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1) Spectrophotometric titration of [Ni2L][ClOa4]2 (1) with N(n-Bu)sNO2.
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Fig S1. Spectrophotometric titration of [Ni2L][ClO4]2 (1) as a function of increasing amounts
of N(n-Bu)sNO- added in 25 pL increments. Solvent: MeCN/MeOH (1/1 viv), T = 298(1) K.
Left: [1]o = 1.00-10"3 M, [N(n-Bu)sNO;] = 6.94-103 M (spectra 1-11: 0-1.0 equiv.), N(n-

Bu)sNO;] = 6.94-10 2 M (spectra 12-20: 2-9.8 equiv.), | = 0.1 M N(n-Bu)4CIO..



2) ESI-MS spectra for Complex 3.
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Fig. S2. m/z (ESI+, CH2Cl2/MeOH): Ce3HgaBN7Ni20S; (1147.72) [Ni2L(OCN)-BPh4]" calcd.:

826.33; found 826.4.
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Fig. S3. m/z (ESI+, CH2Cl2/MeOH): Ce3HgaBN7Ni>0S; (1147.72) [Ni2L(OCN)-BPh4]* calcd.:

826.33; found 826.4.



3) Infrared spectroscopy.
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Fig. S4. Infrared spectrum of 3.
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Fig. S5. Infrared spectrum of 4.



Table S1. Cartesian Coordinates of [Ni>L(u1:-NCO)]* (PBEO, RIJONX, TZV(P), TZV/J, ZORA).
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Table S2. Cartesian Coordinates of [Ni>L(u1,:1-OCN)]* (PBEO, RIJONX, TZV(P), TZV/J, ZORA).
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Table S3. Cartesian Coordinates of [NioL(u1,1-NCS)]* (PBEO, RIJONX, TZV(P), TZV/], ZORA).
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Table S4. Cartesian Coordinates of [Ni>L(u1,:1-SCN)]* (PBEO, RIJONX, TZV(P), TZV/J, ZORA).
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Fig. S6. Calculated structures of [Ni2L(u1,1-NCO)]* (top) and [Ni2L(u1,1-SCN)]* (botton).

Hydrogen atoms are omitted for clarity.
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