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Table S1. Crystallographic parameters. *Note that formulas and formula weights are based on X-ray diffraction results.

SiW;,03;,Cp*Ir SiW103o(Cp*Ir),Cl | PW;;039(Cp*Ir),Cl PgW 450154(Cp*Ir),-dimer

Formula unit* CaoHeolrsK»30156S1sWa4o CooClIrKs0s5, 6SiW iy | CooClIrK;404763PWi1 | CyolrsKog O55731PsWas 62

Formula weight* (g/mol) 12171.34 3747.59 3608.34 15717.22

Crystal system Tetragonal Monoclinic Tetragonal Triclinic

Space group (number) 14 (82) C2,/m (12) 14/m (87) P1 (2)

a, A 31.071(3) 22.395(2) 35.1781(13) 17.555(2)

b, A 31.071(3) 11.533(1) 35.1781(13) 22.843(2)

c, A 18.191(2) 27.827(2) 11.3965(6) 23.043(2)

a, ° 90 90 90 65.373(1)

B, ° 90 104.913(1) 90 67.697(1)

v, ° 90 90 90 85.608(1)

v, A3 14665(3) 6945.2(9) 14103.2(13) 7734.8(12)

Z 2 4 8 1

Deaic (g/cm?) 2.756 3.584 3.399 3.374

u (mm™) 17.830 22.403 21.966 20.249

Radiation Mo Ka Mo Ka Mo Ka Mo Ka
(AL=0.71073 A) (AL=0.71073 A) (A=0.71073 A) (AL=0.71073 A)

Temperature (K) 100(2) 123(2) 123(2) 123(2)

Fooo 10618 6539 12525 6890

® range 1.492 to 25.420° 1.515 to 27.943° 1.637 to 27.539° 1.260 to 27.487°

Index ranges —33<h<37 —29<h<29 —37<h<45 —22<h<22
-30<k<37 -15<k<15 —34<k<45 -29<k<29
-18<1<16 —-36<1<36 -14<1<13 —-29<1<29

No. of reflections collected | 35539 41261 35955 90891

Unique reflections (R;y,) 13480 (0.0511) 8666 (0.0372) 8541 (0.0548) 35055 (0.0338)

Data/restrains/parameters 13480/515/652 8666/608/501 8541/741/484 35055/445/1897

R indexes [[>20(1)] R1¢=0.0498 R, =0.0675 R, =0.0519 R, =0.0331
wR,? = 0.1226 wR, = 0.1405 wR, =0.1055 wR, =0.0788

R indexes (all data) R =0.0718 R;=0.0722 R;=0.0692 R;=0.0453
wR, =0.1343 wR, =0.1422 wR,=0.1119 wR, =0.0836

Goodness-of-fit 1.013 1.257 1.077 1.030

(A/0)max 0.000 0.000 0.003 0.003

APrmax/min (€ A73) 3.743/-3.187 4.018/—4.354 2.426/-3.144 2.351/-3.162

CCDC number 2356622 2356623 2356624 2356625

Ry = {ZIFo I} AZIF Y PwRy = [Ew(F*—F2)/EwF ]




Table S2. BVS calculation results showing the oxidation state of W, Si, and P atoms and
the protonation state of O atoms in IrSiW10, Ir2SiW11, and Ir2PW11.

SiW,405Cp*Ir SiW,,04(Cp*Ir),Cl PW,,04(Cp*Ir),Cl
Wl 574 W6 581 |WI 601 W5 627 |WI 601 W5 609
W2 570 W7 578 |W2 623 W6  635|W2 593 W6  6.13
W3 590 W8 628 |W3 595 W7 612 |W3 624 W7 614
W4 601 W9 614 | W4 575 W4 6.14
W5 594 WI0 5.98

Sil 400 012 198 | Pl 492 08 1.84
SiI 389 019 180 |0l 194 OI3 207|0IP 192 09  2.00
Ol 157 020 177 |02 193 014 197|02P 197 010 296
02 192 021 177 |03 176 OI5 1.84|03P 175 OI1 184
03 174 022 205 |04 175 Ol6 178|04P 178 OI12  2.05
04 194 023 162 |05 216 Ol7 199 |0l 1.94 013 2.8
05 181 024 195 |06 231 OI8 207|02 200 Ol4 2.02
06 157 025 1.66 |07 206 019 193 |03 1.76 015  1.77
07 199 026 166 |08 179 020 1.84|04 181 016 18I
08 149 027 181 |09 212 021 1.69|05 209 O17 2.9
09 1.72 028 193 |010 201 022 1.68|06 212 OI8 204
010 177 029 175 |01l 174 023 18807 209 019 181
o1l 210 030 1.82
012 195 031 1.94
013 178 032 191
014 188 033 16l
015 195 034 1.53
016 157 035 151
017 170 036 185
018 191




Table S3. BVS calculation results showing the oxidation state of W, Si, and P atoms and
the protonation state of O atoms PgW 50;54(Cp*Ir)4-dimerThe BVS values of W25 and

W26 were not calculated because some of the required oxo/aquo ligands could not be

located.
PgW 50134(Cp*Ir),~-dimer
Wi 5.93 W6 5.97 WI11 587 W16 591 W21 5.96
W2 5.96 w7 5.92 W12 590 W17 593 W22 598
W3 5.97 W8 5.96 WI13  5.90 W18 5.90 W23 597
w4 5.96 W9 5.89 W14 584 W19 5.89 W24 588
W35 5.96 W10 598 W15 5.95 W20 6.01
P1 491 017 1.68 037 247 057 242 077 1.60
P2 4.93 O18 1.63 038 2.22 058 2.38 078 1.69
P3 491 019 1.82 039 195 059 1.59 079 1.90
P4 491 020 1.95 040 1.87 060 1.78 080 1.92
o1 1.88 021 1.65 041 1.92 061 1.78 081 1.96
02 1.91 022 192 042 1.80 062 1.58 082 1.62
03 1.89 023 2.04 043 1.83 063 191 083 1.85
04 1.87 024 2.08 044 1.70 064 193 084 1.60
05 1.93 025 1.90 045 1.79 065 191 085 1.84
06 1.66 026 1.96 046 1.62 066 1.61 086 1.81
07 1.93 027 1.60 047 1.89 067 1.79 087 1.89
08 1.63 028 1.85 048 1.61 068 1.57 088 1.90
09 1.86 029 1.58 049 1.64 069 1.99 089 191
010 1.83 030 1.94 050 1.84 070 191 090 1.63
011 1.63 031 1.93 051 1.65 071 2.09 091 1.81
012 1.73 032 1.87 052 1.92 072 2.06 092 1.64
013 1.74 033 1.64 053 1.85 073 1.67 093 0.95
o114 192 034 1.77 054 1.90 074 1.76 OA 1.49
015 1.80 035 1.80 055 1.83 075 1.75 OB 0.39
016 1.69 036 1.55 056 1.80 076 1.72 oC 1.43
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Figure S1. Thermal ellipsoidal (50% probability) representation of polyoxotungstate with
Cp*Ir and some K cations in the asymmetric units of (a) Ks[a-SiW;,03¢(Cp*Ir),Cl], (b)
K5.75(Cp*Ir)2(OH)3)0.25[0-PW11039(Cp*Ir),Cl], (¢) Kg[y-SiW9036(Cp*Ir)] and (d)
K30.8[PsW4s01584(Cp*Ir(H,0))4(WO,(H0),)06]. Green, blue, pink, grey, red, black balls
and dark green balls represent W, Si (or P), Ir, C, O, Cl and K, respectively.
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Figure S2. A room temperature powder X-ray diffraction pattern of (a) Ks[a-
SiW1039(Cp*Ir)2Cl],  (b)  Ks3.75(Cp*Ir)2(OH)3)0.25[0-PW11030(Cp*Ir)oCl],  (¢)  Ke[y-
SiW1¢036(Cp*Ir)] and (d) K30.8[PgW4g0134(Cp*Ir(H20))4(WO(H0),)0.6]. Black and red

lines represent observed and simulated pattern using single crystal structure, respectively.



HOD

5 4 3 2 1
Chemical shift /ppm

(B) oo
—h
5 4 3 2 1I
Chemical shift /ppm
i

Chemical shift /ppm

Figure S3. 'H NMR spectrum of (a) Ks[SiW;039(Cp*Ir),Cl], (b)
K4[PW,039(Cp*Ir),Cl] in D,0, and (c¢) 3'P NMR spectrum of K4[PW;039(Cp*Ir),Cl] in
D,O.
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Figure S4. '"H NMR spectrum of a D,0 solution containing (a) [Cp*IrCl;],, and Kg[a-
SiW1,03¢] and [Cp*IrCl;], with different Cp*Ir/[y-SiW;039]%" ratios of (b) 0.5, (¢) 1.0,
(d) 2, and (e) 4.
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Figure SS. High-resolution ESI-MS of (a) -

(©) Ks[o-SiW11030(Cp*Ir),Cl]. ((2) m/z

between 600 and 1800 together with peak assignments, (b) and (c) enlarged profiles

(H)  Ks75(Cp*Ir)2(OH)3)o25[at-
PW,039(Cp*Ir),Cl] ((d) m/z between 550 and 1800 together with peak assignments, (e)

and (f) enlarged profiles together with calculated profiles).
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with

calculated profiles)

and (d) -
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Figure S6. 'H NMR spectrum of a D,0 solution containing Kg[y-SiW1¢034]-12H,0 and
[Cp*IrCl;], with different Cp*Ir/[y-SiWo034]® ratios of (a) 0.5, (b) 1.0, (c) 2, and (d) 4.
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Figure S7. High-resolution ESI-MS of Kg[y-SiW¢03¢(Cp*Ir)]. (2) m/z between 400 and
1800 together with peak assignments, (b) and (c) enlarged profiles together with

calculated profiles.
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Figure S8. Relationship between peak currents and scan rate of the reversible redox

couple at -688 mV. (black) anodic current and (red) cathodic current.
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Figure S9. 'H NMR of (a) K4[y-SiW¢036(Cp*Ir)] in D,0, (b) Kg[y-SiW1¢036(Cp*Ir)]
(1 mM) in the acetate buffer (pD 4.7), (c) [Cp*IrCl;], (1 mM) in the acetate buffer (pD
4.7), and (d) the acetate buffer (pD 4.7). The acetate buffer (pD 4.7) was prepared by
mixing 1.0 M AcOH in D,O and 1.0 M AcONa in D,0 to adjust pH value of a pH-
meter at 4.3 (pD = pH + 0.4).
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Figure S10. (a) 'H NMR spectrum and (b) 3'P NMR spectrum of
[P8W480]84(W02(H20)2)0.6(Cp*Ir(HZO))4]30'87 from dimeric [P4W24094]247 in 1.0 M of
LiCl in D,0. The [PgW450,34(Cp*Ir),] compound did not dissolve in D,0.
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Figure S11. High-resolution ESI-MS of K30.8[P8W4go184(Cp*II'(HzO))4(W02(H20)2)0.6]

together with assignments.
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Figure S12. H, evolution activity using same amount of Cp*Ir. (black) [Cp*IrCl,],
dissolved in CH3CN was injected, (brown) [Cp*IrCl;], dissolved in H,O was injected,
(red) Kg[y-SiW¢O36(Cp*Ir)], and (blue) Kg[y-SiW;1039(Cp*Ir),Cl]. Reaction was
proceeded in the presence of 0.2 umol of Cp*Ir in 0.1 M formate buffer (pH 3.6, 5 mL)
at 25 °C.
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Figure S13 TG-DTA profiles of (a) Ks[a-SiW;,039(Cp*Ir),Cl],
K3.75(Cp*Ir)2(OH)3)0.25[a-PW1039(Cp*Ir),Cl],  (¢) Kg[y-SiW¢O36(Cp*Ir)] and (d)

K30.8[PsW430134(Cp*Ir(H,0))4(WO,(H;0),)0.6] under air flow.

(b)



(a) 0 min

(b) 30 min

C-REA CHRCMATIRAC CH-1 DATA=1 #CHANL. COC ATTEN= 3 EPEED= 9.0

oo

620

C-R3A CHROMATIPAC “H=] Feport No.=181 DATA=1 :@THRNM] . C3E 26/€0725 0603002

C-RaA CHROMATOPAC CH

«621

C-MEA CHMONATORAC Chs|

o CALCULATION HEFORT ex

1 DATAS | $RCHIN . COO ATTEN=

Aeporl Mo, =183 BATA=| : 9CHRM . COD

i SPEED= 0.6

25/D9/26 070740

(. 387

- 719

C-RAA CHROMATOFAC CH=' Report No =185 DATA=1: #CHRMI . C06

% CALCULATION REPORT e

I5/09/2 07:32:54

C-REA CHROMATCPAD CH-1

we CALCULATICN REFORT
0 TINE

Repert No.=187

™8 CALCULATIOW REPOET #8 TH FEND TIME AREA HEIGHT L S E NAME
CH PRND  THME AdEA HEIGHT MK UMD COsC NAME 1 1 104
1 1T 114 1 22,9577 2 16
2 4520 33 21 7. 0423 3 =
TO°AL 437 32 147
(c) 60 min (d) 90 min
C-REA CHROMATOPAC  CHsl DATA=1 SCHRM1. C0 ATTEN= 3 SPEED= 9.0 T-REA CHADMATCPAZ  OH=1 DATA=1:8CARNT. 00D ATEN= 3 SFEED= 9.0

[DATA=| : 8CHM] . CCO

25/09/26  08:03:00

PEM oG
CH PRAU TIME AREA HEIGHT WK IDMD NAME 1 1 mﬂﬂ'; e 515776 e
3 L1387 679 2 13 12 9891
2 2.719 180 3 ke 32 4333
3 4.621 532 255 .
ToTAL 1390 o i
(e) 120 min (f) 150 min
C-RAL CHROMATOPAC  CH-1 DATA=1 :8CHIM1 €00 ATTEN= 3 SPEFI= 0.0 T=FEN CRRUNATCPAC  CHT  TATA=T -#CARMI CoB ATTEN= 3 SPEED- 9.0
B.a l
-39 e
728 I
% T a4
633 -629
v 6.C
C-RAA CHROMATOPA® CH=|  Report Mo =180 DATA=|-GCHRMI.COA 550026 (8 32:54 C-REA CHROMATOPAC CH-1 Report No.<191  DATA1:#CHRML.CCO  25/09/25 09:02:54
su CALCULATION REPORT oo *& CALCULATION REPORT »+
CH PENO  TIME AREA HEIGHT MK KAME CH PRNO  TINE AREA HEIGHT MK [N NANE
1 1 1.391 939 134 1 1 1 388 178 211
2 7S 204 19 2 277 245 22
3 4,653 599 iz 3 3%
TOTAL 1762 25 Fyj !

Figure S14. GC data of H; evolution. [Cp*IrCl,], dissolved in CH3CN (0.2 umol of Ir,
40 mL) was injected into 0.1 M formate buffer (pH 3.6, 5 mL) at 25 °C.




(a) 0 min

(b) 30 min

C-REA CHROMATOZAC  CHe! DATA=1: €CHEMI . COO ATIEN= 3 SPEED= 9.0 C-REA CHROMATOPAC  CH=| JATA-1: CHRN L. CO0 ATTER= 3 SPEES- 9.0
302 77385
== .0 o
1 i
7 -0
617 629
T owe,
C-BEA CHROMATOPAC CH=l Fepert No.=21@  DATA=1:6CHRMI.COO  35/c0/78 14:26 34 C-R8A CHROMATOPAC CH=1 Report No.=2lZ  DATA=|:9CHRML.CUE  15/09/28 14:55 5%
++ CALCULAT 0N FEFORT % *r CALCULATION REFCRT =
CH FEND TIME AREA HEIGKT MK %0 cove RAME CHPKNO  TIME AREA HEIGHT MK IDNO  CONG NAME.
1 1 1302 13 2 2, 6528 ! 1138 sz %03 85,2133
2 T 118 12 2, 2 V5 103 14 1. 8531
3 L6lT 361 19 7 3 e 322 18 5. 9336
TOTAL 495 33 TOTAL 3647 591 106
(c) 60 min (d) 90 min
C-HBA CHROMATUPAC  CH=1 DATA=]: BCHRN| . COC AT EN= 3 SFEE= 9.0 TR CHROMATOFAC | ChHel DATA=1:6CHEN].COD TEN- 3 SEEL- 30
wu
T
S
8717
S a0
ls. 625
T &0
C-F&h CHROMATCPAC CH-1 Feport Mo, =213 DATA=1:#CHAN1.COO0 25,0928 15.15:54 C Rk CHROMATOPAC CH=1 Report No.=216  [ATa=| BCHRML COD  25,00/28 15:56:05
#s CALCU_ATION REPORT ## " l‘%LCLLUZO.\ RESORT »+
rH BKNO TIME AREA 4EIGIT MK INNC CONG NAME PRAC 1 AREA HEIGHT M
1 1 1.385 5040 4 32.2196 1 1 52 b8 133
2 27 106 16 TAYIR H 711 129 12
3 4628 319 17 5.8426 oA 2l
TOTAL 3465 318 199 TOTAL GERD 112k
(e) 120 min (f) 150 min
C-RRY CHROMATCPAL CH=1 DATA=1 :BCHRM], O3 ATTEN= 3 SPEED= 9.0 T-T8A CHECUATOPA [£ 0] DATA=T:ACHARN] . COO ATTEN= 3 SPEED= 9.0
8.0 | 0.0 ‘
r T38% e 7]
20 -
o8
5_525 625
.o oA
C-FSA CHIOMATCPAC C4=1 Beport No.=218  DATA-1:0CHINL.CCO  25/09/28 16:35:54 C-RRA CHRONATOPAC CHe=1 Report Mo.-220  DATA=1:4CIRMI.COO  25/09/8 16 55:58
o % CALCULATION REPORT se
#5 CALCULATION XEFORT == 4 )
CH PO TIME AREA HEIGH™ MK IDNC COMC NAME CH "WI’ TuE AREA_ HEIGHT MK IDNO CONC NAME
1 1 1.8 6970 2 » L 4 771 1356 33. 5677
2 136 3 124 11 1.51€3
3 495 22 4,922
TR 2230 1300 PR

Figure S15. GC data of H; evolution. [Cp*IrCl,], dissolved in H,O (0.2 pmol of Ir, 40
mL) was injected into 0.1 M formate buffer (pH 3.6, 5 mL) at 25 °C.



(a) 0 min (b) 30 min
C-F&4 CHROMATORAZ  CHe=l DATA= - ACHRIL, CDO -3  SPEED= 9.0 C Ios CHROMATOPAC  CH=1 DATA=] -8CHIN1 . CAO ATTEN= 3
. 385
b7 iz
al3 .ell
= ™ FOMATOR, |- i No. i DATA=1 :#CHRN] . COC 25/09/28 14:44:12
C-RBA CHROMATOPAC CH=1 Reporl No.=209  DATA=I:6CHRMI.CO0  25/00/28 14:15:08 S CERMATORA L Barckl, Moy @
#% CALCULATION HEPUKD #=
#% CALCULATION REPORT +2 ; s CH KM TOE REA HEIGHT MK IDND CONC NaMz
CH PIND  TINE AREA MEIGHT MK 1IN CONC NaME PN e 36 132
1 2m7 169 15 255261 3 o 150 I
T 1613 492 27 Td4.4TI 3 4.612 491 %
TOTAL 661 42 1o TCTAL 1375 173
c) 60 min d) 90 min
C-Ra% CRRONATOPAC  CH-1  DATA-1:@CHINI,COD ATTEN- 3 SIEED- 9.6 T-REA CHRONATOPAC | CH=1  DATA-1:8CHRMICOO ATTEN- 3 SPEED: 6.0
T GO =
1382 AT
— = mo |
> 78
- e | - we [
514 hoena
= a0
C-R8A CHIONATOPAC CH=1 Fepori ho. =203 DATA=L : 4CHRW].COD 2570038 15:14:12 C-R8A CHROMATOPAC CH=1 Repor: ho. =215 DATA=] GCHRM1.COG  25/09/38 |1%:d44:12]
*¢ CALCULATION REFORT =+ LATION BEFURT *#
¢4 PENO TIME ARCA HEIGT M IDMC CONS NAME AREA HEIGHT ME 1DMNOD CONC HANE
11 13\ 1 %2 07369 9577 257 78 108
z T 174 16 7.550% 173 16 5, 1438
3 a6 50l 2 21.7122 HY 2 16, 4154
TOTAL 2307 138 190 3230 S0z 100
(e) 120 min (f) 150 min
C-REA CHROWATORAC  CH-1  DATA-1 8CHRNI. CCO ATTEN- 3 SMELl- 8.0 ~REs CHRONATOFAC  CH=1  DATA=1:SCHEMI.COD ATTEN- 3 GFEED- 5.0
s oo
N ]
S 4an
T &0
C=REA CHROMATOPAC CTHel FReport Ne.=Z|7 DATA=1 1 8CHEN]. CCO 285/69/28 16:14:12 C-REA CHROMATOFACU CH=] Repcrt No. DATA=]:9CHRA]. C30 iS/09/28 1044010
++ CALCULATIGN REFORT *¥ #4 CALCULATICN REPORT #s
CH FENO TIME AREA HEIGHT ME IDMO ONC NANE CH FEYNO TIME AREA HEIGHT MK IDMD CONC NANE
1 1 L.3% 3141 €10 52.2473 11 L3 769 86. 1358
2 2.705 181 7 43288 2 7 17 36034
3 a6l7 562 » 13,4238 3 28 100607
TOTAL 4184 656 130 TOTAL 813 120

Figure S16. GC data of H, evolution. K¢[y-SiW¢0;¢(Cp*Ir)] dissolved in H,O (0.2
pmol of Ir, 40 mL) was injected into 0.1 M formate buffer (pH 3.6, 5 mL) at 25 °C.



(a) 0 min (b) 30 min

C-RBA CHROMATOPAC  CH-1 DATA-1 SCHEM: .C00 ATTEN= 3 BIEEL= 9.0 C-REA CROMATOPAC  CH=1 DATA® | : WCHREM1 . () ATTEN= 3 SPESD- 0.0
50 . %2
=T: 331
T ne o
2. 714
: iz
h.633
- e
€D
: C-RBA CHEOMATORAC CH*| Ferort No.=1Rd  TATA=LOCHEMI.COD  25/00,26 O7: (33
C-REA CHROMATORAC Cll=1 Reparl No.=lEZ  DAIA=L ®CHRM..CO0  25/09/2% 906:44:38 i
4 CALCULAT ICN FEFORT o4
~10 REFORT 1 o CHPRSO  TIME AREA HEIGHT W& IDNO  cone NANE
it g APEA IEICHT MC IDAD  CTHC NAE i 1 2 153 a7 w2
1271 133 [ 24.136 2 B 1o 1t 3401
P e 23 75.80% 1.642 o 302 i o uw
s = 35 100 TOTAL EETE 530 139
(c) 60 min (d) 90 min
C-RBA CHROMATOPAC  CH=] DATA=1 : 8CHRML. COC ATTEN= 3 SPEED= 9.0 C-RSA CHHOMA UPAD  CHe=l DATA=1: aCHRMI . 0O ATTEN= 3 SPEED= 9.0
- e -
= 20 -
720
40 -
622
= t.0
C-R8A CHROMATOPAC CH-1 Feporl No.=186 DATA=] :#CHRN]. COD 50920 Dii43s C-RiBA CHROMATOPAC (H=1 HKeporl No.=18K DATA=] ®CHEU | . COD 1500726 0 13:26
e+ CALCULATION REPORT +x as CALELLATICY REPORT +=
CH PENO TINE AREA KEIGHT MK 1DNO  CONC NANE CH PRRC  TINE AHEA HEIGHT MK 1DMD  OONC NAME
1 1 1.386 4722 837 91.706 1 1 1389 6050 17z 51,2145
2 272 1 11 23157 PR 1] 7 13 22171
3 422 313 18 6. €783 i 463 143 2 55684
TaTAL s150 856 100 TOTAL 6644 1109 100
(e) 120 min (f) 150 min
C-REA CARDMATOPAC  CH-1 DATA=1: SCHRN L. COO ATTEN= 3 SPEED= 9.0 CREA CHROMATOPAC  CH=1 DATA=1:9CHRUL. Coe ATTENR 3 EPEEDe 9.6
.
%0
CoRRL CHROMATOPAC CH=1  Feport No.=190  DATA-1 8CHRNI.COO  25/0/26 0:43:34 C-RBA CHROMATOPAC CHel Report No =102 CATA=1L:6CIRNL.COO  25/09/26 €9:13:28
** CALCULATION REFORT #e ok CALCULATION PEPORT 22
Clli ﬂd‘; TIIIC’* ﬂﬁin" . HEIGH! MK 1DND CoNG RANE MO TIME AREA HEIGHT MO 1m0 Lo NAME
2 Tos: 1252 93802 1 1 1388 TaRA 1361 94,1505
z 27T 123 11 1.6223 2 oang 124 1 1,461
3 46T 34 19 5757 : : oA At
S s s A 57 3 4,833 Enl i 4.3776
ToTAL 5 v TS
7551 1233 TOTAL 8475 1423

Figure S17. GC data of H, evolution. K¢[y-SiW103¢(Cp*Ir),Cl] dissolved in H,O (0.2
pmol of Ir, 40 mL) was injected into 0.1 M formate buffer (pH 3.6, 5 mL) at 25 °C.




