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Figure S1. "H NMR spectrum of 2-(2,4-Difluorophenyl)pyridine (dFppy) in CDCl;.
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Figure S2."°C NMR spectrum of 2-(2,4-Difluorophenyl)pyridine (dFppy) in CDCl;.
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Figure $3."”F {'"H} NMR spectrum of 2-(2,4-Difluorophenyl)pyridine (dFppy) in CDCl.
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Figure S4. "H NMR spectrum of 1H,1'H-2,2’-biimidazole (biim) in DMSO-d.
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Figure $5."°C NMR spectrum of 1H,1'H-2,2’-biimidazole (biim) in DMSO-d;.
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Figure S6. "H NMR spectrum of 1,1'-Dimethyl-2,2’-biimidazole (dMebiim) in CDCl;.
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Figure S$7."°C NMR spectrum of 1,1'-Dimethyl-2,2’-biimidazole (dMebiim) in CDCl;.
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Figure S8. 'HNMR spectrum of 1,1'-(a,a’-0-Xylylene)-2,2’-biimidazole (oXylbiim) in DMSO-d.
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Figure S9. BC NMR spectrum of 1,1'-(a,a’-0-Xylylene)-2,2’-biimidazole (oXylbiim) in DMSO-d.
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Figure $10. 'H {"’F} NMR spectrum of [(dFppy),Ir(biim)](PFy), 1, in DMSO-ds.
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Figure S11. F {'"H} NMR spectrum of [(dFppy),Ir(biim)](PFy), 1, in DMSO-ds.
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Figure $13. F {'"H} NMR spectrum of [(dFppy),Ir(dMebiim)](PF), 2, in DMSO-d.
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Figure S14. 'H {"’F} NMR spectrum of [(dFppy),Ir(Xylbiim)](PFy), 3, in DMSO-d; at 364 K.
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Figure $15. ’F {'"H} NMR spectrum of [(dFppy)Ir(Xylbiim)](PFg), 3, in DMSO-ds.
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Figure S16. Summary of photophysical data for complex 1, [(dFppy).Ir(biim)](PFs). Normalised
absorption spectra in HPLC grade MeOH. Normalised excitation and 298 K emission spectra in

HPLC grade MeOH. Normalised 77 K emission spectra, in 1:1 MeOH/EtOH glass.
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Figure S17. Summary of photophysical data for complex 2, [(dFppy).Ir(dMebiim)](PF).

Normalised absorption spectra in HPLC grade MeOH. Normalised excitation and 298 K

emission spectra in HPLC grade MeOH. Normalised 77 K emission spectra, in 1:1 MeOH/EtOH

glass.
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Figure S18. Summary of photophysical data for complex 3, [(dFppy)Ir(Xylbiim)](PF).
Normalised absorption spectra in HPLC grade MeOH. Normalised excitation and 298 K
emission spectra in HPLC grade MeOH. Normalised 77 K emission spectra, in 1:1 MeOH/EtOH

glass.
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Table S1: Summary of molar absorptivities for complexes 1 —3. “

Compound  Absorption at 298 K [Molar Absorptivities (x10* M cm™)] ¢

1 245[3.5],264 [2.7],300 [1.4], 365 [0.3], 420 [0.05], 445 [0.01]
2 253 [3.1],279* [2.6],303* [1.7],316* [1.3], 370 [0.4], 422* [0.07], 450 [0.02]
3 251 [4.0],279* [3.2],314* [1.8], 368* [0.5], 420 [0.07], 450 [0.02]

“ All measurements performed in HPLC grade MeOH
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Figure S19. Experimental (red) and calculated UV-Vis spectrum (blue — fwhm = 1000 cm™)

obtained from TDDFT calculations with the corresponding vertical excitations (green) for 1.
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Figure S20. Experimental (red) and calculated UV-Vis spectrum (blue — fwhm = 1000 cm™)

obtained from TDDFT calculations with the corresponding vertical excitations (green) for 1.
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Figure S21. Experimental (red) and calculated UV-Vis spectrum (blue — fwhm = 1000 cm™)

obtained from TDDFT calculations with the corresponding vertical excitations (green) for 1.
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