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Figure S1. UV-vis spectra of complexes 1 and 2.



Electronic Supplementary Material (ESI) for Dalton Transactions
This journal is © The Royal Society of Chemistry 2012

-- UALLEY -- == PEAK -- == WALLEY --

-- PEAK --

O O < 1 0 O O O T O 0 5 o o

1]: -

RES

ABS

Mo

X &

T sanp: LA-CA-123 ppr. CHaC A

+3 . 08n

'._ L 1]

- P
- M
N W

1313?5.3

~
Lo
L
-

- 0. 00A ,

: H
= i@l .a 18@ . BCHA-DIV, 3 lll.!
- 12:55 Ii-19% *1@ [(era.eHn___ @.ac3a|

o

s

- saMp:  @gr e [l REF: M-0H

+2.58A t '

b 20

w0

™

w

A S
8.5088
CADIV.)

1

L

-+ Q

-3

® o .=

+o.088 |, e

s, Fi= R HM

- 360.0 180.0CNH-DIV. > 380.0

r’l’i 11:18 1123 '51 [1e@a.anNn B.8516A]

>e 236/

Figure S2. UV-vis spectra of complexes 3 and 3.



Electronic Supplementary Material (ESI) for Dalton Transactions
This journal is © The Royal Society of Chemistry 2012

4713

4729

473.9 [

471 100.0

472 25.5
473 84.2

474 20.9
475 20.3
6
7

) T 45 480

Figure S3. ESI-MS of complex 1 and simulation with isotopic pattern.



Electronic Supplementary Material (ESI) for Dalton Transactions
This journal is © The Royal Society of Chemistry 2012

465.6

|
[
= M M & M S
T+ WS S W D
= L7 00 L &
 —
& M 0o -1 Q) nd
e QW
500 550 + + t+ t+ + t+

Figure S4. ESI-MS of complex 2 and simulation with isotopic pattern.
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Figure S5. ESI-MS of complex 3 and simulation with isotopic pattern.
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Figure S6. ESI-MS of complex 4 and simulation with isotopic pattern.
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Figure S7. ESI-MS of complex 5 and simulation with isotopic pattern.
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Figure S8. ESI-MS of complex 6 and simulation with isotopic pattern.
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Figure S9. FAB-MS of complex 45°€ and simulation with isotopic pattern.
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Figure S10. ESI-MS of complex 5™ and simulation with isotopic pattern.
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Figure S11. ESI-MS of complex 6™ and simulation with isotopic pattern.
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Figure S12. *H NMR spectrum of complex 6™¢ in CDsCN.

20 T T T T T T T
—E,=025% E =-0.03
ap
——E,_=-0.205
15 g .
——E, =-0.105
—— E, =-0.005
O —E,_=0.095 il
—_ ——E, =0.195
f__g/ 5F —E,=0295 .
- - E+A
0t _
5+ -
E =-0.29
-10 1 1 1 Cp. 1 1 1

-0.6 0.3 0.0 0.3
E (V/Fc'-Fc)
Figure S13. Representative cyclic voltammograms of 1 mM solutions of complex 6™¢ in 0.1

M BusNPFg in acetonitrile, at different inversion potential values.
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Figure S14. 'H NMR spectrum of the ligand-oxidation products of 6™ in CDCls; resonances

marked with a pink circle correspond to ligand Me,L 2.
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Figure S15. FAB-MS of the ligand-oxidation products of 6™, the peak at m/z = 470
corresponds to ligand Me,L>.

302 350 400 450 508



Electronic Supplementary Material (ESI) for Dalton Transactions
This journal is © The Royal Society of Chemistry 2012

483.2

458.2

s

450 500

Figure S16. ESI-MS spectrum of 5™ after exposure to O, in acetonitrtile solution.
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Figure S17. ESI-MS of the oxygenation products of in acetonitrile.
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Figure S18. Representative voltammogram of 1 mM acetonitrile solution of Cu(NO3), at

—13°C: under N, atmosphere (green line), in the presence of O, (yellow line).
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Figure S19. Representative voltammogram of 1 mM acetonitrile solution of 5™ at —-13°C

with glassy carbon electrode (¢ = 7.1 mm?) and 0.1 M NBu4PFs as supporting electrolyte:

5M€‘

Reduction of O, (red line), reduction of under O, (purple line).
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Figure S20. Representative cyclic voltammograms of 1 mM solutions of complex 6™ in 0.1

M BusNPFg in acetonitrile at —13°C, measured with a glassy carbon electrode.

Figure S21. ESR spectrum of 5™ after exposure to O, for 1 h at -78°C in THF.
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Figure S22. a) ESR spectrum and simulation of after exposure to O, for 1 hat-78°C in

THF; b) Deconvoluted simulated spectra of Cu?* complex and O,".
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Figure S23. ESR spectrum and simulation of the DMPO-0," adduct obtained by

oxygenation of 6™ in THF.



