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Figure SL. *H NMR spectra of [Ugsalmn{f2V2)(L)] in d,-DCM (L = py, DMSO, DMF, TPPO)
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Figure S2. 13C NMR spectra of [Ug@salmntf2V2)(L)] in d-DCM (L = py, DMSO, DMF, TPPO)
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Figure S3. *H NMR spectra of [Ugsalmntf2V2)(L)] in deuterated L (L = py, DMSO, DMF)
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Figure $4. *C NMR spectra of [Ugsalmnt=2V2)(L)] in deuterated L (L = py, DMSO, DMF)

S4



Supplementary Material (ESI) for Dalton Transactions
This journal is © the Royal Society of Chemistry 2011

Solution NMR and vibrational spectroscopic data

[UO,(salen)(py)].*H NMR (CsDsN): 8y 4.44 (s, 4H, -ChN), 6.81, (ddd, 9= 8.0 Hz, 3= 7.2 Hz, 3=
1.2 Hz, 2H, Ph-H); 7.30 (d, J = 8.0 Hz, 2H, Ph-HB3 — 7.68 (m, 4H, Ph-H); 9.35 (s, 2H, HC=N) ppm.
%C NMR (GDsN): 5c 64.8 (CH); 117.8, 121.5, 135.7, 136.3 (Ph-H); 125.1 (Ph).22136.2 (Ph)-

H); 150.7 (Plpy-N); 169.9 (CH=N); 170. 8 (Ph-@pm. IR spectrum (solid): 1622 (s, C=N); 1594 (s,
C=N); 1545 (s, C=C); 888 (s, U-ag),,) cm’. Raman spectrum (solid): 1630 (s, C=N); 1597 (mNE
1549 (s, C=C); 817 (m, U=} cmit

[UOy(salophen)(py)]*H NMR (CsDsN): 8y 6.75 (ddd, 9= 7.6 Hz, 3= 7.4 Hz, 3= 1.0 Hz, 2H, Ph-H),
7.25 (d, J = 8.4 Hz, 2H, Ph-H); 7.36 (dd, J = 58 BH= 3.4 Hz, 2H, Ph-H); 7.59 (ddd, J = 7.2 H2, 7.
Hz, J = 1.8 Hz, 2H, Ph-H); 7.83 (dd, J = 7.6 Hz, 1.6 Hz, 2H, Ph-H); 9.59 (s, 2H, HC=N) ppHC
NMR (CD.Cly): 6c 120.0, 122.4, 123.3, 131.2, 138.4, 138.9 (Ph-1Y.Q, 149.4 (Ph); 125.8, 137.8
(Phpy-H); 152.3 (Ppy)-N); 168.8 (CH=N); 173.0 (Ph Q@pm. IR spectrum (solid): 1600 (s, C=N);
1573 (m, C=C); 1536 (s, C=C); 891 (s, UHSQ) cm’. Raman spectrum (solid): 1605 (m, C=N); 1578
(s, C=C); 1539 (s, C=C); 811 (m, Us) cm™.

[UOy(salen)(DMSO)]."H NMR ((CDx),SO): 84 2.60 (s, 6H, -Chipwso); 4.54 (s, 4H, -CkN); 6.75
(ddd, 3 = 7.0 Hz, 3= 7.2 Hz, 3= 1.0 Hz, 2H, Ph-H); 7.01 (d, J = 8.0 Hz, 2H, Ph-H6 — 7.7 (m, 4H,
Ph-H); 9.52 (s, 2H, HC=N) pprﬁ3C NMR ((CDs).S0O): ¢ 63.7 (-CH-N); 116.1, 120.4, 134.4, 134.8
(Ph-H); 123.7 (Ph); 168.7 (CH=N); 1609. O (Ph-O) ppRi.spectrum (solid): 1619 (s, C=N); 1593 (m,
C=C); 1544 (m, C=C); 881 (s, U-dg)r,) cmt. Raman spectrum (solid): 1628 (s, C=N); 1595 (mCE
1547 (s, C=C); 811 (m, U=Qy) cm*

[UOy(salophen)(DMSO)*H NMR ((CDs),S0): 8y 2.55 (s, 6H, -Chipuso); 6.72 (ddd, 9= 7.4 Hz , 3

= 7.4 Hz, 3= 1.2 Hz, 2H, Ph-H); 7.00 (d, J = 8.4 Hz, 2H, Ph-H54 — 7.57 (m, 2H, Ph-H); 7.62 (ddd,
J'=7.0Hz,3= 6.8 Hz, 3= 1.6 Hz, 2H, Ph-H); 7.78 — 7.82 (m, 4H, Ph-HB®(s, 2H, HC=N) ppm.
%C NMR ((CD3),S0): 8¢ 40.4 (-CHpwmso); 116.7, 120.3, 120.6, 128.7, 135.9, 136.0 (Ph424.2
146.7 (Ph); 166.7 (CH=N); 169.8 (Ph-O) ppm. IR $pen (solid): 1576 (m, C=C); 1531 (s, C=C) tm
Raman spectrum (solid): 1610 (s, C=N); 1581 (s, 2636 (s, C=C); 814 (m, U={)) cmit,

[UO(salen)(DMF)]."H NMR ((CDs),NCDO): & 2.60, 2.77 (p, J = 2.0 Hz 3H, -Gblr); 4.45 (s, 4H,
-CH>-N); 6.57 (ddd, Y= 7.6 Hz, 3= 7.2 Hz, 3= 0.8 Hz, 2H, Ph- -H); 6.86 (d, J = 8.4 Hz, 2H, Ph-H
7.44 (ddd, 3= 8.4 Hz , 3= 8.4 Hz, 3= 1.6 Hz, 2H, Ph-H); 7.51 (dd* 3 7.6 Hz , 3= 2.0 Hz 7.4 Hz,
2H, Ph-H); 7.88 (s, 1H, HC@up); 9.39 (s, 2H, HC=N) ppn>C NMR ((CDs),NCDO): 8¢ 34.8 (-
CHspwmr); 64.2 (-CH-N); 116.1, 120.9, 134.6, 134.9 (Ph-H); 124.2 (P1§1.5 (-CHGbwr); 169.1
(CH=N); 1699(Ph O) ppm. IR spectrum (solid): 1§20C=N); 1594 (s, C=C); 1547 (m, C=C); 883 (s,
U=0asym cm . Raman spectrum (solid): 1626 (s, C=N); 1595 (mC¥ 1547 (s, C=C); 814 (m,
U=Osym) crri™.

[UOy(salophen)(DMF)].*H NMR ((CDs),NCDO): & 2.93, 3.10 (p, J = 2.0 Hz, 3H, -Gblr); 6.93
(ddd, 3 = 7.4 Hz, 3= 7.4 Hz, 3= 1.2 Hz, 2H, Ph-H); 7.00 (d, J = 8.0 Hz, 2H, Ph-H76 — 7.84, 8.04
—8.10 (m, 4H, Ph-H); 8.21 (s, 1H, HE®p); 9.91 (s, 2H, HC=N) ppnt’C NMR ((CD3),NCDO): 8¢
35.6, 40.7 (-Chipwmr); 117.0, 120.5, 121.3, 129.1, 136.2, 136.3 (Ph424.8 147.5 (Ph); 162.5 (-
CHO(DMF)) 167.0 (CH=N); 170.8 (Ph-O) ppm. IR spectrum ihol1577 (m, C=C); 1531 (s C=C)
cm'. Raman spectrum (solid): 1610 (s, C=N); 1582 &) 1536 (s, C=C); 817 (w, U=(}) cm*

[UOy(salen)(TPPO)].TPPGH NMR (CD,Cl,): 8y 4.54 (s, 4H, -CHN); 6.46 (d, J = 8.4 Hz, 2H, Ph-
H); 6.66 (ddd, 9= 7.6 Hz, 3= 7.2 Hz, 3=1.0 Hz, 2H, Ph-H); 7.42 (ddd- 3 7.2 Hz,3=7.2Hz, 3
= 1.8 Hz, 2H, Ph-H); 7.48 (dd, J = 7.6 Hz, J = H# 2H, Ph-H) 7.52, 7.61, 8.11 (s br, 30H(TE?FI€@)-
H); 9.25 (s, 2H, CH=N) ppn>C NMR (CD:;Cl,): 8¢ 65.2 (CH); 116.6, 121.2, 134.4, 135.2 (Ph-H);
124.0, (Ph); 129.1, 132.5, 133.2 (fho-H); 168.8 (CH=N); 170.4 (Ph-O) ppn?lp NMRg5
(CD4Cl,): 6p 43.2 ppm. IR spectrum (solid): 1628 (s, C=N); 1582 C=C); 1546 (m, C=C); 1120
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(s, P=0); 889 (s, U=Lym cm’. Raman spectrum (solid): 1639 (m, C=N); 1592 @nC); 1548 (m,
C=C); 816 (w, U=Q,,) cmi’.

[UOy(salophen)(TPPO)].XxTPPOH NMR (CD.Cly): & 6.45 (d, J = 8.4 Hz, 2H, Ph-H); 6.58 (t, J = 7.4
Hz, 2H, Ph-H); 7.34 — 7.51 (m br, Ph-H and Pfiekt)); 8.03 (s br, Ph-Hppg)); 9.25 (s, 2H, CH=N)
ppm.**C NMR (CD,Cl,): ¢ 115.9, 119.0, 120.5, 127.9, 134.5, 135.1 (Ph-B3}.9, 146.8 (Ph); 131 —
133 (Plrero)); 164.9 (CH=N); 170.1 (Ph-O) ppmiP NMR (CD:Cl): &p 43.7 ppm. IR spectrum
(solid): 1602 (s, C=N); 1575 (m, C=C); 1535 (s, §=Cl118 (s, P=0); 893 (s, Uzt cm’. Raman
spectrum (solid): 1608 (m, C=N); 1579 (s, C=C);8%8 C=C); 812 (m, U=£}x) cmt,

[Zn(salmntf2Y2)]. 'H NMR (CD:Clo): 84 1.19 (t, J = 6.8 Hz, 12H, -G} 3.36 (q, J = 6.8 Hz, 8H, -
CHx); 5.79 (s, 2H, Ph-H), 6.14, 6.91 (d, J = 8.8 B4, Ph-H); 8.00 (s, 2H, HC=N) ppm. IR spectrum
(solid): 2210 (w, &N); 1615 (s, C=N); 1568 (s, C=C); 1539 (w, C=C)135s, C=C) cil. Raman
spectrum (solid): 2210 (m,=M); 1573 (w, C=C); 1538 (s, C=C) ¢m

Table S1. Selected electronic absorption data.

Compound Solvent Amax(NM)
salmnt®2V2H, DCM 568 436 378
2 DCM 579 436 379
py 595 435 380
3 DCM 583 434 379
DMSO 598 435 381
4 DCM 574 436 380
DMF 594 431 378
5 DCM 584 432 377
[Ni(salmnf®2V2] 2 | CHCI, 584 - -
[Cu(salmnt=2V2] 2 | CHCI; 574 - -
[Zn(salmnt=2Y2]? | CHCI; 586 - )

@ Reference 18. No other transitions reported.
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Crystal Structures

Figure S5. ORTEP plot
omitted)

Figure S6. ORTEP plot of the complex molecule 2b with crystallographimmumbering (hydrogens
omitted)

Figure S8. ORTEP plot of the complex molecule of [k@alen)(TPPO)].TPPO with crystallographic
numbering (hydrogens omitted)
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Raman Spectroscopy
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Figure S10. Solid state Raman spectra (laser excitation=a785 nm)
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1.2x10% 4
1.0x10™ ]
8.0x10° i
6.0x10° i
4.0x10° i

2.0x10°

Current (A)

0.0
-2.0x10° 1
-4.0x10°

-6.0x10°

-8.0x10°

Supplementary Material (ESI) for Dalton Transactions
This journal is © the Royal Society of Chemistry 2011

—25mV/s
—50 mV/s
— 75 mV/s
—100 mV/s

150 mV/s

—200 mV/s

300 mV/s

——400 mV/s
—>500 mV/s

—600 mV/s

T —T—
-0.5 -1.0

-1.5 -20

Potential (V, vs F¢'/Fe)

-25

Figure S11. Cyclic voltammograms of salnfie"V2H, (a - Scan range ~ -0.35 V to ~ -2.70 V, v</Fc,

Initial scan direction - cathodit; - Scan range ~ -0.33 V to ~ +1.31 V, vé/Fg, Initial scan direction
—anodic: 0.1 M ByNPF; in DCM).

Table S2. Cyclic voltammetric data for salnffig"V)2H, in 0.1 M BuNPF; in DCM.

Scan

lpc1

Epcl Epc2 [ pc2 Epal [ pal Epa2 [ pa2
rate | (V) | @A) WM @A) WA WA
(mV/s)
25 -2.37 6.0¢ - - +0.55 11.2 +0.7¢ 17.5
50 -2.21 7.4€ -1.61 sk +0.58 14.4 +0.8( 21.€
75 -2.35 7.84 -1.68 5.88 +0.58 16.5 +0.80 25.5
10C -2.37 8.1z -1.6€ sk +057 20.5 +0.81 35.1
15C -241 8.41 -1.70 13.1 +0.57 22.L +0.8( 35.1
200 -2.47 8.83 -1.72 15.3 +0.56 27.8 +0.81 46.0
300 -2.47 sh -1.75 21.2 +0.56 33.0 +0.81 56.3
40C - - -181 24.C +0.56 38.4 +0.82 70.z
500 - - -1.83 25.4 +0.56 41.0 +0.81 73.9
60C - - -1.9C sk +0.57 42.C +0.8: 74.€

2 potentials internally referenced vs'frc ° Potentials externally referenced vs/Fc
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Figure S12. Cyclic voltammograms a2 (a - Scan range ~ -0.22 V to ~ -2.40 V, vs/Fg, Initial scan
direction - cathodicb - Scan range ~ -0.22 V to ~ +1.28 V, vs$/Fc, Initial scan direction — anodic:
0.1 M BuNPFs; in DCM).
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Figure S13. Cyclic voltammograms o2 (Scan range ~ +0.05 V to ~ +0.65 V, vs/Fe, Initial scan
direction — anodic: 0.1 M BMWPF; in DCM)
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Table S3. Cyclic voltammetric data foR for scan range ~ -0.22 V to ~ -2.4 V (vs'f/c)* in 0.1 M
BusNPFR; in DCM.

Scan ratg Exc (V) | ipc (MA) | Epa(V) |ipa(A) | AE(MV) | B2 (V) | ipdipa
(mV/s)

25 -1.84 8.0 -1.77 8.7¢ 68 -1.8C 0.92

50 -1.85 12.0 -1.76 12.3 88 -1.80 0.98
75 -1.85 15.0 -1.76 15.2 85 -1.80 0.99
10C -1.84 16.2 -1.7€ 17.¢ 84 -1.8( 0.9z
15C -1.85 19.¢ -1.7¢ 19.7 92 -1.8( 1.01
20C -1.85 22.€ -1.7¢ 22.€ 98 -1.8( 1.0C
300 -1.88 27.2 -1.7¢ 26.€ 104 -1.8( 1.0z
400 -1.8€ 30.z -1.7¢ 31.C 107 -1.8( 0.97
500 -1.86 33.2 -1.75 33.7 113 -1.80 0.99
600 -1.86 35.2 -1.74 34.8 120 -1.80 1.02

& All potentials internally referenced vs Hec

Table S4. Cyclic voltammetric data fo2 for scan range ~ +0.05 V to ~ +0.65 V (vS/F¢) in 0.1 M

BusNPFs; in DCM.

Scan ratg Epa (V) | ipa(MA) | Epc (V) | ipc (WA) | AE (MV) | E1p (V) | ipdipe
(mV/s)

25 +0.4¢ 18.¢ - - - - -

50 +0.49 23.9 - - - - -
75 +0.49 27.6 - - - - -
10C +0.4¢ 30.€ +0.41 <5 82 +0.4¢ -

15C +0.5( 36.5 +0.3¢ <5 10z +0.4¢ -

20C +0.4¢ 42.1 +0.3¢ <5 104 +0.44 -
300 +0.5( 48.€ +0.3¢ <5 11¢ +0.4¢ -
400 +0.50 52.7 +0.38 <5 117 +0.44 -
500 +0.51 57.4 +0.39 5.06 121 +0.45 11.3
60C +0.5( 60.C +0.3¢ 9.6C 11¢ +0.4< 6.2

& All potentials internally referenced vs'Hec
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Table S5. Cyclic voltammetric data fo2 for scan range ~ -0.22 V to ~ +1.28 V (vs/Fc)* in 0.1 M
BusNPFR; in DCM.

Scan ratg Epa1 (V) | ipa1(MA) | Epa2 (V) | ipa2 (LA)
(mV/s)

25 +0.52 19.1 +0.6¢ 19.4
50 +0.49 24.3 +0.72 254
75 +0.49 29.5 +0.67 30.8
10C +0.5C 31t +0.7(C 33.¢
15C +0.4¢ 38.t +0.71 42.4
20C +0.5( 40.7 +0.7¢ 45.4
300 +0.51 48.2 +0.7¢ 54.7
400 +0.51 55.1 +0.7¢4 61.€
500 +0.50 61.7 +0.73 69.7
600 +0.50 64.4 +0.74 73.0

& All potentials internally referenced vs Hec

—25mV/s
_ ——50mV/s
1.0x10™ 4 75 mV/s
{1 ——100 mV/s
8.0x10° 150 mV/s
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Potential (V, vs F¢'/Fc)

Figure S14. Cyclic voltammograms a8 (a - Scan range ~ -0.22 V to ~ -2.40 V, vs/Fe, Initial scan
direction - cathodicb - Scan range ~ -0.22 V to ~ +1.28 V, vS$/Fc, Initial scan direction — anodic:

0.1 M BuNPFs in DCM).
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Figure S15. Cyclic voltammograms o8 (Scan range ~ -0.02 V to ~ +0.60 V, vs/Fc, Initial scan

direction — anodic: 0.1 M BMWPF; in DCM).

Table S6. Cyclic voltammetric data fo8 for scan range ~ -0.22 V to ~ -2.40 V (vs/Fc) in 0.1 M
Bus;NPF; in DCM.

Scanratd Epc (V) |ipc(MA) | Epa(V) |ipa(@A) | AE(MV) | E12 (V) |ipdipa
(mV/s)
25 -1.8% 8.0C -1.7¢ 6.1¢€ 77 -1.7¢ 1.2¢
5C -1.82 11.€ -1.7¢ 7.8¢€ 76 -1.7¢ 1.47
75 -1.82 14.1 -1.74 11.6 83 -1.78 1.22
100 -1.82 14.3 -1.74 13.6 83 -1.78 1.05%
150 -1.84 19.4 -1.74 17.8 108 -1.79 1.0¢
20C -1.8% 22.1 -1.7¢ 21.2 101 -1.7¢ 1.0%
30C -1.8¢ 26.4 -1.72 26.€ 12¢ -1.7¢ 0.9¢
40C -1.8¢ 29.4 -1.71 28.C 137 -1.7¢ 1.05
50C -1.8¢ 32.C -1.71 35.C 141 -1.7¢ 0.91
600 -1.86 36.5 -1.71 34.8 153 -1.78 1.05

& All potentials internally referenced vsHec
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Table S7. Cyclic voltammetric data fo8 for scan range ~ -0.02 V to ~ +0.60 V (vs/Fc)*in 0.1 M

BusNPFs; in DCM.

Scan ratg Epa (V) | ipa(MA) | Epc (V) | ipc (WA) | AE (MV) | Exp (V) | ipdipe
(mV/s)

25 +0.4: 14.7 +0.37 5.5¢€ 61 +0.4( 2.64

50 +0.43 20.6 +0.36 5.53 68 +0.40 3.73
75 +0.44 25.2 +0.37 7.31 71 +0.40 3.45
10C +0.4% 28.€ +0.3¢€ 8.2¢ 72 +0.4( 3.4E
15C +0.4¢ 34.€ +0.3¢ 12.¢ 89 +0.4( 2.6€
20C +0.4F 40.% +0.3¢€ 17.C 99 +0.4( 2.3€
300 +0.4¢€ 47.5 +0.3¢ 22.€ 107 +0.4(C 2.11
400 +0.4F 52.€ +0.3¢ 24.7 101 +0.4( 2.14
500 +0.46 57.7 +0.35 32.1 108 +0.40 1.80
600 +0.46 92.9 +0.34 38.0 118 +0.40 1.66

& All potentials internally referenced vs Hec

Table S8. Cyclic voltammetric data foB for scan range ~ -0.22 V to ~ +1.28 V (vs/Fc)* in 0.1 M
BusNPF; in DCM.

Scan ratg Epa1 (V) | ipar (A) | Epa2(V) | ipa2(MA) | Epas(V) | ipas(nA)
(mV/s)

25 +0.42 14.7 +0.6¢ 12.4 +0.7¢ 12.€

50 +0.43 20.0 +0.65 14.6 +0.81 14.5
75 +0.44 24.2 +0.6¢€ 17.1 +0.82 16.¢€
10C +0.44 27.4 +0.67 19.4 +0.8: 19.C
15C +0.4¢ 33.5 +0.6¢ 23.7 +0.8¢ 23.¢
20C +0.4¢€ 38.€ +0.7( 27.C +0.8¢ 26.€
300 +0.46 45.8 +0.71 32.8 +0.86 31.9
400 +0.47 514 +0.71 37.0 +0.88 34.6
500 +0.46 58.8 +0.72 44.8 +0.87 40.4
60C +0.47 63.€ +0.72 48.F +0.87 44.2

& All potentials internally referenced vs'Hec
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Figure S16. Cyclic voltammograms of (a - Scan range ~ -0.22 V to ~ -2.42 V, vs/Fg, Initial scan
direction - cathodicb - Scan range ~ -0.22 V to ~ +1.28 V, vs$/Fc, Initial scan direction — anodic:
0.1 M BuNPF; in DCM).
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Figure S17. Cyclic voltammograms o# (Scan range ~ -0.28 V to ~ +0.60 V, vs/Fc, Initial scan
direction — anodic: 0.1 M BMWPF; in DCM).

S15



Supplementary Material (ESI) for Dalton Transactions
This journal is © the Royal Society of Chemistry 2011

Table S9. Cyclic voltammetric data fo4 for scan range ~ -0.22 V to ~ -2.42 V (vs/Fc) in 0.1 M
BusNPFR; in DCM.

Scan ratg Exc (V) | ipc (MA) | Epa(V) |ipa(A) | AE(MV) | B2 (V) | ipdipa
(mV/s)

25 -1.8€ 6.2¢ -1.77 8.54 87 -1.82 0.74

50 -1.85 8.80 -1.77 9.59 79 -1.81 0.92
75 -1.85 14.9 -1.76 10.7 89 -1.81 1.40
10C -1.88 17.5 -1.7€ 14.: 93 -1.81 1.22
15C -1.85 20.5 -1.7€ 19.2 92 -1.81 1.0€
20C -1.8€ 23.7 -1.7¢ 21.€ 10z -1.8( 1.1C
300 -1.8€ 27.2 -1.7¢ 25.€ 111 -1.81 1.0¢€
400 -1.8€ 29.¢ -1.7¢ 28.1 11€ -1.81 1.0€
500 -1.87 31.8 -1.75 29.0 118 -1.81 1.10
600 -1.88 33.5 -1.74 30.5 134 -1.81 1.10

& All potentials internally referenced vs Hec

Table S10. Cyclic voltammetric data fo# for scan range ~ -0.28 ¥ ~ +0.60 V (vs F&Fc)'in 0.1 M
BusNPF; in DCM.

Scan ratg Epa (V) | ipa(MA) | Epc (V) | ipc (WA) | AE (MV) | Exp (V) | ipdipe
(mV/s)

25 +0.44 13.¢ +0.37 6.9¢ 64 +0.4( 1.97

50 +0.45 19.1 +0.38 7.41 70 +0.41 2.58
75 +0.4F 23.4 +0.3¢ 8.01 65 +0.42 2.9z
10C +0.4¢ 26.% +0.3¢ 9.87 72 +0.42 2.67
15C +0.4¢€ 31.t +0.3¢ 12.5 81 +0.42 2.5€
20C +0.4¢€ 34.5 +0.3¢ 15.C 78 +0.42 2.2
300 +0.46 42.5 +0.37 20.8 92 +0.42 2.05
400 +0.46 47.6 +0.37 23.1 95 +0.41 2.06
500 +0.46 52.0 +0.36 26.5 99 +0.41 1.96
60C +0.4¢€ 56.€ +0.3¢€ 29.C 99 +0.41 1.9¢

& All potentials internally referenced vs'Hec
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Table S11. Cyclic voltammetric data fo4 for scan range ~ -0.22 V to ~ +1.28 V (v§/F¢c)*in 0.1 M
BusNPFR; in DCM.

Scan ratg Epa1 (V) | ipar(A) | Epa2(V) | ipa2(MA) | Epas(V) | ipas(nA)
(mV/s)

25 +0.44 13.: +0.6¢€ 11.7 +0.8¢ 13.:

50 +0.44 17.9 +0.64 14.2 +0.84 16.0
75 +0.44 21.3 +0.65 16.5 +0.86 18.0
10C +0.4t 25.€ +0.6¢ 19.4 +0.8¢ 20.€
15C +0.4¢ 30.5 +0.67 23.C +0.8¢ 23.€
20C +0.4¢ 35.5 +0.6¢ 27.C +0.8¢ 27.%
300 +0.4¢€ 40.€ +0.7( 31.7 +0.8¢ 30.C
400 +0.47 47.C +0.71 38.2 +0.87 36.%
500 +0.47 50.5 +0.71 41.9 +0.87 38.7
600 +0.47 56.4 +0.72 49.1 sh -

& All potentials internally referenced vs Hec
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Figure S18. Cyclic voltammograms df (a - Scan range ~ -0.64 V to ~ -2.40 V, vs/Fc, Initial scan

direction - cathodicb - Scan range ~ -0.26 V to ~ +1.20 V, vS$/Fc, Initial scan direction — anodic:

0.1 M BuNPFs in DCM).
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Figure S19. Cyclic voltammograms 05 (Scan range ~ -0.22 V to ~ +0.60 V, vs/Fc, Initial scan
direction — anodic: 0.1 M BMNPF; in DCM)

Table S12. Cyclic voltammetric data fob for scan range ~ -0.64 V to ~ -2.40 V (v§/Fc)'in 0.1 M
Bu;NPFs; in DCM.

Scan ratg Eoc (V) | ipc (MA) | Epa(V) | ipa(A) | AE(MV) | E12 (V) | ipdipa
(mV/s)

25 -1.8C 11.¢€ -1.74 9.7 65 -1.77 1.2

50 -1.81 18.1 -1.74 14.5 78 -1.7¢ 1.2¢8

75 -1.82 21.z -1.74 19.€ 79 -1.7¢ 1.07
100 -1.83 29.7 -1.74 23.4 87 -1.78 1.27
15C -1.8¢ 30.5 -1.7% 29.€ 96 -1.7¢ 1.05
200 -1.83 33.6 -1.73 33.5 100 -1.78 1.00
300 -1.83 42.6 -1.72 41.1 110 -1.78 1.04
400 -1.83 48.9 -1.72 48.2 109 -1.77 1.01
500 -1.84 53.€ -1.71 53.2 13C -1.7¢ 1.01
600 -1.87 58.0 -1.66 54.1 211 -1.76 1.07

2 All potentials internally referenced vs Hec
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Table S13. Cyclic voltammetric data fd5 for scan range ~ -0.22 M ~ +0.60 V (vs F&Fc)'in 0.1 M

BusNPFs; in DCM.

Scan ratg Exc (V) | ipc (MA) | Epa(V) |ipa(A) | AE(MV) | B2 (V) | ipdipa
(mV/s)

25 +0.3¢ 12.¢ +0.41 9.3C 75 +0.37 1.3¢€

50 +0.34 17.7 +0.42 13.1 82 +0.38 1.35
75 +0.33 21.4 +0.42 14.9 90 +0.38 1.43
10C +0.3: 23.7 +0.42 17.7 97 +0.3¢ 1.34
15C +0.3: 28.7 +0.42 21.€ 107 +0.37 1.3
20C +0.32 32.5 +0.4< 25.¢ 107 +0.3¢ 1.2¢
300 +0.32 38.5 +0.4% 30.€ 10¢ +0.3¢ 1.2¢
400 +0.32 43.2 +0.4< 32.€ 111 +0.3¢ 1.32
500 +0.32 48.3 +0.44 38.0 117 +0.38 1.27
600 +0.32 51.8 +0.44 43.6 126 +0.38 1.19

& All potentials internally referenced vs Hec

Table S14. Cyclic voltammetric data fob for scan range ~ -0.26 V» ~ + 1.20 V (vs FgFcfin 0.1 M

BusNPFs in DCM.

Scan ratg Epai (V) | ipar (A) | Epa2(V) | ipa2(WA) | Epas(V) | ipas(nA)

(mV/s)
25 +0.4( 11.5 +0.71 9.14 +0.87 sk
50 +0.41 15.3 +0.73 11.8 +0.8§ sh
75 +0.4( 20.1 +0.7¢ 15.¢ +0.8¢ sk
10C +0.41 23.2 +0.7¢ 18.¢C +0.8¢ sk
15C +0.41 28.1 +0.7¢ 25.€ - -
20C +0.4z2 31.7 +0.77 29.€ - -
300 +0.41 38.0 +0.78 39.7 - -
400 +0.43 43.3 +0.79 50.0 - -
500 +0.43 48.3 +0.80 56.5 - -
60C +0.45 51.t +0.8( 63.2 - -

& All potentials internally referenced vs'Hec
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Figure S20. Cyclic voltammograms a2 (a - Scan range ~ -0.75 V to ~ -2.50 V, vs/Fe, Initial scan
direction - cathodicb - Scan range ~ -0.78 V to ~ +1.60 V, vS/Fc, Initial scan direction — anodic:
0.1 M BuNPFs in py).

Table S15. Cyclic voltammetric data fo2 for scan range ~ -0.75 V> ~ -2.50 V (vs FOFc)*in 0.1 M
BuwNPFs in py.

Scan rate Epcl ipcl Epal ipa]_ AE E1/2 ipcllipal Ech ipc2
(mvis) (V) @A) |[(V) |[(A) | (MmV)] (V) V) (nA)

25 -1.85 | 2.31 -1.7¢ | 2.11 73 -1.7¢ [ 1.0€ -1.37 | 0.7¢

50 -1.83 | 5.24 -1.76| 3.19 70 -1.790  1.64 -1.37 1.53
75 -1.82 | 7.46 -1.75| 4.17 73 -1.79  1.79 -1.37 2.69
10C -1.82 | 8.6z -1.7¢ | 4.8( 71 -1.7¢ | 1.8C -1.3¢ | 2.6(

15C -1.85 | 9.8¢ -1.78 | 6.44 81 -1.7€ | 1.5¢ -1.4C | 2.6

20C -1.85 | 12.3¢ | -1.75 | 8.8€ 83 -1.7€ | 1.3€ -1.41 | 7.7C

300 -1.84 |13.4¢ |-1.78 | 11.2¢ | 90 -1.7¢ | 1.1€ -1.4z | 5.5¢€
400 -1.85 | 16.71 |-1.74 | 13.6¢ | 88 -1.7€ | 1.22 -1.4% | 12.2¢
500 -1.84 | 16.89| -1.75] 15.6y 91 -1.79 1.08 -1.44 858.
600 -1.84 | 17.62| -1.74| 17.64 95 -1.79 1.00 -1.44 68.7

& All potentials internally referenced vs Hec
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Table S16. Cyclic voltammetric data fa2 for scan range ~ -0.78 ¥ ~ +1.60 V (vs F&Fc)'in 0.1 M
BuNPFs in py.

Scan ratg Epa1 (V) | ipa1 (WA) | Epa2(V) | ipa2 (LA)
(mV/s)

25 +0.42 38.2 +0.9¢ 22.¢
50 +0.44 48.7 +0.97 33.3
75 +0.44 58.8 +0.97 42.1
10C +0.4¢ 60.4 +0.9¢ 47.4
15C +0.4¢€ 66.€ +0.9¢ 54.€
20C +0.4¢€ 73.€ +1.0( 60.€
300 +0.4¢ 80.€ +1.01 68.¢
400 +0.4¢ sk +1.0< 72.1
500 +0.48 sh +1.03 75.5
600 +0.48 sh +1.04 79.5

& All potentials internally referenced vs Hec
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Figure S21. Cyclic voltammograms o3 (a - Scan range ~ -0.40 V to ~ -2.20 V, vs/Fe, Initial scan
direction - cathodicb - Scan range ~ -0.43 V to ~ +0.90 V, vs/Fc, Initial scan direction — anodic:
0.1 M BuyNPF; in DMSO).

S21



Supplementary Material (ESI) for Dalton Transactions
This journal is © the Royal Society of Chemistry 2011

Table S17. Cyclic voltammetric data fa8 for scan range ~ -0.40 V to ~ -2.20 V (vS/Fc) in 0.1 M
BusNPFR; in DMSO.

Scan Epcl i pcl Epal i pal AE E1/2 [ pcll [ pal Epc2 i pc2 Epc3 i pc3
rate V@A V) A [ MmV)] (V) VM wA) V) A
(mV/s)

25 -1.71 |04z |-1.6z | 048 |92 -1.67 | 0.9 -1.3C | 0.3C -1.4¢ | 0.41
50 -1.68 | 0.79 -1.60| 0.68 79 -1.64 1.16 -1.23  0.401.46 | 0.33
75 -1.67 | 1.07 -1.61| 0.92 64 -1.64 1.16 -1.24  0.461.46 | 0.20
10C -1.6¢ | 1.3¢ |-1.62 |1.11 |69 -1.65 | 1.24 -1.2¢ | 0.4¢€ -1.47 | sr
15C -1.7C | 1.78 |-1.6c | 145 |64 -1.6€ | 1.21 -1.32 | 0.5¢ - -
20C -1.7C 208 |-1.6% |1.7¢ |70 -1.6€ | 1.1F -1.34 ] 0.8€ - -
300 -1.7C | 24¢ |-1.6: |23z |76 -1.6€ | 1.0v -1.3€ | 0.9¢€ - -
400 -1.70 | 2.89 -1.62| 2.82 75 -1.66 1.02 -1.38  1.1% -
500 -1.70 | 3.19 -1.63] 3.11 75 -1.67 1.03 -1.38 1.38 -
60C -1.7C [ 348 |-1.6¢ | 358 |69 -1.6€ | 0.97 -1.3¢ | 1.54 - -

& All potentials internally referenced vs Hec

Table S18. Cyclic voltammetric data fa8 for scan range ~ -0.43 ¥ ~ +0.90 V (vs F&Fc)'in 0.1 M
BusNPF; in DMSO.

Scan ratd Epa1 (V) | ipa1 (WA) | Epa2(V) | ipaz (LA)
(mV/s)
25 +0.44 4.5t +0.5¢ sh
50 +0.44 5.05 +0.54 sh
75 +0.44 5.8¢ +0.5¢ sh
10C +0.4¢ 6.3¢ +0.5¢ sh
15C +0.4F 7.6¢ +0.5¢ sh
20C +0.4F 8.8¢ +0.5¢ sh
300 +0.45 sh +0.54 sh
400 +0.45 sh +0.54 sh
500 +0.45 sh +0.54 sh
60C +0.4F sk +0.5¢ sh

& All potentials internally referenced vsHec
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Figure S22. Cyclic voltammograms of (a - Scan range ~ -0.25 V to ~ -2.24 V, vs/Fg, Initial scan

direction - cathodicb - Scan range ~ -0.25 V to ~ +1.50 V, vS$/Fc, Initial scan direction — anodic:
0.1 M BuNPF; in DMF).

Table S19. Cyclic voltammetric data fo# for scan range ~ -0.25 V to ~ -2.24 V (vS/Fc) in 0.1 M
BusNPF; in DMF.

Scan Epcl [ pcl Epal i pal AE E1/2 i pcll [ pal Epc2 [ pc2 Epc3 [ pc3
rate VM @A V) w®A) [ MmV)] (V) VM wA) V) A
(mV/s)

25 -16¢ |1.77 |-1.62z [1.8€ |73 -1.6€ | 0.9¢ -1.38 | 2.54 - -

50 -1.68 | 1.86 | -1.60] 2.44| 79 -1.64 0.76 -1.45 1.891.96 | 0.70
75 -1.64 | 1.95 -1.58| 2.78 66 -1.61 0.70 -145 215195 | 1.04
100 -1.64 | 2.13 -1.57| 2.89 77 -1.60 0.74 -1.47 1.851.97 | 1.08
15C -1.65 [25¢ |-15F |3.37 |81 -1.5¢ [ 0.77 -1.4€ | 1.9 -1.9¢ | 1.14
20C -1.65 |26 |-1.5t 361 |79 -1.5¢ | 0.7¢ -1.4€ | 2.0 -2.01 | 1.2¢
300 -1.65 287 |-1.5% 434 |96 -1.5¢ | 0.6€ -1.47 | 2.27 -2.05 | 1.54
400 -1.65 [29€ |-1.5% |5.001 |99 -1.5¢ | 0.5€ -1.48 | 2.72 -2.05 | sF
500 -1.62 | 3.11 -1.52| 5.45 101 -1.57 0.57 -1.49 23.0-2.05 | sh
600 -1.62 | 3.11 -1.52| 5.87 102 -1.57 0.53 -1.49 sh| 2.02- | sh

& All potentials externally referenced vs'Fec
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Table S20. Cyclic voltammetric data fo4 for scan range ~ -0.25 V to ~ +1.50 V (v§/Fc)*in 0.1 M
BusNPFR; in DMF.

Scan ratg Epa1 (V) | ipa1 (WA) | Epa2(V) | ipa2 (LA)
(mV/s)
25 +0.7¢ 10.4 +0.9¢ st
50 +0.79 13.3 +0.96 sh
75 +0.77 15.8 +0.96 sh
10C +0.77 18.1 +0.9¢ st
15C +0.7¢ st +0.9¢ st
20C +0.7¢ st +0.9¢ st
300 +0.7¢ st +0.9¢ st
400 +0.7¢ st +0.9¢ st
500 +0.79 sh +0.96 sh
600 +0.79 sh +0.96 sh

& All potentials externally referenced vs'Fec

4.0x10° 1
2.0x10° —

0.0 ]
2.0x10° ]

-4.0x10°

Current (A)

-6.0x10°
-8.0x10°

-1.0x10™

-1.2x10™

—50 mV/s
75 mV/s
— 100 mV/s
150 mV/s
——200 mV/s
300 mV/s
——400 mV/s
——500 mV/s
—600 mV/s

Potential (V, vs F¢ /Fc)

Figure S23. Cyclic voltammograms of [U&salen)(py)](a - Scan range ~ -0.75 V to ~ -2.10 V, vs
Fc'/Fc, Initial scan direction - cathodib;- Scan range ~ -0.75 V to ~ +1.50 V, v§/Fc, Initial scan

direction — anodic: 0.1 M BNMPFs in py).
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Table S21. Cyclic voltammetric data for [Ugsalen)(py)] for scan range ~ -0.75 V to ~ -2.1qvg
Fc'/Fc)f in 0.1 M BuNPFs in py.

Scan ratg Eyc (V) | ipc (MA) | Epa(V) |ipa(A) | AE(MV) | B2 (V) | ipdipa
(mV/s)

25 -1.63 4.71 -1.57 4.0€ 64 -1.6( 1.17

50 -1.64 7.04 -1.57 5.74 72 -1.60 1.23
75 -1.64 7.17 -1.57 6.35 71 -1.60 1.13
10C -1.65 7.5¢€ -1.57 6.6( 81 -1.61 1.1¢
15C -1.6€ 10.¢ -1.5€ 8.8¢ 92 -1.61 1.2¢
20C -1.6€ 12.4 -1.5€ 10.2 96 -1.61 1.22
300 -1.67 13.5 -1.5€ 12.2 10¢ -1.61 1.1C
400 -1.67 14.5 -1.58 13.2 12C -1.61 1.1C
500 -1.68 15.0 -1.56 13.6 125 -1.62 1.10
600 -1.69 15.4 -1.55 15.3 144 -1.62 1.01

& All potentials internally referenced vs Hec

Table S22. Cyclic voltammetric data for [Ugsalen)(py)] for scan range ~ -0.75 V to ~ + 1.5@Qv§¥
Fc'/Fcfin 0.1 M BuNPFs in py.

(mV/s)
25 +0.9C 30.€ - -
50 +0.90 45.0 - -
75 +0.91 53.4 - -

10C +0.91 60.€ - -

15C +0.9¢ 72.7 - -

20C +0.9¢ 81.C +1.1¢4 sh
300 +0.95 96.1 +1.15 sh
400 +0.96 108 +1.16 sh
500 +0.97 109 +1.17 sh
60C +0.9¢ 111 +1.18 sh

& All potentials internally referenced vs'Hec
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Fc'/Fc, Initial scan direction - cathodib;- Scan range ~ -0.75 V to ~ +1.50 V, v§/Fc, Initial scan

direction — anodic: 0.1 M BNMPF; in py).

Table S23. Cyclic voltammetric data for [U&salophen)(py)] for scan range ~ -0.70 V to ~ -IV8@/s

Fc'/Fc)fin 0.1 M BuNPFs in py.

Scan ratg Eyc (V) | ipc (MA) | Epa(V) | ipa(A) | AE(MV) | E12 (V) | ipdipa
(mV/s)

25 -1.€0 6.57 -1.54 4.7¢ 64 -1.57 1.37

50 -1.60 9.02 -1.54 6.90 63 -1.57 1.31
75 -1.€0 11.2 -1.53 8.5(C 67 -1.57 1.31
100 -1.61 12.6 -1.53 9.94 71 -1.57 1.27
150 -1.61 15.8 -1.53 13.1 76 -1.57 1.21
200 -1.61 17.9 -1.53 14.3 82 -1.57 1.25
300 -161 20.€ -1.82 18.5 89 -1.57 1.14
400 -1.61 23.3 -1.52 20.6 91 -1.57 1.13
500 -1.62 25.1 -152 22.€ 96 -1.57 1.11
60C -1.62 26.7 -1.82 24.4 10€ -1.57 1.0¢€

2 All potentials internally referenced vs'Hec
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Table S24. Cyclic voltammetric data for [U&salophen)(py)] for scan range ~ -0.75 V to ~ +I\Vo@s
Fc'/Fc)f in 0.1 M BuNPFs in py.

Scan ratg Epa1 (V) | ipar (HA) | Epa2 (V) | ipa2 (LA)
(mV/s)

25 +0.94 27.1 - -

50 +0.93 37.9 - -

75 +0.94 45.7 - -
10C +0.9¢ 50.1 - -
15C +0.9¢ 68.2 - -
20C +0.97 74.€ +1.1°F sk
30C +0.9¢ 87.€ +1.17 sk
40( +1.01 97.¢ +1.1¢ sk
500 +1.02 sh +1.20 105
600 +1.04 sh +1.21 109

& All potentials internally referenced vs Hec

Figure S25. Cyclic voltammograms of [Ugsalen)(DMSO)]a - Scan range ~-0.55Vto ~-1.95V, vs

2.0x10°

0.0

2.0x10°

Current (A)

-6.0x10°

-8.0x10°

-1.0x10™* 4

-4.0x10° 7/}

—50 m\i/s
75 mV/s
——100 mV/s
150 mV/s
—200 mV/s
300 mV/s
—— 400 mV/s
—500 mV/s
——600 mV/s

-1.0

Potential (V, vs F¢'/Fc)

T Y T
-1.5 -20

Fc'/Fc, Initial scan direction - cathodib;- Scan range ~ -0.55 V to ~ +1.10 V, v§/Fc, Initial scan
direction — anodic: 0.1 M BMPFs; in DMSO).
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Table S25. Cyclic voltammetric data for [Ugsalen)(DMSO)] for scan range ~ -0.55 V to ~ -1\Af/s
Fc'/Fc)f in 0.1 M BuNPF; in DMSO.

Scan ratg Exc (V) | ipc (MA) | Epa(V) |ipa(A) | AE(MV) | B2 (V) | ipdipa
(mV/s)
25 -1.61 3.9¢ -1.5¢ 2.72 71 -1.57 1.4¢€
50 -1.61 5.68 -1.54 4.30 79 -1.57 1.32
75 -1.61 7.05 -1.53 5.32 82 -1.57 1.33
10C -1.62 7.82 -1.5¢ 6.2€ 91 -1.57 1.2¢
15C -1.62 9.5¢ -1.52 7.6€ 94 -1.57 1.2¢
20C -1.62 10.2 -1.52 8.81 10¢ -1.57 1.1t
300 -1.6% 12.1 -1.52 10.7 112 -1.57 1.14
400 -1.68 14.1 -1.51 12.€ 12¢ -1.57 1.12
500 -1.64 15.4 -1.50 13.1 133 -1.57 1.17
600 -1.64 16.2 -1.50 14.8 138 -1.57 1.09
& All potentials internally referenced vs Hec
g sy /L7 —
8 s’/ ——100 mV/s
5 ) 150 mV/s
-1.0x10* - —200 mV/s
q 300 mV/s
-1.2x10"* - ——400 mV/s
—>500 mV/is
-1.4x10° ——600 mV/s

Figure S26. Cyclic voltammograms of [Ugsalophen)(DMSO){Scan range ~ +0.45 V to

Potential (V. vs F¢ /Fe)

~+1.00 V,

vs F¢/Fc, Initial scan direction — anodic: 0.1 M BIPR; in DMSO).

0.0
2.0x10° 4
~  -40x10° ——50 mV/s
< 75 mV/s
§ 6.0x10° - ——100 mV/s
g5 X 150 mV/s
“ ——200 mV/s
8.0x10° ~ 300 mV/s
——400 mV/s
1.0x10™ H ——500 mV/s
——600 mV/s
1.2x10™
4 T x T X T T T T ' T T A T . 1

1.2 1.0 0.8 06 04 0.2 0.0 -0.2 -0.4
Potential (V. vs FJ/FC)

Figure S27. Cyclic voltammograms of [Ugjsalen)(DMF)](Scan range ~ -0.33 Vto ~ +1.28 V, vs
Fc'/Fc, Initial scan direction — anodic: 0.1 M BIPFR; in DMF).
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Table S26. Cyclic voltammetric data for [Ugsalen)(DMF)] for scan range ~ -0.33 V to ~ +1.28ve
Fc'/Fc)in 0.1 M BuNPF; in DMF.

Scan ratg Epa1 (V) | ipa1 (HA)

(mV/s)
25 +0.82 24.€
50 +0.82 41.9
75 +0.86 51.2

10C +0.8¢ 59.C
15C +0.8¢ 70.€
20C +0.9( 81.4
30C +0.91 95.7
40C +0.92 103.7
500 +0.93 113.1
600 +0.94 120.8
& All potentials internally referenced vsHec

2.0x10° A
0.0
2.0x10°
4.0x1 0'5_- —25mV/s
= f ——50 mV/s
E 6.0x10° 75 mV/s
& L] ——100 mV/s
5 S0 150 mV/s
1.0x10% ——200 mV/s
q 300 mV/s
1.2x10* - —— 400 mV/s
L] —500 mV/s
14x107 7 ——600 mV/s
1.6x10™ |
T T T T L T T x T T T ¥ T ' T
14 12 10 08 06 04 02 00 -02

Potential (V. vs F\:+/Fc)

Figure S28. Cyclic voltammograms of [Ugisalophen)(DMF)[Scan range ~-0.30 Vto ~+1.25V, vs
Fc'/Fc, Initial scan direction — anodic: 0.1 M BIPFR; in DMF).
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Table S27. Cyclic voltammetric data for [Ugsalophen)(DMF)] for scan range ~ -0.30 V to ~ 251V

(vs F¢/Fcfin 0.1 M BuNPF; in DMF.

Scan ratg Epa; (V) | ipa1 (WA)
25 +0.9( 33.1
5C +0.9¢ 50.z
75 +0.93 58.6
100 +0.94 67.7
150 +0.94 80.3
200 +0.97 85.5
30C +0.9¢ 82.€
40C +0.9¢ 119.:
500 +0.98 126.8
60C +0.97 144

2 All potentials internally referenced vsHec

4.0x10° o

2.0x10° A

0.0 4

Current (A)

2.0x10° 4

4.0x10° 4 ¥

-6.0x10°

—25mV/s
——50 mV/s
75 mV/s
—100 mV/s
150 mV/s
——200 mV/s
300 mV/s
——400 mV/s
——3500 mV/s

-8.0x10°

Potential (V, vs Fc¢ /Fc¢)

——600 mV/s

T |
-15 2.0

Figure S29. Cyclic voltammograms of [Ugsalen)(TPPO){a - Scan range ~-0.40 V to ~-2.00 V, vs
Fc'/Fc, Initial scan direction - cathodis;- Scan range ~ -0.32 V to +1.65 V, vS/Fc, Initial scan

direction — anodic: 0.1 M BMPF; in DCM).
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Table S28. Cyclic voltammetric data for [Ugsalen)(TPPO)] (vs FFc) in 0.1 M BuNPFs in DCM.

Scan ratd Epc (V)? [ ipc(WA) | Epar (V)" | ipa1 (MA) | Epaz(V)” | ipaz (uA)
(mV/s)

25 -1.65 8.9C +0.77 13.: +1.06 sk

50 -1.6€ 11.2 +0.7¢ 22.4 +1.C7 sk

75 -1.67 14.1 +0.8( 27.1 +1.13 sk
100 -1.68 16.2 +0.81 31.5 +1.15 sh
15C -1.6€ 20.7 +0.82 36.5 +1.15 sk
200 -1.72 23.1 +0.83 42.6 +1.16 sh
300 -1.77 27.4 +0.83 47.3 +1.16 sh
400 -1.8C 29.€ +0.8¢€ 49.( +1.12 sk
500 -1.81 34.¢ +0.87 54.4 +1.15 sk
600 -1.81 32.8 +0.87 72.0 +1.21 sh

2 Potentials internally referenced vs

4.0x10°

2.0x10°

0.0 4

Current (A)

2.0x10° A

-4.0x10° o |

-6.0x10°

°Potentials externally referenced vs/Fc

—50mV/s

75 mV/s
——100 mV/s
150 mV/s
——200 mV/s
300 mV/s
——400 mV/s
—500 mV/s
——600 mV/s
¥ 1

Potential (V. vs Fc+/Fc)

T T
-1.0 -1.5 20

Figure S30. Cyclic voltammograms of [Ugjsalophen)(TPPO)ja - Scan range ~ -0.35 V to ~-1.80 V,
vs F¢/Fc, Initial scan direction - cathodib;- Scan range ~ -0.33 V to ~ +1.55 V, v$/Fc, Initial scan
direction — anodic: 0.1 M BMPFs; in DCM).
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Scan ratg Epc (V) | ipc (MA) | Epar (V) | ipar (MA) | Epa2(V) | ipa2 (HA)
(mV/s)

25 -1.51 8.8¢ +0.7¢ 18.1 - -

50 -1.51 13.2 +0.8¢ 24.1 - -

75 -1.52 15.C +0.8¢ 29.C +1.02 sh

100 -1.57 16.4 +0.83 33.1 +1.01 sh
15C -1.5¢ 20.C +0.8¢ 38.€ +1.04 sh

200 -1.60 22.7 +0.85 43.1 +1.07 37.4
300 -1.59 27.3 +0.85 54.9 +1.08 48.9
400 -1.64 29.1 +0.8¢ 58.€ +1.12 52.1
500 -1.65 31.4 +0.8¢ 61.¢ +1.13 57.1
600 -1.65 36.6 +0.89 68.9 +1.18 63.0

2 All potentials externally referenced vs'Fec

4.0x10°
3.5x10°

3.0x10° ——75mV/s

Current (A)

1.0x10° | ——600 mV/s

5.0x10°
0.0 -

-5.0x10°

2.5x10° 150 mV/s

5
20x107 300 mV/s
1.5%10°

—25mV/s
——50 mV/s

——100 mV/s

——200 mV/s

——400 mV/s
——500 mV/s

T T L L
-0.6 -0.8 -1.0 -1.2 -1.4 -16 -1.8 -2.0 -2.2

Potential (V, vs Fc /Fe)

Figure S31. Cyclic voltammograms of [Zn(salnffieV2)] (Scan range -0.50 V to ~ -2.10 V, vs'fre,

Initial scan direction - cathodic: 0.1 M BUPFR; in DCM).
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Table S30. Cyclic voltammetric data for [Zn(saln{fe"V)2)] for scan range ~ -0.70 V to ~ -2.50 V (vs

Fc'/Fc)f in 0.1 M BuNPFs in DCM.

Scan ratg Eyc (V) | ipc (MA) | Epa (V) | ipa (MA)
(mV/s)

25 -1.9C 3.87 -1.8C st
50 -1.9C 4.7¢ - -
75 -1.92 6.54 - -
100 -1.94 7.64 - -
150 -1.95 7.80 - -
20C -1.97 8.2C - -
300 -1.9¢ 8.8¢ - -
400 -2.01 9.92 - -
500 -2.0% 12.4 - -
600 -2.06 13.4 - -

2 All potentials internally referenced vs'Hec
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