KOMMNO3UTHbIE NONIMMEPHbIE
ONEKTPONUTHI

* [loBblleHNE paboyven TemnepaTypsbl:
— TonepaHTHOCTbL K Npumecam (CO, NH,, ...)

— BbIicTpas KMHeTUKa peakumn => yMeHbLUEHNE
ncnonb3oBaHUs 6rnaropogHoro Mmetanna

— YnyJlleHHbIN TeNNooTBo4 M yny4ylleHHagqa
yTunusauma tenna

[1na aBTO-NpUNoXeHUK, xxenartenbHaga
Temnepartypa okosio 120 °C



CTpaTternm yBennyeHusa paboden
Temnepartypol

— YBenunm4yeHune gaBreHus
* [loTepwun, KpoccoBep ra3oBbiX peareHToB

— ['eHepauunsa Boabl B MeMbpaHe

* BkrntoyeHne nnaTMHOBBLIX YacTul, B MaTpuuy MemopaHsbl
(yBenm4eHHoe ncnonb3oBaHne braropogHoro meTtanna,
reHepauus pagukarnos nepokcuaa npu HU3KNX noteHuuanax)

— BknroyeHune HEOPraHN4YECKNX HaHOYaCTunLy,
» Perynatopsbl cogepxaHunsa Boabl (OKCUObl KPEMHUS,
antoMUHNSA, TUTaHa)

* HeopraHun4yeckue npoToH-NMPOBOASLLNE OOMAHTbI
(reTepononunknucnoTbl: docdopHOMONNMOOEHOBAs KUCIIOTa, U
T.N.)

« TBepable MOH-NpoBOasLLne maTepuarsl (dpocdartsl,
doocoHaTbl LUPKOHUA U T.11.)



KoHuenumna «camoyBnaXHEeHUA»
Watanabe

Anode: H, > 2H' +2¢

Cathode: 1/2 0,+2H" +2¢ > H,0

YBenunyenne BHYTPEHHEro KataJInTU4EeCKOro yBJriaXxHEHUA MeM6paHbI npun NOMOLLN
4YaCTuL OKCNAOoB MEeTAs1NoB
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* Yactuubl Pt n TiO,
(MmnperHaums +
BOCCTaHoBneHue /
rmaposnns-
KOoHOeHcauus)

B NOSIMMEPHOU
maTpuue npu 80°C,
aTMOCEepPHOM
nasneHun n oes
yBnaxxHeHugd
peareHToB



Mopgundpukaumsa I'NMM HeopraHn4yecknmm
HeneTy4mmm KUCrotTamm

ConbBaTaumns NPoOTOHOB CYbMO-rpynm
Co3gaHune CeTn MOHHbIX KIacTepoB
[1oHOpbI NPOTOHOB

CBa3blBaHME U yaepXaHne Boabl
YMeHbLUEHMNE ra3onpoHNULLIaeEMOCTH
Moandpukaumna mexaHn4eckmnx CBOUCTB



Mopgundpukaumsa I'NMM HeopraHn4yecknmm
MaTepuanamm

° HeopraHquCKme NMNPOTOHHbIE NMPOBOAHUKHA

— Zr(HPO,), (anekTpoxnmMmmnyeckoe nnm XmMmmyeckoe
BHe4peHMe)

— ['eTepononukmncnoThbl
— PocdopHas KucrnoTa
— PacnnaBbl KUCIbIX CONneu

° (DyHKLI,I/IOHaJ'IbeIe HarNnoJIHUTEJITN MOTYT
B3aMMOAENCTBOBATb C ANEKTPOXNMUYECKOU
CUCTEMOU
— Hanpumep, antommHnncogepkallime LUeonuThbl, rMuHbl,

6eMUT, N T.M. MOTYT CHUXAaTb KaTanuTUYECKYHO
akTuBHocTb AC



OTnueka nneHoK ¢ HanonHuTenem
B BUAE OUCMEPCHbIX YacTuu

« lncnepcmun mmukpoyactumy
— [lpocTon metoa
— PopmMmpoBaHune arnomepaTton

« KonnowngHble pacTBopbl

— AMynbcndmKaumsa BOAHBIX KONITONOHbIX
PacTBOPOB (HanpumMep, 4YacTuL, okcmaa
KPEMHUS) B HEOPraHMYEeCKMUX pacTBOPUTENAX

— HNenamMmuHaumnsa cnoucTbix Mmatepuanos
(Hanpumep, dpocdaToB LMPKOHUSA)



CrnouncTtbin dpocdaT LNPKOHUS

structure of (a) a-Z:P and (b) ¥ -ZtP.

Figure 1 Single lamella



Pa3pagHble xapaktepuctukm MOb
Ha ocHoBe [1M Nafion + ZrP

Nafion 115-a-ZrP

Nafion 115 \

0 250 500 750 1000 1250 1500
current density / mA cm”

H, / O,, naBnenue 3 atm, Temnepatypa a4enkn — 130 °C, yBnaxxHutenen — 130 °C



[lpoBOAMMOCTbL B 3@aBUCUMOCTU OT
KonnyecTtBa HamnosnMHUTENS

1 100°C, 100% relative humidity

1107 _
£
O -2
W 1x10 " n
o
] ]

1x10°

1 4 1 N 1 v I

0 10 20 30
wt% o-ZrP

40

b) — s-PEEK +
BblpalleHHble
in situ yacTuubl
ZrP

a) -s-PEK
(FUMA-Tech) +
AenaMUHNUPOBaHHbIE
yacTtumubl ZrP



dopmupoBaHme YyacTtull
HanonHuTena in situ

» BBegeHune npekypcopa B MeMOpaHy
— VImnperHmpoBaHue
— NoHoobOMeH

« KoHBepcusa npekypcopa B matepuan
HanoNHuTen4

— ['vaponuns cunaHoB (KNCMOTHO-
KaTanu3npoBaHHbLIN )

— OcaxneHne odbMeHHbIX NOHOB
» [lobaBrieHne npekypcopa npm oTnmBKe



Mukponopuctble MeEMOpPaHbI C
HeopraHNM4YeCKkMM HanosIHuTenem
Mwukponopuctaa membpaHa (Hanpumep,
NTHI)

[lpamMmoe HanonHeHne HaHo4YacTULaMu

In situ popmupoBaHue (rmaponns u
ocaxgeHue)

In situ popmupoBaHune (oM dy3uns
peareHToB)



Mopdoonornsa nopucton memopaHbl €
HanonHutenewm (a) u NM Nafion (0)

Pore Proton conducting  Polym:
inorganic filler matrix




[IpOBOOAMMOCTbL MOPUCTLIX
MeMbpaH C HarMosrHUTernem

Pore diam. {um) | Thickness (um)
—e— filled PTFE 05 125
—a— filled polyesther 08 43
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[ 1o OBOAMMOCTb CINOUCTbIX
doocaToB U pocdoHaTOB

o (S cm‘l)

a-Zr(OsP-OH); - H>O (crystalline) 18-10-7
v-Z1PO,[0,P(OH),] - 2H,0 (crystal.) 2.10-%
¢t-Z1r(O;P-OH), - H,O (semucrystal.) 2-7-10~%
Zr(0;P-OH); - nH,0O (amorphous) 1-5-107°
Zr(O;P-0H); 5(0;P-CsH:SO;H)g s (amorphous) 09-1.1-10"*
v -ZrPO,[0,P(OH),], 54/ O,P(OH)CH,SO;H], 4 - nH,O (crystal.) 5-1077
Zr(O;P-OH)(O;P-CsH,SO;H) - nH,O (semucrystal.) 0.8-1.1-107"

100 °C, 95% o.B.
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Single lamella structure of Zi



KoMMno3nTHble MeMDpaHbI C
doocdpoHaTamu, NPoOBOANMOCTb
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s-PEK membpana (FuMA-Tech), a) — ncxogHas, b) — ¢ 35% Zr(OP-OH)(O4,P-C;H,-SO,H)



[TlepdTOpUpPOBaHHLIE NONUMEPSLI C

HAloJIHNTENTAMN N3 OKCMNAO0B METAJIJ10B

In situ rmaponna pacteopos TOOC B HAaNMOHONOAOOHbLIX
MemMbpaHax (npeaBapuTenbHoe HabyxaHne B crnimpTtax)
— 'noponus katanusmnpyetca —SO,H rpynnamu

— MukpodraszoBo-pasgenieHHast CTpykTypa membpaHbl oKkasbliBaeT
“template” — adopekT

— [loBepXHOCTbL MoslydaembixX YacTuL, OKCMaa KpeMHma oboralleHa
OH rpynnamu

— [lpoBogmnmocTb ~ 0.1 Cm/cm (80 °C)
— AHanorM4yHo nosny4varoT YacTuLbl OKCUOOB LMPKOHUA, TUTaHa, ...

Bbicokoe coaeprkaHne HeopraHn4yeckon dgpassbl
NPUBHOCUT XPYIKOCTb

MexaHnyeckne CBOMCTBaA MOXHO BapbnpoBaTh,
NCMOnNb3ys UHbIE CUMaHbI

Bo3MOXXHO ncnonb3oBaHMe cynbprupoBaHHbIX CUITAHOB



[ napatupoBaHue 1M Nafion c
OKCUOOM KpeMHUS

« KOMMNO3UTHbLIN MaTepuan cyuwecTBeHHO bornee
rmgpaTtmpoBaH, Yem ncxogHoin Nafion

* ManoBeposiTHO, 4TOObLI crlaboknucnoTHele Si-OH
NOBEPXHOCTHbLIE rpynnbl ObINY nyylle
rmopaTupoBaHbl, YeM CUNbHOKUCNOTHbIE —SO;H

« Ckopee, bornbluaga rmgpataumns u nydiiee
yaepXaHme BoAbl OObSICHAKTCS CTPYKTYPHbIMUN
N3MEHEHUAMM MONTIMMEPHON MaTPULLb



Xapaktepuctnkn M3b Ha ocHoBe
MoandounumpoBaHHoro Nafion

Cell Potential / V

1.04

0.8

0.6 -

0.4

0.2

» Control Nafion Recast (3)
» Control Nafion 115 (4)

o 10% silicon oxide/Recast Nafion (1)
6% silicon oxide/Nafion 115 (2)

Current Density / mA cm™

Temnepatypa a4enkn 140 °C, temnepatypa ysnaxuuteneun 130 °C, 3 atm.



Xapaktepuctnkn M3b Ha ocHoBe
MoandounumpoBaHHoro Nafion

250 -
6% Silicon Oxide/Nafion 115
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Currert Density / mA em?

Nafion 115
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Temnepatypa a4enkn 130 °C, Temnepatypa ysnaxuuteneun 130 °C, 3 atm.



KOMMNO3UTHbIE YrNeBOAOPOAHbIE
nofinmMepsl

 CxogHble METOOMNKA NoJiydeHun4d

« CxogHble adpdekThl

— Y s-PEEK Heckonbko Bo3pacTaeT npoBOAUMOCTD,
KoTopasi coxpaHsaeTcs ao 130 °C npu BnaXXHOCTU

100%
* [lepcnekTmBHO bopMUpoBaHME
doyHKUMOHANBLHOMN CETKU C MPUMEHEHNEM
aMUHOEHUNTPUMETOKCUCHITAHA

— [NpepoTBpalleHne arperaumm YacTuml, okcmaa
KpEMHUS

— B3anmopenctene —NH;* 1 —SO5 rpynn
obecne4vnBaeT CBA3b MeXAy NosiMmMepom U
HanosHuTenem



KoMno3nTHble MeEMOpaHbI C
reTeponosiInkucrioTamMmm

* [[eTepononNMKNCNOTLI
— KpemMHumnBonbdpamoBas
— MonnbpgeHBornbdpamoBas
— ®ocdopHoBOSNIbEMpPamMoBagd
— dochopHoOMOnNnMbaeHoBas

« HaHo4acTuubl

e CunbHasi KNCIOTHOCTb U BbICOKas
NPOTOHHAsA NPOBOAMMOCTb



Xapaktepuctukn M3Ob ¢
retepornonmkmcnoTamMmm B MmembpaHe

Cell voltage (Volt)

—A— NAFIONT 117
—e— NASTATH

D'O i L L 1 i ] . i
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Current density (mA/cf)

80 °C, H,:0, (3:5 atm), 1M + KpemHuiBonbdpamosas Kucrnorta (C TMoPeHom unu bes)



CBouncTtBa MmembpaH, MoaNMULNPOBAHHbLIX
reTeponosIMKNCIoTamm

[1o cpaBHEHUIO C
HeMmoONPULMPOBAHHLIMY aHanoramMmu:
— bonee BbiCcOKaa TemnepaTtypa cTeknosaHug

— CyuwecTBeHHO bonbluas cTeneHb rmgpaTaumnm
Nnpu Tex Xe TeMmnepartypax

— bonblwasa nposogMMocTb B AnanasoHe: 20-
150 °C
— Makcnmym nposoaumocTtu okono 120 °C



3akiroyeHue

CBomncrBa KOMMO3UTOB «MONMMMEpP + HEOPraHNYECKNU
HaNoOJIHUTENb» BECbMaA MNEPCNEKTUBHBI

= CyJ('I)beVI[;OBaHHbIe [TM + «nHepTHbIe HanonHuTenn» (SiO,, TiO,,
AI2 3, ]

— CynbdupoBaHHble M + npoToH-NpoBoAsALLNE HANOTHUTENN
(pocdaTbl, pocdoHaTbl LMPKOHUS, reTEPONOSINKUCIIOThI)
— HepTHbIE MUKPOMOPUCTLIE MEMBpPAaHbI + MPOTOH-NPOBOASALLINE
HaNoONMHUTENU
[TonHoe noHMMaHue HabnaaemMbix 3PdPeKTOB
OTCYTCTBYET

MHormne acnektbl aBnatotTca “know-how” n He
OOKYMEHTUPOBaHbLI B nuTepaTtype

MexaHn3m npoBOAMMOCTU, BO BCEX Cry4Yasix, OCTaeTCH
BOAHbLIM
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