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Figure S1: "H-NMR spectrum of L in methanol-d,.
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Figure S2: '3C NMR spectrum of L in methanol-d,.
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Figure S3: FT-IR spectrum of L in KBr.
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Figure S4: FT-IR spectrum of complex 1 in KBr.
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Figure S5: UV-visible Spectrum of complex 1 in dry methanol. Extinction coefficient at A,y
636 nm is 25 lit.mol-'.cm™!.
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Figure S6: GC-mass spectra of methyl nitrite.
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Figure S7: GC Mass spectra of N,O, gas taken from the head space of the reaction mixture.
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Figure S8: GC- Mass spectra of the head space gas taken from the round bottom flask containing
dry MeOH and NO, purged into it (This suggests that N,O does not form in the absence of the
metal complex).
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Figure S9: FT-IR spectrum of complex 2 in KBr.
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Figure S10: UV-visible Spectrum of complex 2 in dry methanol.
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Figure S11: ESI Mass spectra of [L,Ni(NO)(CH;0H)]" in methanol (isotropic distribution
pattern is shown inset).
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Figure S12: FT-IR spectrum of complex 3 in KBr.
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Figure S13: UV-Visible Spectrum of complex 3 in dry methanol.
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Figure S14: The possible structures corresponding to the proposed intermediate; the color
scheme is as follows: nickel: green, chlorine: light green, carbon: black, oxygen: red, nitrogen:

blue and hydrogen: white; the hydrogens have been removed for the purpose of clarity.

Cartesian coordinates for DFT optimized structure
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Figure S15: 'H NMR spectrum of complex 1 in CD;0D.
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Figure S16: 3C-NMR spectrum of complex 1 in CD;0D.
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Figure S17: Double integration of EPR spectrum of Ni(I) species (concentration, 0.7 mmol) in
methanol at 77K.
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Figure S18: Double integration of standard CuSO,4.5H,0 (concentration, 0.7 mmol) solution in
methanol at 77K.
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Figure S19: Plot of Oscillator strength vs Wavelength for intermediate {NiNO}!® complex in
methanol (ten excitations has been considered) using TD-DFT calculations at PBE/TZVP level of

theory.
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Figure S20: Solution FT-IR spectrum of [Lo,Ni(NO)(CH;OH)]" in methanol (with >'NO; only
2200 — 1600 cm! range is shown for clarity).
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Figure S21: ESI Mass spectrum of [L,Ni(NO)(CH;OH)]" in methanol (with '’NO)
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Figure S22: '"H-NMR spectra of ligand, complex 1, after purging 1 eq. of NO in complex 1 and
after purging 2 eq. of NO in complex 1 are respectively (a), (b), (¢) and (d) in CD;0OD.
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Figure S23: 'H-NMR spectrum of complex 1 after purging 2 eq. of NO, in CD;0D.
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Figure S24: BC-NMR spectrum of complex 1 after purging 2 eq. of NO, in CD;0D.
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Figure S25: 'H-NMR spectra of complex 2 in CD;0D.
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Figure S26: 'H-NMR spectra of complex 3 in CD;0D.
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Figure S27: Cyclic voltammogram of complex 1 in methanol solvent. Working electrode,
Glassy-carbon; Reference electrode, Ag/AgCl; TBAP supporting electrolyte; scan rate 50 mV/s.
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Figure S28: Cyclic voltammogram of NO in methanol solvent. Working electrode, Glassy-
carbon; Reference electrode, Ag/AgCl; TBAP supporting electrolyte; scan rate 50 mV/s.



