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Figure S1. Observed and simulated magnetic data for the powder samples of 1-4 in warming
mode, using the Slichter and Drickhamer model of phase transitions in solid solutions.

Figure S2. Variable temperature unit cell dimensions from single crystals of 2 and 3, near
their spin-transition temperatures.

Table S1. Selected bond lengths and angles (A, ©), and metric parameters for the
intermolecular -7 interactions, for 1-3.

Table S2. Selected bond lengths and angles (A, ©) for 4.



THs

T/K

Figure S1. Observed (points) and simulated (line) magnetic data for the powder samples of 1-4 in warming
mode, using the Slichter and Drickhamer model of solid state phase transitions.' Yy is the high-spin fraction of
the sample at a given temperature. The values of the interaction energy I" derived by this analysis are listed in

Table 1 of the main paper.
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Figure S2 Variable temperature unit cell dimensions from single crystals of 2 (left) and 3 (right), near their
spin-transition temperatures. Corresponding data for 1 are presented in ref. 2.
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Table S2 Selected bond lengths and angles (A, ©) for 4. See ref. 3 for the definition and discussion of the
distortion angles 6 and ¢. Symmetry code: (iii) —x, y, ¥2—z.

Fe(1)-N(2) 2.1808(16) Fe(1)-N(14) 2.2297(19)
Fe(1)-N(9) 2.1951(18)

N(2)-Fe(1)-N(2™) (¢) 155.69(10) N(9)-Fe(1)-N(9")  85.20(10)
N(2)-Fe(1)-N(9) 72.35(7)  N(9)-Fe(1)-N(14)  141.81(6)
N(2)-Fe(1)-N(9") 127.82(7) N(9)-Fe(1)-N(14") 106.05(7)
N(2)-Fe(1)-N(14)  72.13(6)  N(14)-Fe(1)-N(14") 87.62(10)
N(2)-Fe(1)- N(14"™)  90.17(6) o 66.56 (2)
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