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S-1. gCOSY of (corpy)Pt(dpm) in CDCls.
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S-2. 1D NOESY of (corpy)Pt(dpm) irradiation at 8.5 ppm in CDCls.
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S-3. gCOSY of (corpy)lr(ppz); in 2:1 CD,Cl,: acetone.
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S-4. 1D NOESY of (corpy)lr(ppz), irradiation at 8.33 ppm in 2:1 CD,Cl,: acetone.
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S-5 NOESY of (corpy)lr(ppz); in 2:1 CD,Cl,: acetone.
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S-6. 1D NOESY of (corpy)lr(ppz), irradiation at 6.50 ppm in 2:1 CD,Cl,: acetone.
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S-7. NMR of (phenpy)Ir(ppz), in (CD3),SO.
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S-8. VT NMR of (corpy)Pt(dpm) in CD,Cl..
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S-9. VT NMR of (phenpy)Ir(ppz), in CD,Cl,.

252 K

Dol ol P
A

=

| i MJ\* Al MJ\ i

838 86 84 82 80 78 76 74 72 7.0 68 66 64 6.2
f1 (ppm)

S11



S-10. VT NMR of (phenpy)Ir(ppz); in (CD3),SO.
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S-11. **C NMR of (corpy)Pt(dpm) in CDCl.
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S-12. *C NMR of (corpy)Ir(ppz) in CDCls.
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S-13. *C NMR of (corpy)Ir(ppz) in CDCls.
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S-14. Cyclic Voltammetry of (phenpy)Ir(ppz). vs Fe/Fc*
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S-15. Cyclic Voltammetry of (corpy)lr(ppz); vs Fc/Fc*
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S-16. Cyclic Voltammetry of (corpy)Pt(dpm) vs Fc/Fc*
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S-17. Irradiation of mer to fac (corpy)lr(ppz), in MeCN
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S-18. Erying analysis of VT NMR of (corpy)lr(ppz).
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S-19 Emission spectra of corpy and phenpy free ligand in 2-MeTHF
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S-20. Emission Decay Spectra of (corpy)Ir(ppz). various wavelengths
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S-21. Emission Decay Spectra of (phenpy)Ir(ppz);
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S-22. Emission Decay Spectra of (corpy)Pt(dpm) at various wavelengths

T N
iyl
| nm ’NJHMHHMHN

Time (us)

S20



Table S1. Orbital contributions calculated for So — T; transition of (corpy)Pt(dpm).

(A =581 nm)

transition %  assignment

120 => 121 88.9 MLCT
120 => 122 28 MLCT
119 => 121 3.0 LC
119 => 122 19 LC
118 => 121 34 ML’LCT

91.7% MLCT, 4.9% LC, 3.4% ML’LCT

Figure S23. Molecular orbitals for S; — T; transition of (corpy)Pt(dpm).

121 (-2.14eV) 122 (-1.68 eV)

120 (-557¢eV) 119 (-5.99 eV)
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Table S2. Orbital contributions calculated for So — T; transition of (corpy)Ir(ppz)..

(corpy)Ir(ppz)2 A-P (A =558 nm)

(corpy)Ir(ppz), A-M (A =565 nm)

transition %  assignment transition %  assignment
168 => 169 114 L’LCT 168 => 169 45 L’LCT
168 => 170 1.2 L’LCT 167 => 169 77.7 MLCT
167 => 169 674 MLCT 167 => 170 74 MLCT
167 => 170 6.6 MLCT 166 => 169 34 L’LCT
166 => 169 74 L’LCT 165 => 169 21 MLCT+LC
165 => 170 13 MLCT+LC 165 => 170 13 MLCT+LC
164 => 169 4.7 MLCT +LC 163 => 169 35 MLCT+LC

80.0% MLCT, 20.0% L’LCT

91.1% MLCT, 8.9% LLCT

Figure S24. Molecular orbitals for S; — T; transition of (corpy)Ir(ppz), A-P.

169 (-1.79 &V)

170 (-1.48 eV)

168 (-5.06 eV)

o

166 (-5.67 eV)

165 (-5.82 eV)
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Figure S25. Molecular orbitals for S; — T; transition of (corpy)Ir(ppz), A-M.

169 (-1.76 6V) 170 (-1.44 eV)

168 (-5.06 eV) 165 (-5.79eV) 163 (-5.89 eV)

Table S3. Orbital contributions calculated for So — T transition of (phenpy)Ir(ppz)..

(phenpy)Ir(ppz). A-P (A =546 nm) (phenpy)Ir(ppz). A-M (A = 565 nm)

transition 9%  assignment transition %  assignment

150 => 151 25.0 L’LCT 150 => 151 76.5 MLCT
149 => 151 69.2 MLCT 150 => 154 21 MLCT
149 => 154 1.7 MLCT 149 => 151 188 L’LCT
148 => 151 19 L’LCT 148 => 151 25 L’LCT
146 => 151 21 L’LCT

70.9% MLCT, 29.1% L’LCT 78.6% MLCT, 21.4% L’LCT
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Figure S26. Molecular orbitals for S; — T; transition of (phenpy)Ir(ppz). A-P.

154 (-0.69 eV)

150 (-5.046V) 149 (-5.08eV) 148 (-5.65eV) 146 (-5.82 eV)

Figure S27. Molecular orbitals for S; — T; transition of (phenpy)Ir(ppz), A-M.

151 (-1.44eV) 154 (-0.65 eV)

149 (-5.16 6V) 148 (-5.73eV)

S24



