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Table S1. 'H NMR spectral data

Compound -OH -NH —tert-butyl —NCH,CH,— —CH,N- Aromatic
8.795(Py, s, 1H), 7.677(d,
9.648(s, 1.377(s, 18H), 2.913(s, 2H), 1H), 7.648-7.662(m, 4H)
H,L'I 4.850(s,4H > /- : > #H)
: 2H) 1399(s, 18H)  3217(s,2H) L 7319726 (m, 11, 7.172-
9.989(m, 2H)
344- 8.44-8.42 (d, 1H Py), 7.51-
[V¥O(acac)(L))] 1 1.31(s, 18H) 1.57(s, ~ 2-2.05(d, 2H), 3.41(d2H) 7.47(m,1H), 7.31-7.30(d,
18H) 2.25(s,2H) 2.92(s, 2H) 2H), 7.06-7.05(m, 3H),

6.87-6.85(d, 1H)

603-6.00d, 983 (2HPY), 736733,

[{VYO(L")},u-0] 3 0.86(s, 36H), 1.24(s, 2.80(s, 4H), 4H) 3.24- 2H), 7.02-6.99(t, 2H),
36H) 2.51(s, 4H) 3.21(d, 4H) 6.96(s 4H), 6.86(s, 4H)
’ 6.70-6.68(d, 2H)
420 (brs, 4.01-3.98(d,
1H), 4.13 (br 3H), 3.47- 7.31(s, 1H), 7.27(s, 2H),
[{(V¥O(L?)}2u-(OH)] 5 i laLleadsem, )
s, 1 H) 1.28-1.31(d, 36H) 3.42(t, 3H),
? 3.23(s, 1H), 7.05(s, 4H), 7.00(s, 1H)
3.06(s, 1H)
4.58 (brs, 4.00-3.98 (d, 4
[{VVO(L?)},1-0] 6 TH), 419 (®br -y 41.1.43(d, 36H), H).3.47-342 798 (s, 4H), 7.05(s, 2H),
s, 1 H) 1.31-1.32(d, 36H) (m, 2 H), 7.00(s, 2H)
3.21(s, 1H)
2.97 (s, 1H)
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Fig. S1 IR Spectrum of the compound formulated as H[VVO,(L?)] 4

:27:23 2014 (GMT+05:30)

90-

< Mon Apr 28

€1°€09
0Z'0v8 £g'698
—— 21116 ¥9°1G6
ﬂ.vm: )
S60LLL ) -c0z)
——— e
=
G5'19¢L
19°€9p1
L6G98T o os
1'652€
2 195€
= T - D= R = S = = S
[ee) ~ © Yo} < [32) N ~—

SoUBHIWSURI] %

€

19'8¢ch
g€eeoch

0°G56¢C

-101

-20°

2500 2000 1500 1000 500
Wavenumbers (cm-1)

3000

3500

Fig. S2 IR Spectrum of [{VYO(L?)},u(OH),] 5
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Fig. S3 IR Spectrum of [{VYO(L?)},u-0] 6
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Fig. S4 'V NMR spectrum of 1in CD,Cl,. The peak at 6 = 0 ppm corresponds to external
neat VVOCls.
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Fig. S5 5'V NMR spectrum of 3 in CD,Cl,. The peak at 8 = 0 ppm corresponds to external
neat VVOCls.
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Fig. S6 'V NMR spectrum of 6 in CD,Cl,. The peak at 8 = 0 ppm corresponds to external
neat VVOCls.
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Fig. S7 3!V NMR spectrum of 1 (0.61 mM) in a 3:2 mixture of CH;OH/CD;0D (a) and after

addition of 1 equivalent of H,O, (b).
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Fig. S8 °'V NMR spectrum of 1 (0.62 mM ) in a 3:2 mixture of CH;CN/CD;CN (a) and after

addition of 8 equivalents of H,O,; (b).
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Fig. S9 ESI-MS spectrum of the reaction mixture containing 10 mL of a 1.0x10~! M catechol
solution mixed with 5.0 mL of a 4.0x10~* M solution of [VVO(OMe)(MeOH)(L")] (2) in an
atmosphere of air.
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Fig. 10 Spectral changes observed during the reaction of 3,5-di-tert-butylcatechol with
[VVO(OMe)(MeOH)(L')] 2. Reaction Conditions for (a) and (b): 3,5-di-tert-butylcatechol
solution (10.0 mL, 1.0x102 M) mixed with 5.0 mL solution of [VYO(OMe)(MeOH)(L")]

(4.0x10* M) in an atmosphere of air. The spectra were recorded at every six min intervals.

For (¢) and (d): 3,5-di-tert-butylcatechol solution (10.0 mL, 1.0x10-2 M) mixed with 5.0 mL
(4.0<10° M) solution of [VYO(OMe)(MeOH)(L')] in an atmosphere of air. The spectra were

recorded at every 12 min intervals.



