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Recently, we observed the Ni(III) complex 1 with the redox-active azo ligands exhibited a
thermal increase in magnetic susceptibility, suggesting the occurrence of either valence
tautomerism or spin-crossover. In this study, we will discuss the mechanism of this magnetic
change based on the results of single-crystal X-ray structure analysis and various measurements
for the thermal treatment samples of the parent Ni(IlI) complex 1, which are compared with
those of its derivative complexes. All the results indicate that the electron transfer from the
ligand to the central Ni(III) ion would take place in 1 upon heating. The structural comparison
among the Ni(IlI) complexes suggests that a t-overlap between the ligands in 1 may contribute
to the valence instability.
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