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Figure S1. X-band EPR spectra of (a) 3FBPBN and (b) 25FBPBN, measured in a degassed diluted toluene
solution (ca. 110~ mol/L) at room temperature. Frozen-solution EPR of (¢) 3FBPBN and (d) 25FBPBN,
measured in a degassed diluted toluene solution at 145 K. The zero-field splitting parameters were determined
from these fine structures, giving |D| = 1.25x102 cm™" and |E| = 1.1x1073 ¢cm™! for 3FBPBN and |D] = 1.25%x102
cm™!' and |E| =1.3x1073 cm™! for 25FBPBN.  Forbidden signals were hardly observed.  Note that the

concentrations of doublet impurities are very low.
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Figure S2. X-ray crystal structures of (a) 3FBPBN (163 K) and (b) the high-temperature phase of 2SFBPBN

(296 K), viewed along the b axis.
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Figure S3. The cell parameters of 25FBPBN as a function of temperature.
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