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Figure S1 a) ORTEP drawing of the dimer unit in the crystal of 2 with labelling scheme and thermal ellipsoids at the 50% 50 

probability level. b) Two type of π···π stacking interaction between adjacent dimer complexes of 2. c) Crystal packing of 2 
along the 001 direction. Atoms: Cu (blue), Br (brown), C, N (stick model). d) Simulated XRPD pattern of 2. 
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Figure S8. One of the diffraction patterns for 1b. 
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Figure S5. The EPR spectra corroborate the strong antiferromagnetic couplings: the typical DMs = 2 bands of the S = 1 
states are shown. 
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Figure S6.  TG curves of 1 at heating rate of 10 °C/min. 25 
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Figure S7. XRPD patterns of the original form 1, the anhydrous form 1b, the rehydrated form 1’ and the simulated pattern 
of 1. 
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Measurements 
  UV/Vis absorption spectra were measured on a Jasco V-570 spectrophotometer. X-ray powder diffraction data were 
collected on a Rigaku RINT 2000 diffractometer using CuKa radiation. Thermal gravimetric (TG) analyses were carried 
out with a Seiko Instruments SSC5200 Thermo analyzer in a nitrogen atmosphere (heating rate: 10 Kmin-1). The adsorption 
isotherms for water were measured using a BELSORP-aqua3 volumetric-adsorption instrument from BEL Japan, Inc. 5 

Magnetic susceptibility data were recorded over the temperature range from 2 to 300 K with a SQUID susceptometer 
(Quantum Design, San Diego, CA). All data were corrected for diamagnetism, which was calculated from Pascal s tables. 
ESR spectra were recorded at X-band frequency with a Bruker EMX 8/2.7 spectrometer operating at 9.5 GHz. X-Ray 
fluorescence spectrum was measured using a SEA2200A from SII. 
 10 

X-ray Crystallography 
  The data collections for 1, 1a, and 2 were carried out on a Rigaku/MSC Mercury CCD diffractometer with graphite-
monochromated MoKa radiation. The data collection for 1b was carried out on a Rigaku RAXIS-RAPID II with graphite-
monochromated MoKa radiation. The structures were solved by direct methods (Rigaku CrystalStructure crystallographic 
software package of Molecular Structure Corporation) and refined with full-matrix least-squares technique (SHELXL-15 

97).[10]  
  Crystal data for 1 C26H24Br2Cu2N8O3: T = 200(1) K: green, triclinic, space group P-1 (No. 2), Z  = 2, a = 9.900(4), b = 
11.605(4), c = 12.558(5) Å, a = 104.791(10) °, b = 89.286(9)°, g = 97.093(10)°, V = 1384.0(10) Å3, dcalcd = 1.880 g cm–3, m 
= 4.478 mm–1. 13606 reflections were collected in the range 2q < 55.0° and 6225 independent reflections Rint = 0.039 were 
used in the structural analysis. R1 = 0.0352 for F2 > 2s (F2), wR2 = 0.0941 and GOF = 0.999 for F2.  20 

  Crystal data for 1a C26H22Br2 Cu2N8O2: T = 200(1) K: green, triclinic, space group P-1 (No. 2), Z  = 2, a = 10.17(5), b = 
11.52(6), c = 11.77(5) Å, a = 77.82(6)°, b = 86.94(6)°, g = 85.43(8)°, V = 1342(11) Å3, dcalcd = 1.880 g cm–3, m = 4.612 
mm–1. 12759 reflections were collected in the range 2q < 55.0 ° and 6073 independent reflections Rint = 0.179 were used in 
the structural analysis. R1 = 0.1718 for F2 > 2s (F2), wR2 = 0.4726 and GOF = 1.127 for F2.  
  Crystal data for 1b C26H18Br2Cu2N8: T = 200(1) K: green, triclinic, space group P-1 (No. 2), Z  = 1, a = 9.105(14), b = 25 

12.40(2), c = 12.57(2) Å, a = 100.78(4), b = 96.00(3), g�= 94.43(4), V = 1379(4) Å3, dcalcd = 1.756 g cm–3, m = 4.478 mm–

1. 13228 1eflections were collected in the range 2q < 55.0 ° and 6263 independent reflections Rint = 0.183 were used in the 
structural analysis. R1 = 0.3495 for F2 > 2s (F2), wR2 = 0.6973 and GOF = 1.476 for F2.  
  Crystal data for 2 C26H18Br2Cu2N8: T = 200(1) K: green, monoclinic, space group P21/c (No. 14), Z  = 2, a = 6.382(2), 
b = 10.275(4), c = 18.954(7) Å, b = 93.034 (4)°, V = 1241.2(8) Å3, dcalcd = 1.880 g cm–3, m = 4.980 mm–1. 11428 reflections 30 

were collected in the range 2q < 55.0° and 2813 independent reflections Rint = 0.031 were used in the structural analysis. R1 
= 0.0220 for F2 > 2s (F2), wR2 = 0.0610 and GOF = 1.021 for F2. 
  All non-hydrogen atoms were refined anisotropically for 1, and 2, except for some atoms of 1a and 1b that were refined 
isotropically. CCDC-704683 (1), CCDC-704684 (1a), CCDC-704681 (1b), and CCDC-704685 (2) contain the 
supplementary crystallographic data for this paper. These data can be obtained free of charge from Cambridge 35 

Crystallographic Data Center via www.ccdc.cam.ac.uk/services/stucture_deposit/ 
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