Electronic Supplementary Material (ESI) for Dalton Transactions.
This journal is © The Royal Society of Chemistry 2014

Supporting Information

for

Aromatic C-nitrosation by a Copper(1I)-nitrosyl complex

Kanhu Charan Rout, Biplab Mondal*

Department of Chemistry, Indian Institute of Technology Guwahati, Assam 781039, India

E-mail: biplab@iitg.ernet.in



65

60

55 4

50 ~

%T

45 -

40 -

35

30

T T T T T T T
4000 3500 3000 2500 2000 1500 1000 500

Wave number(cm-1)

Figure S1. FT-IR spectrum of complex 1 in KBr pallet.
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Figure S2. X-Band EPR spectrum of complex 1 in methanol at room temperature.
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Figure S3. X-Band EPR spectra of complex 1before (solid line) and after (dotted line) purging nitric oxide in

methanol.

85 -
80 -

75 1

%'T

70

65

60 T T T T T T T T T T T T T T
4000 3500 3000 2500 2000 1500 1000 500

Wavenumber (cm'l)

Figure S4. FT-IR spectrum of L/ in KBr pellet.
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Figure S5. '"H- NMR spectrum of L/ in CDCl;,
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Figure S6. ESI mass spectrum of L/ in methanol.



77.556
Fr.238
76,913

132.716
131287

_185.054

———1B08.304

__1B8.63%

134.538
133,544
126.89%6
126,380
~118.103

f
3
H
i
]
o
:
t
!
:

200 180 160 140 120 100 80 &0 40 20 0 ppm

Figure S7. 3C- NMR spectrum of L/ in CDClI;,
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Figure S8: FT-IR spectrum of L” in KBr pellet.
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Figure S9: 'H-NMR spectrum of L” in D,0.
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Figure S10: ESI-mass spectrum of L in methanol.
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Figure S11: UV-visible spectrum of L” in methanol.
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Scheme. Most probable mechanism for the desulphonation of the ligand by NO™.
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Figure S13: Solution FT- IR of [Cu-NO] complex. The band ~1650 cm™! decays gradually with time
indicating the unstable nature of the intermediate (red , immediate after purging NO into the methanol
solution of complex 1; black, after 10 mint; green after, 20 mint and pink, after 30 mint of NO
purging).
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Figure S14: GC-Mass spectrum of MeNO,.
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Figure S15: [ 1 ,3,5—M63C6H3NO]PF6

(PFy)
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Figure S16. UV-Visible spectra of intermediate [Cu'-NO] species (solid line) and it’s decay
(dotted line) in methanol. The band at ~430 nm remains even after reduction of the Cu(Il) to
Cu(I).
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Figure S17. Cyclic voltammogram of the complex in methanol with glassy carbon working
electrode, Ag/Ag" reference electrode, tetrabutylammonium perchlorate (TBAP) supporting
electrolyte, scan rate: 05 v/s.
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Figure S18: Solution FT-IR of the [Cu-NO] intermediate generated from the reaction of the
complex with ’NO in methanol at room temperature.
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