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Figure S1. '"H NMR of 2-bromo-5-formylpyridine.

3
3
3
3
3

[ORORORNONG)
[aNalalalya
(%) — NN H (ORORONONS)
® aN O oMM -
o N NOoo —0oVITANO ~a
[oe] n < Mm MmN o N © o
\ Vo VN 7 i el
LMWV‘J | L//
s A i sl g My S
2 158 154 150 146 142 138 13¢ 130 126 122 118 14 110 106
ppm
| 1 ]
Vs A PR bttt A AN ! IO i
200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 O

ppm

Figure S2. °C NMR of 2-bromo-5-formylpyridine.

S2



1
L “ F 0_
BN r PO TZI—
e - FR ol T
[ ©
|~ N SSLZT—
2 n
MMMH f,. =4 e ——— 50T - 0S'0ET—
1 o L2 .
b rf o8 HMM 801 - vEEE
Qe T— ~ ”J@iv._”.m n €59
| w [ N 88LET~
06y | - o o,.m L
._”m”m\ [l ——— F1re ™~
eoe ! | o L £10aD 8
60'8 @ £1Ddd Hmhm.mvﬂ\
st L _ Lo 2 i 2Dad €
a's 4 n
< F < £L°05T—
e L m. SHEST—
o
L M 5
[
.ﬁm“wv ﬁ Wm — vvvm 0 H .
gzsy °F ] nlia N : bOTZT
€5/ e n o S5 /2T
95°L ro =y 0S°0ET
b L m.. PEEET ~
/92 I : £€5°9¢T M
06°L 531/ 28 ) o1l ¥ o 88°/ET
16°L — o~ |2 = o1 ~ m LTSHT7
/R = [Ee Sirat I LL:0ST
of _|<* > SbEST
60'8 . s L 0 1 =
60°'8 we® fwm ol @ o
178 i >
48] Z
. n
15'8 L0 T
z5°8 . o
Z0°0T — — oS 00Tk n
n = TET6T —
. =
F O an
Ll o —
S5

20 10
S3

30

(T, NSRS DU, SO
ppm
70 60 50 40

80

ppm

57 155 153 151 149 147 145 143 141 139 137 135 133 131 129 127 125 123 121 119 117

N

200 190 180 170 160 150 140 130 120 110 100 90

Figure S4. °C NMR of 4-CHO-mppy.
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Figure S5. '"H NMR of 3-CHO-mppy.
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Figure S6. °C NMR of 3-CHO-mppy.
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Figure S7. '"H NMR of 4-CHO-fppy.
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Figure S8. °C NMR of 4-CHO-fppy.
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Figure S11. "H NMR of complex 1a.

Mm w.ﬂ S8'6IT

S8~
09'€2T~

2102ad 68'CS
2102ad 9T°eG v’

T L9EET

L9°ES
ZI02dd 0L°€S
¢l02dd L6'ES

ept—

LY'BET—

vT0ST—
98'TST—

LT'p9T-

§8'61T
58'2CT|
09°€2T~
PO TET
L9EET~
@@.mmﬂ
LYSET)
TLEbT

vu.omQ
98'T5T

LTH9T—

6T'C6T—

o U e o i o

Wi

WVWWMMWMMNL«M»]MnW

160 155 150 145 140 135 130 125 120 115

165

ppm

30 20 10

40

60 50

80 70

200 190 180 170 160 150 140 130 120 110 100 90

Ppm

Figure S12. "C NMR of complex 1a.
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Figure S13. "H NMR of complex 1b.
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Figure S14. "C NMR of complex 1b.
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Figure S18. °C NMR of complex 2b.
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Figure S19. Comparison of 'H NMR between 4-CHO-mppy and complex 1a.
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Figure S23. Normalized absorption and emission spectra of complex 1a.
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Figure S24. Normalized absorption and emission spectra of complex 1b.
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Figure S25. Normalized absorption and emission spectra of complex 2a.
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Figure S26. Normalized absorption and emission spectra of complex 2b.
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Figure S27. Calculated absorption spectra for 1a

S15



250000 . . . . . . . 0.4
|
rl'\fl
|| 1 0.35
200000 |
4 0.3
1 0.285 5
150000 o
% g 1 0.2 ;
100000 o
’| 1 0.5 &
|
4 0.1
50000 | /1N
UI 1 / \
| \ 4 0.05
Mﬂ \\/% ak
0 ST AN e AN 0
200 250 300 350 400 450 500 550 600
Wavelength (nm)
Figure S28. Calculated absorption spectra for 2a
Table S1. Relevant absorption data for 1a-2b
Complex Aabs/nm (e x10*/ M em™) Eoo(eV)
261 (8.00), 281 (5.00), 303 (3.12), 338 (1.35), 356 2.49
Ir(epy):Cll2 (1 10) 403 (0.66), 454 (0.40), 481 (0.11)
1a 284 (8.12), 309 (6.92), 330 (4.81), 381 (0.97), 406 2.38
(0.76), 485 (0.50)
1b 267 (7.60), 304 (4.31), 328 (3.22), 368 (1.70), 397 2.58
(0.73), 445(0.32), 468 (0.07)
’a 264 (5.33), 300 (6.92), 327 (7.61), 350sh (4.49), 2.10
427 (0.88), 539 (0.65)
b 268 (6.21), 311 (9.78), 336 (5.75), 410sh (0.84), 2.33

437 (0.65), 485 (0.70)
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Figure S29. CV trace of complex [Ir(ppy).Cl]..
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Figure S30. CV trace of complex 1a [Ir(4-CHOmppy).Cl]..
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Figure S31. CV trace of complex 1b [Ir(3-CHOmppy),Cl],.
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Figure S32. CV trace of complex 2a [Ir(4-CHO-fppy).Cl]..
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Figure S33. CV trace of complex 2b [Ir(3-CHO-fppy).Cl],.
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