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Figure S1. Molecular model of triazenide 2a showing magnetically-equivalent methyl

groups at 273 K (top) and 373 K (bottom).

Figure S2. VT 'H NMR spectra for heteroleptic triazenide 2a.
Figure S3a. Molecular structure of 4b showing intramolecular C—H-*N contacts.

Figure S3b. VT '"H NMR spectra of homoleptic triazenide 4b.
Figure S4. VT 'H NMR spectra of homoleptic triazenide 4¢

Figure S5. DFT-optimized structures of Ss-symmetric [Mg(N3Ph2)2] (5t1) and
Ci-symmetric square planar [Mg(N3Ph2)2] (5sp).

Table S1. Coordinates for DFT-optimized Srt.

Table S2. Coordinates for DFT-optimized Ssp.
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Figure S1. Molecular model of triazenide 2a showing magnetically-equivalent methyl

groups at 273 K (top) and 373 K (bottom).
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Figure S2. VT 'H NMR spectra for
heteroleptic triazenide 2a in [Ds]toluene.
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Figure S3a. Molecular structure of 4b,
showing intramolecular C—H-**N contacts.
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Figure S3b. VT 'H NMR spectra of homoleptic triazenide 4b at 298 K (left column) and
338 K (right column) in [Ds]benzene.
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Figure S4. VT 'H NMR spectra of

homoleptic triazenide 4¢ in [Ds]toluene.
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Figure S5. DFT-optimized structures of Ss-symmetric [Mg(N3Ph2)2] (5t) and Ci-symmetric
square planar [Mg(N3Ph2)2] (Ssp) showing ZPE-corrected relative energies.



Table S1. Coordinates for DFT-optimized St at the B3LYP/6-311+G* level of theory.
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Table S2. Coordinates for DFT-optimized Ssp at the B3LYP/6-311+G* level of theory.

S8

r o T O T O T O T O O IT O T O T O T O T O O =2 2 2

-1.076542 -1.820807
-0.000650 -2.555680
1.054577 -1.810862
-2.300905 -2.509103
-2.508482 -3.344517
-1.691375 -3.525259
-3.748718 -3.945899
-3.896813 -4.600465
-4.801493 -3.696626
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