 2.

Pt-Ti MA-41 MK-40 Pt-Ti
8 '
<+ O fo) tio T
I TCO2 (o] I 4y 4 >
- O z H 4
RNH, z © I 2
& e
é H,0 o RNH,
' H,0
3 T
+
-— 9 H I —> F
E . OH =
= - i
o
1
1
1
1
1
]

- A,V TTTTTEEEEEE e e e
Figure 2. lon transport in RED processes.

It was found that in the process of energy generation in the pre-electrode chambers, the MEA
solution is regenerated. The quantitative value of these processes is going to be determined with
experiments using RED apparatus, consisting of several dilution chambers.

Figure 3 shows the current output of RED operation at the example of 30 wt. % MEA in the
case of the presence and absence of circulation of solutions for various combinations of solutions
in the near-electrode chambers. The average linear velocity of solutions in electrodialysis
chambers was maintained at 0.15 cm/s in circulation case.

As we can see, the circulation of the solutions in the near-electrode chambers and the desalting
chamber leads to stabilize the electrical characteristics of the RED process. This allowed us to
estimate the generated power of the process: in case 30 wt. % MEA in the pre-electrode chamber
— 2.4 W/(h-m?); in case distilled water in the pre-electrode chamber — 23.2 W/(h-m?). Moreover,
in the case of distilled water in the pre-electrode chamber, the amount of removed CO2 was 43 ¢/I;
and in case 30 wt. % MEA in the pre-electrode chamber, the amount of removed CO> was 21 g/I.

Thus, the use of distilled water for pumping the pre-electrode chambers allows intensifying the

RED process.
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Figure 3. Current output in case 30 wt. % MEA solution. 1 — distillate water in the pre-electrode
chamber with circulation, 2 — distillate water in the pre-electrode chamber without circulation, 3
— 30 wt. % MEA solution in the pre-electrode chamber with circulation, 4 — 30 wt. % MEA
solution in the pre-electrode chamber without circulation.
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Introduction

At the present stage of technological development, platinum nanoparticles deposited on a
porous carbon carrier are the only catalysts used in low-temperature fuel cells, since platinum has
the highest activity in the oxygen reduction reaction among all pure metals [1]. Increasing the
durability of the electrocatalyst and reducing platinum loading is one of the most actively
developing areas of research in the field of fuel cells. Both indicators are closely related, and often
the reduction of platinum loading on the electrode leads to a decrease in the life of the fuel cell. At
the same time, various reasons are considered as causes of a decrease in the service life of a fuel
cell: degradation of the membrane, bipolar boards and seals, moisture content of gases, the
concentration of aggressive additives in gases, etc. [2]

A simple way to prevent carbon carriers at the cathode from corrosion is to replace soot with
alternative materials that are less susceptible to degradation. As an alternative approach, oxides of
tin, titanium and their mixtures with carbon are considered [3].

The aim of this work was to obtain platinum catalysts on oxide-carbon carriers and study their
activity in the reaction of oxygen reduction and electrooxidation of alcohols.

Experiments

To obtain SnO»-C electrocatalysts electrolysis conducted in galvanostatic conditions with
stirring the carbon suspension (Vulcan XC-72), in a tin electrolyte (SnCl> solution, 0.1-1 M). The
technique is described in detail in the article [3]. As the background electrolyte was used a 2M
H>SO4. Current strength 9 A. Thus, a series of SnO»-C materials with different mass fraction of
SnO> was obtained. Further, the reduction of platinum with formaldehyde [4] in the liquid phase
received a series of Pt/ SnO,-C materials.

The resulting materials were investigated by gravimetry, x-ray diffraction, x-ray fluorescence
analysis and cyclic voltammetry.

Results and Discussion

Platinum nanoparticles were deposited on SnO2/C composites, the mass fraction of which was
about 20%. Studies by X-ray diffraction confirmed the presence of a platinum phase in all
materials, the average crystallite size of which was 1.3-2.3 nm.

The calculation of the electrochemically active area of Pt from cyclic voltammograms after
surface standardization showed that the resulting catalysts have rather high area values. Most
materials have an electrochemically active surface area of about 130 m?2-g1, which exceeds the
electrochemically active surface area of the commercial Pt/C catalyst HISPEC 3000.

The activity of electric catalysts in ORR is comparable to that of a commercial analogue, and
in some cases exceeds it (fig. 1). The values of the maximum currents in the reactions of electro-
oxidation of alcohols on the forward and reverse voltammograms, as well as the area under the
corresponding maxima for the Pt/(SnO2-C) catalysts were noticeably higher than for the
commercial counterpart.

Apparently, this behavior of oxide-containing electrocatalysts is due to the presence of three-
page structures Pt-SnO,-C. Depending on the ratio of the sizes and the mass fraction of platinum
and tin oxide, the number of such contacts will vary, which affects the characteristics of the
obtained electrocatalysts. Stronger adhesion of such nanoparticles to the surface of a composite
carrier can impede platinum degradation during the stress test, and the presence of a Pt/SnO>
contact can provide a bifunctional mechanism of catalysis in the electro-oxidation reaction of
methanol.
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Figure 1. Voltammograms of the reaction of electroreduction of oxygen.

The work was performed in the framework of the state assignment of the Ministry of Education
and Science of the Russian Federation (Topic N013.3005.2017 / 4.6).

References

1. J. K. Norskov, J. Rossmeisl, A. Logadottir, L. Lindgvist, J. R. Kitchin, T. Bligaard, H. Jynsson
Origin of the Overpotential for Oxygen Reduction at a Fuel-Cell Cathode // Journal of Physical
Chemistry B. 2004. V. 108. P. 17886 — 17892.

2. K. Sasaki, F. Takasaki, Z. Noda, S. Hayashi, Y. Shiratori, K. Ito: Alternative Electrocatalyst
Support Materials for Polymer Electrolyte Fuel Cells // ECS Transactions. 2010. V. 33 P.473 —
480

3. Novomlinskiy, L.N., Tabachkova, N.Y., Safronenko, O.l. Guterman V.E.. A novel
electrochemical method for the preparation of Pt/C nanostructured materials // Monatsh Chem.
2019. V. 150 P. 631-637

4. Alekseenko A.A., Guterman V.E., Volochaev V.A., Belenov S.V. Effect of wet synthesis
conditions on the microstructure and active surface area of Pt/C catalysts. Inorganic Materials,
2015. 51. ¢.1258-1263

270



SYNTHESIS OF NANOPOROUS MEMBRANES WITH GOLD

NANOPARTICLES BY LASER-INDUCED DEPOSITION

Maksim Novomlinsky, Denis Lebedev, Alena Fogel, Vladimir Kochemirovsky
Saint Petersburg State University, 7/9 Universitetskaya nab., St. Petersburg, Russia
E-mail: ooc41lhmo@mail.ru

Introduction

The separation of media, including the purification of liquids, is extremely important for the
majority of technological processes. At the same time, the unusual properties of nanostructures are
well studied and are actively used to create materials with unique properties. Structuring the pore
geometry of the membranes gives hight results [1,2]. The result of the application of
nanostructuring in membrane technology will be an increase in productivity and selectivity of
membranes.

There are a lot of methods for producing nanoparticles of noble metals (gold, platinum ...) [3].
However, most methods have a some limitations or are not applicable to achieve the goal of this
work.

The purpose of this work is the deposition of gold nanoparticles on the surface of pores of
membranes. Nanoparticles should have a high uniformity in size and shape, be rigidly fixed on the
surface (withstand high pressures and liquid flow), and the growth of nanoparticles should occur
mainly in the pores of the membranes.
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Figure 1. Installation scheme for obtaining a laser beam of the required parameters.

Experiments

The method of laser-induced deposition of metals proved to be the best method for the task [4].
This method is based on the initiation of the reaction of deposition of metals on the surface of the
dielectric under the action of laser radiation [5].

As can be seen from the experiments, the growth and size distribution is determined by
parameters such as laser wavelength, laser pulse power and frequency, exposure time, solvent
properties and concentration. The growth of gold nanocrystals of a given shape and size occurs in
a very narrow range of the indicated synthesis parameters.
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Figure 2.SEM images of gold nanoparticles on a glass substrate.
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Figure 3. Au nanoparticle absorption spectra.

Results and Discussion

At the first stage, the optimal parameters of the laser (power, wavelength, number of pulses per
second) were selected. At the second stage, the selection of optimal irradiation regimes was carried
out (exposure time, the thickness of the solution layer).

The correlation between the modes of synthesis and the properties of the particles obtained was
established by SEM, spectrometric methods, and the reliability of particle attachment to the
surface. The results are presented in table 1.

Reliability of fixing was estimated on a conventional scale from 0-5 (5-particles can be removed
only by the action of aqua regia; 4- preparation in an ultrasonic bath; 3-under water pressure for
an hour or more; 1- washed away under water pressure in less than 1 hour; 0-separated immediately
or not formed). Samples with a value of 3 and below are not suitable for use. The presence of
particles of a triangular shape was determined quantitatively, by an SEM study and corresponds
to: O - there are no particles of a triangular shape; ¢ - particles with a triangular shape of less than
10%; 00 -particles with a triangular shape of 10-50%; more than 50% of particles of a triangular
shape. In addition, the presence of plasma resonance was determined (the wavelength
corresponding to the maximum peak). In the absence of a dash was put.

Typical SEM images of the obtained nanoparticles are shown in Fig. 2. From the presented
images it can be seen that at low concentrations of the precursor (0.025 M) single-crystal gold
nanoparticles of a triangular, round and oblong shape are formed. Typical particle size of 50 nm
(in one direction). Typical absorption spectra of the particles obtained are shown in Fig. 3. A clear
peak is observed on the absorption spectra at a wavelength of about 540 nm. According to the
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literature, this absorption is typical for particles with an average diameter of 50 nm. Which
confirms the data of the SEM.

Table 1: The dependence of the results on the operating parameters

. : Solution layer thickness, cm
Time, min
1 2 3 4 5 6
1 3;0;- 3;0;- 3;0;0 3;0;0 2,0,0 2,0;0
2 3;0;0 1;0;0 3;0;,0 3;0;,0 2;0,0 3;0;,0
4 3;0;0 2;0;0 3;0;,0 3; 0,0 3;0,0 3;0;,0
8 4:0;510 3;0;510 3; 0,0 3; 00;0 3; 0,0 3;0;0
16 4; ;550 3; 0;530 3; 0,0 4, 00;536 2, 0;530 4;0;0
30 4:0;510 4:0;510 5;0;0 5, ;480 2, 0;530 4:0;0

As you can see from the table, the optimal solution layer thickness is 4 cm, the exposure time
is 16 minutes. Below are the size, shape and absorption spectra of nanoparticles obtained by laser-
induced deposition. The above method allows you to synthesize nanoparticles of a given shape
and size.
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Introduction

In the context of fossil fuels depletion and climate change pending threats, expectations for
cleaner and more sustainable transport solutions are being embodied in electric vehicles [1].

The highest redox potential value and the highest specific heat capacity of any solid element of
lithium make it the hottest commodity for modern life and a key element for modern electric
vehicle revolution. So, due to the rapid expansion of worldwide lithium ion batteries market, the
procurement of this metal is becoming a matter of importance worldwide [2].

Therefore, the selective separation, purification and recovery of Lithium from seawater and
brine water generate great attention from scientists, engineers, and industrialists [3].

Experiments

The present work consists on the synthesis of novel lithium ion-selective membranes based on
Lithium lon Conductor (LICGC) as Lithium lon Sieves embedded in a copolymerized matrix of
an Anionic Polymer (PECH-DABCO) and (NH2-PES). A nonionic surfactant (Brij76) was also
used to prevent the agglomeration of inorganic Lithium conductor in the polymer matrix. To
optimize both the synthesis and the appropriate composition, several experiments have been
carried out. The morphological and thermal properties of these prepared membranes were
determined using SEM and TGA. Additionally, water uptake, contact angle and conductivities of
these membranes were also determined. To test the performances and the selectivity of these
membranes, Diffusion Dialysis experiments of Li and Na mixture solution were affected using a
two compartments cell.

Results and Discussion

Morphological results confirm the homogeneity of our membranes, the good dispersion of the
inorganic fillers into the polymer matrix and the compatibility between different compounds.
Thermal characterization shows that these membranes are stables up to 200°C. Conductivities of
these membranes are more important in Li solution then in Na media.

The performance of these composite membranes was tested in diffusion dialysis of
reconstituted solutions containing a mixture of sodium (0.05 M) and lithium (0.05 M) ions. We
observed a remarkable selectivity for Li* which we attribute to the effect of the lithium-conductor
powder (see Table 1). The highest selectivity coefficient was obtained for the membrane M3 that
contains 50.5 %" of LICGC, 25.5 %" of PECH-DABCO, 18 %" of NH,-PES and 6 %" of
Brij76. The main physicochemical characteristics of this membrane are: Thickness (130 um),
water content (11.3 %"*), contact angle (61°), conductivity in 0.1 M LiCl solution (7.5x10* S.cm’
1y and conductivity in 0.1 M NaCl solution (3.2 x10™* S.cm™).

Table 1: lonic flux of Li* and Na* from equimolar solution after 4 hours of dialysis

Membrane Li* flux Na™* flux
(10° molcm?s?) | (10° mol cm?s™)
M1 22.30 1.15
M2 20.00 0.15
M3 30.53 0.08
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Introduction

Every year for the needs of alternative energy requires more and more high-purity hydrogen.
The most common method to obtain it is reforming of organic raw materials with gas mixture
formation and subsequent release of high-purity hydrogen, with the help of various types of metal
membrane filters. As a basis for creation of these membrane filters palladium and its alloys are
used as they have unique properties in relation to the hydrogen transmission.

The formation of nanostructured palladium layer capable for chemisorbing of hydrogen on the
surface of membrane increases the actual operating surface, which leads to increase of
chemisorption centers quantity, which role is most often played by crystallites angles and facets.
Moreover in case of sufficiently small Pd crystal size the majority of octahedral interstices belong
to the surface, that facilitates the transmission of hydrogen and reduces the probability of hydrogen
atom capture by various kinds of surface defects. This modification may be effective in case of
limiting the process of hydrogen transfer through the membrane by dissociative-associative
absorption-elimination processes at the boundaries.

In the present work an attempt is made to create a thin palladium-silver membrane and its
modification by creating a nanostructured (palladium star-like nanocrystallites) layer on its
surface, which accelerates the chemisorption and dissociative processes of hydrogen transmission.
The developed membrane can become the base not only for low-temperature diffusion purification
of hydrogen and creation of hydrogen electrode for oxygen-hydrogen fuel element, but also for
processes of hydrogen isotopes separation. Also, these membranes are integrated into methanol
steam reforming plants, which allows to make compact membrane reformers effective for
producing hydrogen in situ [1].

Experiments

Modification of palladium membranes according to the method of "nanostars" was carried out
as follows. Pd-23% Ag alloy film — were fixed in a holder, washed by 96% ethanol, defatted by
boiling for 30 min. in concentrated 6 M NaOH solution, and then transferred for mordanting to
60% HNO3 solution for 30 sec., then immediately put into a vessel with flowing distilled water
for 10 minutes. Then the palladium-silver alloy film was transferred to a cell with 0.1 M HCI and
anodically polarized at a current density of 10-20 mA / cm2 using a potentiostat-galvanostat P-
2501, washed, cathodically polarized at 0.05 M H2SO04 at current density of 10-20 mA /cm2 , then
filled with 2% H2PdCl4, tetrabutylammonium bromide 0.1 M used as a sealing surfactant. The
black precipitation was carried out at current density of 2-6 mA / cm2 for 0.5 hours, after that it
was washed with bidistillate and cathodically polarized in 0.05 M H2SO4.

Micrographs of the samples were obtained using a JEOL JSM-7500F scanning electron
microscope. Measurement of hydrogen permeability was carried out with the help of the apparatus
developed by us on the basis of a microgasovolumetric method [5].

Results and Discussion

In the course of this study, two types of surface modification of hydrogen permeable
membranes were developed: “nanostars” and “nanopores”. The microphotographs of the films
surface obtained by JEOL JSM-7500F scanning electron microscope are shown in Fig. 1. In Fig.
2 the data is shown on the measurement of hydrogen permeability for a palladium-silver alloy
modified by coating of “nanostars” type (a) and coating of “nanopores” type (b).
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Figure 1. Microphotographs of palladium-silver films surface with modified surface, obtained by
the method of “nanostars” (a), and by the method of “nanopores” (b).

From fig. 2 it is obvious that the dependence of the flow density on hydrogen overpressure on
the input side of the membrane with modified surface is well approximated by a line of the 1st
order, which indicates according to [2] that hydrogen penetration velocity is limited by dissociation
of hydrogen on the surface.
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Figure 2. Dependence of the rate of fluence (the ratio of hydrogen flow to the area of a sample)
on the excess pressure of hydrogen on the outer face of the membrane for the method
“nanostars” (a) and the method of “nanopores” (b).

Thus it has been experimentally confirmed that the velocity of hydrogen transmission under
conditions of low temperature (<90 ° C) and pressure (<0.6 MPa) through sufficiently thin
palladium membranes (<10 pm), is limited by dissociative-associative processes at the boundaries,
and can be significantly increased (up to order of magnitude) due to acceleration of the limiting
stage by applying a superficial modifying palladium coating. Modification of membranes with
“nanostars” type of coating allows achieving hydrogen flow density up to 0.76 mmol / (s*m?) that
is 1.6 times greater than with modified by “nanopores” type of coating

This work was supported by the scholarship of the President of the Russian Federation to young
scientists and post-graduate students SP-1237.2018.1.
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Introduction

Electrodialysis is increasingly used for cleaning, concentrating and conditioning ampholytes
(proteins, amino acids, anions of polybasic inorganic and organic acids, etc.), which are products
of biochemical processing of biomass, or are contained in liquids of food and pharmaceutical
industries. Similar substances (phosphates, ammonium ions) are extracted as nutrients from
municipal and livestock wastewaters. The study aim is the identify regularities of mass transfer
during electrodialysis of ampholyte-containing solutions in underlimiting and overlimiting current
modes.

Experiments

The experiments were carried out using a laboratory scale four-chamber flow-through
electrochemical cell, the membrane stack of which contains CMX cation-exchange membranes
and AMX anion-exchange membranes (Astom, Japan). The active surface area of each memb-

PO, 5 HLPOL + H* <5 HPOE + HF < POL+ K+ rane is 4 cm?, the intermembrane distance is

10— 2 ! ' 0.66 cm, the flow rate of a 0.02 M NaH2PO4
solution is equal to 0.4 cm/s. This cell, the set-
up and the method of obtaining the total and
partial current-voltage characteristics (CVC)
of the membranes forming a desalination
channel through which a solution of a strong
electrolyte (NaCl, KCI) is pumped, are
described in detail in [1]. The case of
02 - NaH2PO4 or KH2PO4 solution is described in
[2].

0.0 : : ‘ : ; : : Distribution of the phosphoric acids

¢ 2 a1 M species as functions of pH presented in fig. 1.
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Theory

The calculation of the CVC, as well as the transport numbers, partial fluxes and partial currents
of ions in the membrane system is carried out using a stationary 1D model described in detail in
[3]. A three-layer system under direct current conditions is considered. It consists of an anion
exchange membrane AMX and two adjacent diffusion boundary layers (DBL). Migration and
diffusion transport of ampholyte species and the products of protonation-deprotonation reactions
H* (OH) in all three layers are taken into account. The model is based on the Nernst-Planck
equation under the local electroneutrality condition. It uses the assumptions of the independence
of the current density and the total flux density of phosphorus-containing species from the
coordinate as well as local chemical equilibrium between the ampholyte species participating in
protonation-deprotonation reactions in the AEM and in the DBLs. Besides the condition of ion-
exchange equilibrium at the membrane / solution boundaries is applied.

Results and Discussion

Fig. 2 shows the theoretically and experimentally obtained total and partial CVC of the AMX
membrane in NaH2PO4 solution.
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Figure 2. Total and Partial Current-Voltage Characteristics of AMX Membrane in 0.02 M
NaH2PO4 Solution: Calculation Using Model (a), Experiment (b). The dashed line is the limiting
current calculated using the Leveque equation.

Analysis of the calculation results and experimental data allows us to conclude that when a
current is applied, the solution at one of the surfaces of anion-exchange membrane is desalted, that
leads to an increase in the Donnan exclusion of H* ions and an increase in the fraction of doubly
(triply) charged anions in the membrane. Due to Donnan exclusion of protons from the anion-
exchange membrane (as co-ions), the pH of the internal solution in the micropores of the
membrane is higher than the external solution pH. Therefore, the fraction of doubly (triply)
charged anions in an anion-exchange membrane is always higher than in the external solution. For
phosphates, there are two inclined plateaus, whose appearance can be related to two limiting
currents. The first limiting current occurs when the NaH>POg salt diffusion to the membrane
surface is saturated, the second limiting current corresponds to the saturation of the proton flux

when the membrane is almost completely converted into the H,PO, form. A current increase
above the second limiting current in the phosphate-containing system is possible due to two
mechanisms: the membrane transition into the form of triply charged phosphates and / or the water
splitting. The shape of experimental and theoretical dependences i, ii vs 4¢" basically coincides.

Higher experimental values iHAEPMO_ (Fig. 2b,) and jp (Fig. 3a) compared with those calculated by

the model are mainly due to the effect of exaltation of the limiting current. They arise because the
protons, which are excluded from the membrane into solution, carry a positive charge, which
creates an additional electrostatic field attracting H,PO, anions from the bulk solution to the

depleted membrane surface. The increase in the charge of anions of orthophosphoric acid in the
membrane compared with the solution is a parasitic process in relation to the transfer of the target
component - phosphorus in AMX membrane. Therefore, the flux of phosphorus jp, the transfer of
which in AMX is carried out by all phosphorus containing species, is much less than that which
can be expected using Eq: jeiim = ilim/ F (Fig.3a). The fact is that in the practice of electrodialysis,
the limiting current is usually determined by graphic processing of CVC (Fig. 3b), represented in

Cowan-Brown coordinates [4] (i, =i5-"). This current corresponds to the value i’ (Fig.2b) at
which doubly charged phosphorus-containing anions are mainly transferred in the membrane.
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Figure 3. The Dependence of the Experimental (markers) and Theoretical (curve) Phosphorus
Fluxes in the Investigated AMX Membrane Upon the reduced Potential Drop (a).
The dash-dotted line is the flux defined using the Eq: j=iwt/F. Dotted lines are fluxes determined
using the limiting currents: iim™® is calculated by the Leveque equation; iim®® is determined
using the current-voltage characteristic represented in the Cowan-Brown coordinates [6] (b).

The results obtained explain the reason for the unexpectedly low current efficiency of the target
components or the unexpectedly high energy consumption [5,6] during electrodialysis of
ampholyte-containing solutions.
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Introduction

The experimental current-voltage characteristics of the anion-exchange membrane (AEM),
obtained [1] in ampholyte-containing sodium dihydrogen phosphate (NaH, P 0,) solution, indicate
a significant increase of the limiting current in a vertical direction of the desalination channel (DC)
of an electrodializer, compared to a horizontal one with the DC located under the membrane. This
is explained by the influence of gravitational convection, which evolves in a vertical position of
the DC. At the same time, this effect is much lesser observed during electrodialysis under the same
conditions of solutions that do not contain ampholytes, e.g. NaCl solution. One of the reasons for
the observed gravitational convection in ampholyte-containing systems is presumably the thermal
effects arising from deprotoning-protoning reactions [2]. Here we study this phenomenon with the
direct mathematical modeling.

Theory

Simulating the process of electrodialysis desalination of NaH,PO, solution, we directly
consider the transfer of the molecules of orthophosphoric acid (H;P0,) and four kinds of ions
(Na*, H,PO; , H*, HPO}™). The scheme of the compound interaction in the transverse section of
the DC, are simplified in Fig. 1. Herein x = 0 corresponds to the interphase boundary
AEM/solution, x = h is the conditional boundary diffusion layer (DL) / bulk of the solution.
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Figure 1. Scheme of the ions transport in the diffusion layer.
Ellipses indicate the 5 particles taken into account in the model.

Two reactions during electrodialysis of the NaH, PO, solution are considered:

H,PO; +Q, & HY + HPOZ™, (1)
H* + H,PO; + Q, & H3PO,. (2)

A more detailed description of the reactions is given in [2] and [3]. The 2D model for this
problem for 3 types of ions and with an assumption of the electroneutrality condition fulfillment
was described in detail in [4].

During the electrodialysis of solutions using intensive current modes (“over-limiting” modes),
the electroneutrality condition is violated near the membrane / solution interfaces, where space
charge regions (SCR) are formed that can significantly effect on electrochemical characteristics of
membrane systems. So the new 1D stationary mathematical model based on Nernst-Planck,
Poisson, material balance and heat transfer equations is created. It allows to compute
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electrochemical and thermal components of the ampholyte electrodialysis (e.g. concentrations,
fluxes, electric potential, electric field intensity, current density, space charge, temperature and
heat sources). Heat sources we have considered include the Joule heating and sources Q1 and Q>
of chemical reactions (1),(2). Moreover, a heat transfer through the membrane is taken into
account. On the second stage of the study we use the calculated 1D temperature distribution for
the 2D modelling of the hydrodynamics of an ampholyte containing solutions in a desalination
channel of electrodialyzer. This 2-stage method simplifies the 2D simulation in orders.

Results

The model computation results show that deprotonation of 1-charge dihydrophosphate occurs
mainly in the quasi-equilibrium SCR. The flux of hydrogen reaches values of 10° mol'ms
(Fig. 2a). Then hydrogen ions, migrating towards the cathode, enter into the protonation reaction
with dihydrogen phosphate to form orthophosphoric acid. Thus, the regions of deprotonation of
dihydrogen phosphate and the formation of acid are separated in space. This is indirectly indicated
by concentration profiles (Fig. 2b).
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0.6 ] 0.13 2—H+ ]
3 —HPO4(2-)
0.12 ]
0.4 1
2 0.11
~ 0 | 0.09
0 o
o 0.08
_8 g o007
= 04 O 0.06
. 1 0.05
0.6 | 2
0.04f
-0.8
0.03f
3.
-1 1—H3P04 |] 0.02r %
2 H+ i
-1.2 3 —HPO4(2-)|] 0.01
1 | 1 O L ! 1
0 0.1 0.2 0.3 0 0.1 0.2 0.3 0.
x-coordinate (mm) x-coordinate (mm)
a b

Figure 2. Fluxes (a) and concentrations (b) of H;P0,, H* and HP02Z~ for NaH,P0, solution
with concentration 20 mol/m? at a given potential drop in the diffusion layer d, = —0.2V.

Both reactions occur with the absorption of heat. The distribution of heat sources is shown in
Fig. 3. It can be seen that heat sources due to Joule heating are at least an order of magnitude
greater than the sources of both chemical reactions (and in the quasi-equilibrium SCR - by
several orders of magnitude). This is especially noticeable in solutions with low concentrations.
Therefore, even local cooling of the solution due to the deprotonation reaction of 1-charge
dihydrogen phosphate (Fig. 3b, curve 3) and the acid formation reaction (Fig. 3b, curve 4) near the
AEM/solution boundary does not change the overall heating trend of the solution (Fig. 3b, curve 1)
caused by the Joule heating (Fig. 3b, curve 2) magnitude.

The Joule heating domination is negligible in prelimiting current modes, but in overlimiting
ones the temperature increase may reach several degrees (up to +7K in our simulations).
Calculations using a 2D model show that under similar conditions, even with a sufficiently high
pumping rate of the solution (0.65 mm/s) a gravitational convection develops in a vertical position
of the channel, which affects the physicochemical characteristics of the system, in particular,
causes the behavior of the CVCs observed in the experiment [1].
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(b) at a given potential drop in the diffusion layer dgy = —0.2V.
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Introduction

Electroseparations with ion-exchange membranes are often accompanied with unwanted
processes of fouling by charged organic compounds [1]. Fouling causes deterioration of membrane
transport properties and brings additional expenses for membrane cleaning and replacement. The
latter can make up to 50 % of the production costs for certain separations [2]. The aim of our
contribution is to determine characteristic internal dimensions of the ion-exchange resins, the main
functional component of the heterogeneous ion-exchange membranes, and to study mutual
interactions of the resin and the large organic counterions with the size larger than the critical one.
Our research brings new knowledge about the behaviour of the ion-exchange resins in the presence
of possible fouling agents.

Experiments

The experiments employ electrochemical measurements (CVC, CA) and simultaneous video
capture of the electrokinetics in the surface vicinity of the single ion-exchange resins in
polycarbonate microcells, which are fabricated according to the in-lab developed methods.
DOWEX™ HCR-S/S strong base cation exchange resin particles with sulfonic R-(SOs)
functional groups (for industrial demineralisation systems) are used in our experiments. Solutions
of tetra-alkylammonium chlorides of increasing molecular weight (from (CH3)sN*Cl™ to
(CeH13)sN"CI) with selected molar concentrations are used as model fouling agents.

Results and Discussion

As it can be seen from the Fig. 1, the current-voltage curves of the DOWEX™ HCR-S/S in the
solutions of quaternary ammonium cations display strong dependence on the molecular weights
and the diameters of the organic counterions. The characteristic internal dimension of the ion-
selective system corresponds to the one of tetrabutylammonium cation (green half filled
hexagons), which is visible from the course of the CVC curve, whereas tetrapentylammonium
cations display negligible conductivity (blue asterisks) and their transport is hindered.

P tetra(CH3)ammonium chloride 0.01M

= »  tetra(C2H5)ammonium chloride 0.01M
= tetra(C3H7)ammonium chleride 0.01M
% tetra(C4H8)ammonium chloride 0.01M
* tetra(C5H11)ammonium chloride 0.01M

- — k=

0 —— 77*_T T 1

0 1 2 3
E (V)
Figure 1. DOWEX™ HCR-S/S current-voltage Figure 2. Pristine DOWEX™ HCR-S/S

curves for aqueous solutions of particle in a polycarbonate microcell
tetraalkylammonium chlorides of increasing size. before the experiment.
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Figure 3.Electroconvection velocity magnitude map for DOWEX™ HCR-S/S pa