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Table S1: Selected bond lengths (A) and angles (°) for the complexes 1-3.

Complex 1 Complex 2 Complex 3
Nil-N1 2.15(3) Nil-N2 2.105(3) Ni2-N4 2.157(4)
Nil-N3 2.00(4) Nil-N4 2.080(3) Ni2-N8 2.120(4)
Nil-N4 2.17(3) Nil-N5 2.065(4) Ni2-N9 2.047(3)
Nil-N6 2.15(2) Nil-N6 2.120(4) Ni3-N2 2.135(3)
Nil-N7 2.16(3) Nil-N7 2.137(4) Ni3-N5 2.046(4)
Nil-N92 2.109(12) Nil-N10P 2.094(3) Ni3-N6 2.132(4)
Ni2-C13 1.853(9) Ni2-Cl 1.881(4) Ni2-Cl1 1.854(5)
Ni2-C14 1.848(9)  Ni2-C2 1.857(3) Ni2-C2 1.867(5)
Ni2-C15 1.850(7)  Ni2-C3 1.868(4) Ni2-C3 1.878(5)
Ni2-C16 1.874(15) Ni2-C4 1.863(3) Ni2-C4 1.862(5)
N1-Nil-N3 95.3(15)  N2-Nil-N4 89.34(12) N4-Ni2-N8 90.95(14)
N1-Nil-N4 170.4(11) N2-Nil-N5 88.94(12) N4-Ni2-N9 91.89(13)
N1-Nil-N6 85.0(10)  N2-Nil-N6 90.53(12) N4-Ni2-N§¢ 89.05(14)
N1-Nil-N7 105.3(10)  N2-Nil-N7 91.08(11) N4-Ni2-N9¢ 88.11(13)
N1-Nil-N9# 92.1(8) N2-Nil-N10P 177.19(11)  N8-Ni2-N9 85.61(14)
N3-Nil-N4 91.1(15)  N4-Nil-N5 85.97(14) N4¢-Ni2-N8§ 89.05(14)
N3-Nil-N6 176.7(13) N4-Nil-N6 178.58(15)  N8-Ni2-N9¢ 94.39(14)
N3-Nil-N7 89.9(13)  N4-Nil-N7 93.28(15) N4¢-Ni2-N9 88.11(13)
N3-Nil-N9? 95.2(11)  N4-Nil-N10P 88.90(12) N8¢-Ni2-N9 94.39(14)
N4-Nil-N6 89.0(9) N5-Nil-N6 92.62(14) N4¢-Ni2-N§°¢ 90.95(14)
N4-Nil-N7 81.8(10)  NS5-Nil-N7 179.24(14)  N4°-Ni2-N9¢ 91.89(13)
N4-Nil-N92 80.2(7) N5-Nil-N10b 88.76(12) N8¢-Ni2-N9°¢ 85.61(14)
N6-Nil-N7 86.9(10)  N6-Nil-N7 88.14(15) N2-Ni3-N5 87.65(14)
N6-Nil-N9# 88.1(7) N6-Nil-N10° 91.18(12) N2-Ni3-N6 89.77(13)
N7-Nil-N9? 161.4(10) N7-Nil-N10b 91.20(11) N2-Ni3-N5¢ 92.35(14)
C13-Ni2-Cl14 89.8(4) C1-Ni2-C2 89.98(15) N2-Ni3-Né6¢ 90.23(13)
C13-Ni2-C15 168.2(4) CI1-Ni2-C3 177.41(16)  N5-Ni3-N6 86.41(14)
C13-Ni2-C16 91.2(5) C1-Ni2-C4 91.91(15) N24-Ni3-N5 92.35(14)
C14-Ni2-C15 90.4(4) C2-Ni2-C3 88.38(15) N5-Ni3-N6¢ 93.59(14)
C14-Ni2-C16 178.4(5)  C2-Ni2-C4 177.71(16)  N29-Ni3-N6 90.23(13)
C15-Ni2-C16 88.9(5) C3-Ni2-C4 89.78(15) N59-Ni3-N6 93.59(14)
N24-Ni3-N54 87.65(14)
N24-Ni3-N64 89.77(13)
N59-Ni3-N64 86.41(14)
C1-Ni2-C2 86.9(2)
C1-Ni2-C3 174.7(2)
C1-Ni2-C4 87.6(2)
C2-Ni2-C3 93.4(2)
C2-Ni2-C4 174.3(2)
C3-Ni2-C4 92.3(2)

Symmetry code a: 2/3-x+y,1/3+y,-1/6+z; b: 1/2+x,3/2-y,1/2+z; ¢: 1-x,2-y,1-z; d: -1-x,1-y,-z
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Figure S1: The split IR of -CN in complexes 1-3;
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XRD of complex 1 (simulated, experimental, desolvated and restoration)
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Figure S3: XRD of complex 2 (simulated, experimental)
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Figure S4: XRD of complex 3 (simulated, experimental)



Weight (%)

1.0 4

0.9 4
0.8 4
0.7
0.6
0.5
0.4 -
0.3
0.2 Y T K T s T v T y T v T ! T !
0 100 200 300 400 500 600 700
Temperature (C)
Figure S5: TGA of complex 1;
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Figure S6: BET plot for 1d.
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Figure S7: The fitting to the Curie-Weiss law of complex 1;
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Figure S8: The fitting to the Curie-Weiss law of complex 2;
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Figure S9: The fitting to the Curie-Weiss law of complex 3;



