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1. Optimization studies
Table S1 Optimization of H sourcesa

N

BF4

+

Cl

2a 3a

DMA, rt, 16 h, blue LEDs
Ir(ppy)3 (1 mol %)

3.0 equiv
Cl

Cy

Ph

Ph

Ph

Cy + H source

7.0 equiv

Entry H source Yield% (Z/E)
1 Hantzsch ester 32(78:22)
2 CySH 0
3 Et3SiH 0

a the reaction scale was 0.1mmol. Isolated yields of Z/E mixtures and the Z/E ratio were determined by 1H NMR.

2. Mechanisitic Studies
2.1 Luminescence Quenching Experiments
A) Ir(ppy)3(10 M)
B) Ir(ppy)3(10 M) and 1a (20 mM)
C) Ir(ppy)3(10 M) and DIPEA (20 mM)

Figure S1. Luminescence Quenching Experiments
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2.2 UV/Vis absorption spectroscopy
A) 1a (0.20 M)
B) Mixture of 1a (0.20 M) and DIPEA (0.60 M)
C) DIPEA (0.60 M)

Figure S2. UV/Vis absorption spectra of 1a.
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3. NMR Spectra
1H NMR (400 MHz, CDCl3)

0.00.51.01.52.02.53.03.54.04.55.05.56.06.57.07.58.08.59.09.510.0
f1 (ppm)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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1H NMR (400 MHz, CDCl3)
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