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Table S1. Photophysical data of componds 1a-3a and their complexes 1b-3b.

Compound  Solvents Nabs " /nm Aem/NM Stokes OF
shift®/nm

la Cyclohexane 371 550 179 <0.01
Toluene 370 551 181 <0.01
Ethyl acetate 363 550 187 <0.01
Chloroform 369 548 179 <0.01
Dichloromethane 366 550 184 <0.01

2a Cyclohexane 375 569 194 <0.01
Toluene 376 569 193 <0.01
Ethyl acetate 368 580 212 <0.01
Chloroform 375 579 204 <0.01
Dichloromethane 375 583 208 <0.01

3a Cyclohexane 383 550 167 <0.01
Toluene 381 552 171 <0.01
Ethyl acetate 370 549 179 <0.01
Chloroform 378 551 173 <0.01
Dichloromethane 375 550 175 <0.01

1b Cyclohexane 400 494, 517 94 0.15
Toluene 399 535 136 0.19
Ethyl acetate 387 586 199 0.02
Chloroform 405 577 172 0.09

Dichloromethane 401 605 204 0.01




2b Cyclohexane
Toluene
Ethyl acetate
Chloroform
Dichloromethane
3b Cyclohexane
Toluene
Ethyl acetate

Chloroform

395

412

397

416

412

428

415

395

418

502, 526

532

588

599

615

514, 543

563

607

621

107

120

191

183

203

86

148

212

203

0.11

0.25

0.01

0.03

<0.01

0.22

0.16

<0.01

<0.01

& Calculated from the difference of Aem and Aabs
® Fluorescence quantum yields were determined by a standard method with
diphenylanthracene in benzene (®F = 0.85, kex = 390 nm) as reference.
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Fig. S1 Normalized fluorescence emission spectra of 1a (a), 1b (b), 2a (c), 2b (d), 3a
(e) and 3b (f) in different solvents (1.0 x 10™°M, Aex = 390 nm).

(B3LYP/6-31G level) on Gaussian 09 software.
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Fig. S2 The optimized configurations for 3a calculated by the DFT method
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Fig. S3 XRD pattern of xerogel 3b obtained from cyclohexane.
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Fig. S4 *H NMR spectra of 3a in the absence (a) as well as in the presence of 1.0
equiv. (b) and 2.0 equiv. (c) of TBAF.
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Fig. S5 UV-vis absorption (a) and fluorescence emission (b, Aex = 380 nm) spectra of
3a (1.0 x 10° M) in the presence of various tetrabutylammonium anions (4 equiv.) in
THF; Photos of 3a in THF in the presence of 4 equiv. anions under daylight (c) and
UV irradiation at 365 nm (d).
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Fig. S6 Fluorescence intensity at 567 nm for 3a (1.0 x 10° M) in THF upon the
addition of 4 equiv. of CI, Br, I' and HSO4 (blue bar, from left to right) and
fluorescence intensity at 567 nm for 3a (1.0 x 10° M) in THF upon the addition of 4
equiv. of F in presence of 4 equiv. of CI', Br, I'and HSO4 (red bar, from left to
right).
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Fig. S7 UV-vis absorption (a) and fluorescence emission (b, Aex = 390 nm) spectra of
1a (1.0 x 10 M) in the presence of various tetrabutylammonium anions (4 equiv.) in
THF; Photos of 1a in THF in the presence of 4 equiv. anions under daylight (c) and
UV irradiation at 365 nm (d).
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Fig. S8 UV-vis absorption (a) and fluorescence emission (b, Aex = 410 nm) spectra of
2a (1.0 x 10 M) in the presence of various tetrabutylammonium anions (4 equiv.) in
THF; Photos of 2a in THF in the presence of 4 equiv. anions under daylight (c) and
UV irradiation at 365 nm (d).



Fig. S9 Photos of organogel 3a in n-heptane in the presence of 4 equiv. anions under
daylight (a) and UV irradiation at 365 nm (b).
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Fig. S10 UV-vis spectra of 1b (a) and 3b (b) in as-prepared crystal and ground
powders.
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Fig. S11 XRD patterns of compound 1b in different solid states.
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Figure S12. DSC thermograms of 1b (a) and 3b (b) in as-prepared crystal (black line)
and ground powder (red line) under nitrogen atmosphere at a heating rate of 10
°C/min.
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Fig. S13 *H NMR (400 MHz, CDCls) spectrum of 1a.
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Fig. S14 °C NMR (100 MHz, CDCls) spectrum of 1a.



Reflectron Mode
Data: LR-42-Ln0001.116 7 Jun 2016 13:07 Cal: 12 Jun 2016 15:35

Kratos PC Axima CFRV2.3.1: Mode default_linear_neg, Power: 85, P.Ext. @ 574 (bin57)
%Int. 1060 mV[sum= 36052 mV] Profiles 8-41 Unsmoothed -Baseline 75
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Fig. S15 MALDI/TOF MS spectrum of 1a.
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Fig. S16 'H NMR (400 MHz, CDCls) spectrum of 2a.
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Fig. S17 *C NMR (100 MHz, CDCls) spectrum of 2a.

Reflectron Mode
Data: LR-40-Ln0001.K16 7 Jun 2016 13:07 Cal: 12 Jun 2016 15:05

Kratos PC Axima CFR V2.3.1: Mode default_linear_neg, Power: 90, P.Ext. @ 578 (bin 57)
Ylnt. 427 mV[sum= 11102 mV] Profiles 1-26 Unsmoothed -Baseline 75
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Fig. S18 MALDI/TOF MS spectrum of 2a.
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Fig. S19 *H NMR (400 MHz, CDCl3) spectrum of 3a.



oo

;-E [ =]

(2 &S 11000
900
+800

FaC {
(O ™
O CF:, |
4 +600
NO-
e
+500
+400
300
200
+100
)
+-100
165 155 145 135 125 115 108 95 85 78 65 55 45 38
fl (ppm)
: 13
Fig. S20 ~°C NMR (100 MHz, CDClIs) spectrum of 3a.

Reflectron Mode

Data: LR-37-L0001.N13 8 Apr 2016 14:38 Cal: 8 Apr 2016 16:19

Kratos PC Axima CFRV2.3.1: Mode default_linear, Power: 93, P.Ext. @ 686 (bin57)

%int. 448 mV[sum=9853mV] Profiles 1-22 Unsmoothed -Baseline 75
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Fig. S21 MALDI/TOF MS spectrum of 3a.
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Fig. S22 'H NMR (400 MHz, CDCl3) spectrum of 1b.
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Reflectron Mode
Data: LR-43-Ln0001.H16 7 Jun 2016 13:09 Cal: 12 Jun 2016 15:32

Kratos PC Axima CFRV2.3.1: Mode default_linear_neg, Power: 105, P.Ext. @ 622 (hin57)
%int. 794 mV[sum= 16681 mV] Profiles 30-50 Unsmoothed -Baseline 75
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Fig. S24 MALDI/TOF MS spectrum of 1b.
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Fig. S25 'H NMR (400 MHz, CDCl3) spectrum of 2b.
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Fig. $26 *C NMR (100 MHz, CDCls) spectrum of 2b.

Reflectron Mode
Data: LR-41-Ln0001.J16 7 Jun 2016 13:05 Cal: 12 Jun 2016 15:18

Kratos PC Axima CFRV2.3.1: Mode default_linear_neg, Power: 90, P.Ext. @ 626 (bin57)
%lnt. 833mV[sum= 14154 mV] Profiles 14-30 Unsmoothed -Baseline 75
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Fig. S27 MALDI/TOF MS spectrum of 2b.
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Fig. S28 'H NMR (400 MHz, CDCl3) spectrum of 3b.
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Fig. S29 *°C NMR (100 MHz, CDClIs) spectrum of 3b.
Reflectron Mode
Data: LR-45-Ln0001.J15 29 Apr 2016 11:30 Cal: 6 Jun 2016 20:04
Kratos PC Axima CFRV2.3.1: Mode default_linear_neg, Power: 95, P.Ext. @ 658 (bin57)
%lnt. 1149 mV[sum=19530 mV] Profiles 1-17 Unsmoothed -Baseline 75
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Fig. S30 MALDI/TOF MS spectrum of 3b.



