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Fig. S1 Infrared (IR) spectra of solid 1 in KBr pellet recorded on a Shimadzu model

IR-60 spectrometer at room temperature.
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Fig. S2 X-ray powder diffraction (XRPD) of 1 at (a) 328, (b) 253, and (c) 173 K.
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Fig. S3 Variable-temperature XRPD patterns of 1 at selected temperatures.

Table S1. Selected bond lengths [A] and angles [°] for 1% at 328, 253 and 173 K.

328 K

253K

173 K

Cd1-Cll

Cl1-Cd1-CI2
Cl1-Cd1-CI1t
Cli-Cdi-Citt

Cd1-Cll

Cl1-Cd1-CI2
Cl1-Cd1-Cl1rv
Cl1-Cd1-Cl1Vv

Cd1-Cl1
Cd1-CI12

Cl1-Cd1-CI2
Cl1-Cd1-CI1vii
Cl1-Cd1-ClI1*
Cl1-Cd2-CI2

2.6411(12) Cd1-CI2
Cl11-Cd1-C12i
Cl1-Cd1-Cl1ii
CI2-Cd1-CI2

83.87(3)
85.2(2)
180.0
2.634 (7)
83.99(2)
85.30(19)
180.00(4)
2.631(2)
2.638(9)
84.15(7)
85.3(3)
180.0
84.07(7)

Cd1-CI12

Cl1-Cd1-C12Vv
Cl1-Cd1-CI1vi
CI2-Cd1-CI2Vv

Cd2-Cl1
Cd2-CI12

Cl1-Cd1-CI2Vi
Cl1-Cd1-CI1vi
CI2-Cd1-C12vii
Cl1-Cd2-Cl2*

2.6411(16)
96.13(9)
94.8(2)
180.00(5)
2.636(10)
96.01(15)
94.70(19)
180.00(4)
2.628(2)
2.645(9)
95.9(3)
94.7(3)
180.00(9)
95.9(3)




ClI-Cd2-Cl1Vii  854(3)  ClI-Cd2-ClI*  94.6(3)

Cl1-Cd2-Cl1xi 180.00(12) Cl12—-Cd2-Cl2* 180.00(9)

aSymmetry codes:

O)—~x+1,—»y+2,z-1/2; 11) x+ 1, y,—=z+ 1/2; (iil) x, =y + 2, —z; (iv) —x
+2, v+ 1,z-1/2; (v) x+2,y,—=z+ 1/2; (vi) x, =y + 1, —z; (vii) —x, y, —Z
+ 1; (vill) x, =y + 2, z; (iX) =, v + 2, —z + 1; (X) =x, y, —z; (xi) =, =y + 2,
z.

Table S2. Hydrogen-Bond Geometry (A, deg) for the weak N-H:---Cl at 328, 253 and
173 K in 1°.

D-H---A H---A D--A D-H---A
328K NI-HI---CI2! 3.117  3.8047 134.7
253 K NI-H1---CI2f 3.076  3.7441 132.7
173K NI-HI---Cl2ii 3.048 3.7350 134.3
N2-H2---CI2V 3.061 3.7274 132.6

bSymmetry codes:
x—12,y-12,z+ 1, (i) x+ 1,y +1,z-1/2; (iii)) x+ 1,y — 1,
—z;(iv)=x+1,y—1,—=z+1.




