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A. UV-Vis spectra
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Figure S1. UV-vis spectrum of Ir[(TpOMePC)](tcep) in methanol.

2.5 1

1.5 1

ex 104 (M Tcecm™)

0.5 -

0

300 350 400 450 500 550 600 650 700 750 800
A (nm)

Figure S2. UV-vis spectrum of Itf{ TpOMePC](tppts) in methanol.
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Figure S3. UV-vis spectrum of Ir[ TpCF3PC](tcep) in methanol.
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Figure S4. UV-vis spectrum of Ir[ TpCF3PC](tppts) in methanol.
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B. ESI Mass spectra
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Figure S5. Negative-mode ESI mass spectra of Ir[TpOMePC](tcep).
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Figure S6. Negative-mode ESI mass spectra of Ir[TpOMePC](tppts) (Z=1). Contd.
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Figure S6 (contd.). Negative-mode ESI mass spectra of It TpOMePC](tppts) (Z=2 and 3).
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Figure S7. Negative-mode ESI mass spectra of Ir[(TpCF3PC)](tcep).
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Figure S8. Negative-mode ESI mass spectra of Irf[TpCF3PC](tppts) (Z=1). Contd.

S8



100- 7100323 NL:
5.94E6
] ITpCF3PCPPh3SO3H_neg#1-5 RT: 0.01-0.12
90 AV:5T: FTMS - p ESI Full ms
1 [300.00-2000.00]
80
70]
| 710.5337
60
50] 709.0314
403 721.0228
30]
] 721.5241
204 711.0343 720.0216
107 08,5280 7115324 719.2687 722.0252
B ’ 712.0335 718.0209 | 7225219 7255402
0 L L .
1002 710.0322 ;1L73 o
] ICsg H3z Fg N4 Og PS3*1.00 +
90 IrCsg Haz Fg N4 Og PS3 Na*0.50: p (gss, s /p:40)
+ Chrg -2
o] R: 65000 Res .Pwr . @FWHM
70]
1 7105336
607
50: 709.0310 721.0232
309 711.0333 721.5246
] 720.0220
207
1 722.0243
1 7115336
109 722.5246
1 712.0336
P P e e 1 L ‘172‘*3’0‘246 R
706 708 710 712 714 716 718 720 722 724 726
m/z
473.0192 NL:
1003 1.10E7
e IrTpCF3PCPPh3SO3H_neg#1-5 RT: 0.01-0.12 AV: 5
B T: FTMS - p ESI Full ms [300.00-2000.00]
80—
705 473.3532
607
507 4723522
404 4726865 473.6862
303
20
B 474.0197
104
E 474.3529
| 4
0 473.0191 NL:
100 7.36E3
90— IrCsg Haz Fg N4 Og PS3*1.00: p (gss, s /p:40) Chrg -3
3 R: 124000 Res .Pwr . @FWHM
804
703
B 473.3534
60—
E 472.3516
507
405 472.6860
30
B 473.6874
20
109 474.0192
E h 474.3532
07\\\\\\\\\\\\\\\\\\\\\\\\\\\A\\\\\\\
471.5 472.0 472.5 473.0 473.5 474.0 474.5 475.0
m/z

Figure S8 (contd.). Negative-mode ESI mass spectra of It TpCF3PC](tppts) (Z=2 and 3).
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C. NMR spectra
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Figure S9. '"H NMR spectrum of IrfTpOMePC](tcep) in methanol-das.
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Figure S10. '"H-"H COSY of IrfTpOMePC](tcep) in methanol-ds. Top: close-up of aromatic

area; bottom: close-up of ligand area.
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Figure S11. "H NMR spectrum of IffTpOMePC](tppts) in DMSO-ds.
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Figure S13. "H NMR spectrum of Ir[TpCF3PC](tcep) in methanol-ds.
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Figure S15. "H NMR spectrum of Ir[TpCF3PC](tppts) in methanol-da.
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Figure S16. 'H-"H COSY of Irf[TpCF3PC](tppts) in methanol-da.
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