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1. Optimization studies
Table S1 Optimization of H- sources?

Ph o
N = Ir(ppy)s (1 mol %)
o N;}Ph * ©/+ " S0Ur%e "DAA, 1, 16 1, blue LEDS cy
Ph BF, Cl —
3.0 equiv 2a 7.0 equiv 3a
Entry H- source Yield% (Z/E)
1 Hantzsch ester 32(78:22)
2 CySH 0
3 EtSiH 0

athe 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)s(10 uM)

B) Ir(ppy)3(10 uM) and 1a (20 mM)

C) Ir(ppy)3(10 uM) and DIPEA (20 mM)

Ir(ppy);
Ir(ppy);+1a
Ir(ppy),+DIPEA
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° o o o
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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)

0.5
1a
1a+DIPEA
0.4 4 DIPEA
§ 0.3 {
m
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[e)
(2]
e
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Wavelength (nm)

Figure S2. UV/Vis absorption spectra of 1a.
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3. NMR Spectra
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl,)
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1H NMR (400 MHz, CDCl5)

[~ 7500

7000

6500

[~ 6000

5500

[~ 5000

4500

4000

[~ 3500

3000

[~ 2500

2000
1500
[~ 1000

500
=500

—<t
8 g; 8000

90}
L9
cee’
1sc”
I6C"
8€¢”
L8V
9¢S ¢
IS¢
LSS C
0LG°C
€8G9 °¢C
86S ¢
vi9¢

—FrrrrrTrT T

e 5=

¥9S 'S \
¢6S 'S 7
m_.o.m

v 9+
0S¥ 9/
65k L,
eLL LA
wnr.nkw
Z6L L]
L6L L)
rAYAIR
GlLZ L]
0€Z "L/
€€z L]
092 'L |
6.2 L]
TR
LSE L]
09¢ °L’

sl

Cl

3d

e = G

wnnnwwoo

|
M

I
o
o

A
oM LD
[=X =]

5.0
f1 (ppm)

5.5

-

13C NMR (100 MHz, CDCl,)

18000

= 17000
[~ 16000
= 15000

I 14000

13000

12000

[~ 11000

10000

[~ 9000

8000
7000

6000

5000

[~ 4000

3000

[~ 2000

1000

1000

ove 22
L0822
09Z €2
80L €2
€98 €2
ZG6€ 0€ —
861 28/

LIL9L \
¥€0°LL 7
NmmNh

¥ZlL 9Cl
€¥6 'LC1
L8] .ow—w
8GS .omv\
css .mmr\

89¥ SCI /
\

L8G 9€1
L00 0v1

Cl

3d

100

f1 (ppm)

110

190 180 170 160 150 140 130

200

S8



'H NMR (400 MHz, CDCl;)
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'H NMR (400 MHz, CDCl;)
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl5)
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'H NMR (400 MHz, CDCl;)
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1H NMR (400 MHz, CDCl5)

ADOMNNOAN ANM ~NOMm ON FOrdtM ~ANOOT“—INDILON
ONVNOANTNO OM Mr—00 T NIOANAN ONOOLMONO
FONNNT— I ©COow DO ONNOMDLD WO
RRNNNNNN OO 1651610 GO BAONN e e
e N ~I— SN N
0

Cl —

3k

!

|

<¥=) S = b K = )

oo o o o o o -—
e L S i
10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 1.5 1.0 3.5 3.0 2.5 2.0 L5 1.0 0.5 0.0

f1 (ppm)
13C NMR (100 MHz, CDCl;)

NANNOO WO IO

ONOLONIOOO NS IS T ™

N6 oIS 05 o0 O LD e . t

0O MONOMOANNANN NSO Iy <N

bl ol ol ol S NSNS [{e) (a2 Xor]

—— — | N
Cl —

3k
o
|
l‘
‘ b b b b, h
200 %0 150 70 160 150 o 150 ;S o ‘ % 5 70 6 %0 o 1 20 o 0

100
f1 (ppm)

S15

|- 10000

9000

[~ 8000

7000

6000

[~ 5000

4000

[~ 3000

2000

1000

[~ 17000

I 16000

[~ 15000

I 14000

13000

12000

11000

[~ 10000

9000

[~ 8000

7000

6000

[~ 5000

4000

[~ 3000

2000

[~ 1000

o

= -1000




'H NMR (400 MHz, CDCl;)
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl5)
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'H NMR (400 MHz, CDCl;)
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl5)
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1H NMR (400 MHz, CDCl5)
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