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Figure S1. FTIR spectra of M1 — M4 before and after heating.
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Figure S2. Normalized absorption and fluorescence spectra of M1 — M4 in chloroform solutions.
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Figure S3. (a) Cyclic voltammograms of M1 — M4 in solution containing tetrabutylammonium
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hexafluorophosphate electrolyte (~0.1 M in DCM) calibrated against ferrocene reference. (b) Cyclic

voltammograms of electrochromic devices (ECDs) containing pre- and post-heated M1 — M4.
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Figure S4. Normalized absorption spectra of M1 — M4 thin films before and after heating.
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Figure S5. Chronoabsorptometry studies: Transmittance changes of heated M1 — M4 at 715, 930,
505, and 875 nm, successively, recorded upon switching at + 2.0 V at different time intervals (A?).
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Figure S6. EC switching stability studies of M2 at applied voltages of £ 2.0 V and A¢ of 30 s.
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Figure S9. Fluorescence intensity changes of heated (a) M1, (b) M2, (c) M3, and (d) M4 at 500, 500,
510, and 535 nm, respectively, with applied voltages of £2.0 V at At of 30 s.
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Figure S10. Fluorescence intensity changes of heated M2 at 500 nm with applied voltages of £2.0 V
at different At s.
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Figure S11. Fluorescence intensity changes of heated (a) M3 and (b) M4 at 510 and 535 nm,
respectively, with applied voltages of -2.2 / +1.6 and -2.2 / +1.8 V, at At of 30 s.

Table S1. Fluorescence quantum yield (®r) of EFC devices

Compound Treatment of coated substrate ~ Ap. (nm)  @Pp at 0.0V (%)  Dpat +2.0 V (%)

M1 Without Heating 438 5.08 0.92
With Heating 503 3.25 0.12
M2 Without Heating 467 2.08 1.57
With Heating 500 5.13 343
M3 Without Heating 510 3.34 2.39
With Heating 525 1.39 0.03
M4 Without Heating 534 6.29 0.94
With Heating 535 4.51 0.37




ANNEX 1: NMR Spectroscopy
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Figure S12. '"H NMR of M1 in CDCl;
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Figure S13. *C NMR of M1 in CDCl;
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Figure S15. C NMR of M2 in CDCl;
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Figure S18. '"H NMR of compound 2 in THF-d8
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Figure S19. °C NMR of compound 2 in THF-d8
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Figure S20. '"H NMR of M3 in THF-d8
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Figure S22. '"H NMR of M4 in THF-d8
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ANNEX 2: High Resolution Mass Spectrometry (HRMS)

Compound Table

Label Tgt Score Ma(:::;or Tgt Formula Obs. RT Ref. Mass Obs. Mass
Cpd 1: C24 H21 N; 0.108 96.78 0.33 C24 H21 N 0.108] 323.1674] 323.16751
Tgt Mass .
Obs. m/z Obs. RT Obs. Mass Tgt Formula Tgt Mass Error ;:"d Cgld s
(ppm) gorrm
324.1748 0.108 323.16751 C24 H21 N 323.1674 0.33 Find by Formula

Compound Chromatograms

x10 2 |Cpd 1: C24 H21 N; 0.108: + EIC(323.1669, 324.1747, 346.1566) Scan MH681_THF.d
14 1 0.108 1
12895321
08 |/
\
064 |
044 |
024 |
0 l.“" T — — | —
0.1 015 02 025 03 035 04 045 05 055 06 065 0.7 075 08 0.8 09 095
Counts (%) vs. Acquisition Time (min)
Figure S24. HRMS of M1
Compound Table
Label Tgt Score Ma(:spﬁ:;o " Tgt Formula Obs. RT Ref. Mass Obs. Mass
Cpd 1: C42 H33 N; 0.888 94.65 0.95 C42 H33 N 0.888| 551.2613 551.26182
Tgt Mass -
Obs. m/z Obs. RT Obs. Mass Tgt Formula Tgt Mass Error ;:nd C&d s
(ppm) gortthm
551.2609 0.888 551.26182 C42 H33 N 551.2613 0.95 Find by Formula
Compound Chromatograms
x10 2 |Cpd 1: C42 H33 N; 0.888: + EIC(551.2608, 552.2641) Scan MH680_ACN.d
14 1 0.888 1
0.082 e gy 1): T2 e
232875 _—
0.8 1 A Y
0.157 % 4
0.6 1 73904 _—
[ o,
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Figure S25. HRMS of M2
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Compound Table
Label Tgt Score Ma(:spﬁ:)ror Tgt Formula Obs. RT Ref. Mass Obs. Mass
Cpd 1: C16 H15 N; 0.095 98.38 -0.4 C16 HIS N 0.095 221.12045 221.12036
Tgt Mass .
Obs. m/z Obs. RT Obs. Mass Tgt Formula Tgt Mass Error ::;:r(l:g\ﬁ
(ppm)
222.1277 0.095 221.12036 C16 HIS N 221.12045 -0.4 Find by Formula
Compound Chromatograms
x10 2 Cpd 1: C16 H15 N; 0.095: + EIC(221.1199, 222.1277, 244.1097) Scan MH688_THF.d
14 1 0.095 1
42600881
os{ [
064 |\
\\\
0.4 ‘; \
02 | \\
01 015 02 025 03 035 04 045 05 055 06 065 07 075 0.8 085 09 095

Counts (%) vs. Acquisition Time (min)

Figure S26. HRMS of compound 1.

Compound Table
Label Tgt Score Ma(:spﬁ:;or Tgt Formula Obs. RT Ref. Mass Obs. Mass
Cpd 1: C28 H23 N; 0.165 97.94 -1.01 C28 H23 N 0.165 373.18305] 373.18267
Obs. m/z Obs. RT Obs. Mass Tgt Formula Tgt Mass T?%E:?)SS ‘F\:;gr?g‘d;
374.19 0.165 373.18267 C28 H23 N 373.18305 -1.01 Find by Formula

Compound Chromatograms

«10 2 |Cpd 1: C28 H23 N; 0.165: + EIC(93.2952, 93.5460, 94.3030, 94.5539 ...) Scan MH693_THF .d
11 0.165 1
225904
0.8 -
064 |
.
0.4 NN
| T
02 | SN
‘ B ,j,f 7777 D
o 0
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Figure S27. HRMS of compound 2.
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Compound Table

Label Tgt Score Ma(:spE:;or Tgt Formula Obs. RT Ref. Mass Obs. Mass
Cpd 1: C90 H72 N4; 0.077 62.46 -4.35 C90 H72 N4 0.077 1208.5757| 1208.57044
Tgt Mass .
Obs. m/z Obs. RT Obs. Mass Tgt Formula Tgt Mass Error ;:nd (_It|;ds
(ppm) gortthm
1209.5779 0.077 1208.57044 C90 H72 N4 1208.5757 -4.35 Find by Formula

Compound Chromatograms

x10 2 |Cpd 1: C90 H72 N4; 0.077: + EIC(1208.5751, 1209.5784, 1209.5830, 1210.5817 ...) Scan MH689
1 10.077 1
1205552
0.8 1
06 | “:‘
\ |
044 | N\
. N
| \
024 | \
| N\
[ |
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Counts (%) vs. Acquisition Time (min)
Figure S28. HRMS of M3.
Meas. m/z # Formula Calc. Mass Err [ppm]
1816.8229 1 C138 H104 N4 1816.8256 1.49
x10 2 [*APCI Scan (rt: 0.078-0.128 min, 4 scans) Frag=175.0V MH694-b.d
b= ™
&1 ] o ©
©Q © ™
~ © =
6 ©® ® o
(] 0 ©
N = S N
44 & - N
© e <
- & -
= | ©® 0®
24 4 l‘ -
0 dalube nl\ﬂ Jubd o IRV WS T PEVILY o bt DALl L’ gl U it Py Sl tian b s LN Lt
1812 1813 1814 1815 1816 1817 1818 1819 1820 1821 1822 1823 1824 1825 1826 1827

Counts vs. Mass-to-Charge (m/z)

Figure S29. HRMS of M4.
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