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Table S1. Selected bond distances (A) and angles (°) for 1-(BPhy), and 2-BPh.

Bond Distances (A)

1-(BPhy), 2-BPh,
Ni1-N1 2.1034(10) Ni1-N1 2.083(2)
Nil-N2 2.1019(10) Nil-N2 2.1430(18)
Nil-N3 2.0998(10) Nil-N3 2.0701(18)
Ni1-N4 2.1169(10) Ni1l-N4 2.0945(19)
Ni1-N5 2.0619(10) Nil-H1h 1.72(3)
Nil-N6 2.0869(10) Nil-H2h 1.77(3)

Ni1---B1 2.225(3)
Bond Angles (°)

1-(BPhy), 2-BPh,
N1- Ni1-N2 84.50(4) N1-Ni1-N2 83.84(7)
N1-Ni1l-N3 84.46(4) N1-Ni1l-N3 84.92(8)
N1-Ni1-N4 176.61(4) N1-Ni1-N4 91.71(8)
N1-Ni1-N5 92.30(4) N2-Ni1-N3 84.40(7)
N1-Ni1-N6 94.75(4) N2-Ni1-N4 174.60(8)
N2-Ni1-N3 84.55(4) N3-Ni1-N4 92.18(8)
N2-Nil1-N4 92.16(4)
Ni2-Nil-N5 176.17(4)
Ni2-Ni1l-N6 93.19(4)
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Fig. S1 ESI-MS of 1 in CH3CN at room temperature. Mass peaks at 155.6, 176.2 and 369.2 are assigned to
[Ni(Mes-TACN)(CH5CN),]**, [Ni(Mes-TACN)(CHsCN)3]*" and [Ni(Mes-TACN) (CHsCN)(CIO4)]*, respectively. Insets
show observed distribution patterns for [Ni(Mes-TACN)(CH5CN),]** (bottom), [Ni(Mes-TACN)(CH5CN);]**
(middle) and [Ni(Mes-TACN) (CH5CN)(ClO.)]* (upper).
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Fig. S2 (a) IR spectrum of CHsCN (black). (b) IR spectrum of 2 in CH3CN (blue). (c) IR spectrum of a powdered
sample of 2 (red).
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Fig. S3 ESI-MS spectrum showing the formation of [Ni(Mes-TACN)(CI)]" after the reaction of 2 and CHCl;. Mass
peaks at 155.6, 176.2, 264.2 and 565.2 are assigned to [Ni(Mes-TACN)(CH5CN),]*, [Ni(Mes-TACN)(CH5CN)s]*,
[Ni(Me3-TACN)(CI)]" and [Niy(Mes-TACN),(Cl)s]", respectively. Insets show observed distribution patterns for
[Ni(Me3-TACN)(CI)]" (left) and [Ni>(Mes-TACN),(Cl)s]" (right).
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Fig. S4 TD-DFT predicted absorption spectrum of [Ni(Mes-TACN)(CI)]". Inset shows DFT structure of [Ni(Mes-
TACN)(CI)]" (gray, C; blue, N; green, Ni; gold, Cl).



Coordinates in xyz-format
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