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Table S1. Photophysical data of BF,-TT-CN, BPh,-TT-CN, BF,-TT and BPh,-TT
in different solvents.

solvent Aaps (nm) | €™M ecm™) | Aep (nm) | Avg(cm™) D
cyclohexane | 293,456 60900 506 2167 0.380
toluene 293,457 58600 543 3466 0.289
BF,-TT- THF 292,451 56000 596 5394 0.026
CN DCM 293, 457 57900 603 5298 0.039
DMF 290, 452 51800 612 5784 0.005
Acetonitrile | 289, 447 55900 618 6190 0.004
cyclohexane | 288,451 55200 498 2093 0.392
toluene 292, 458 52400 524 2750 0.365
BPh,- THF 288, 451 50900 564 4442 0.142
TT-CN DCM 291, 454 51300 571 4513 0.169
DMF 449 47400 600 5605 0.005
Acetonitrile 445 50300 606 5970 0.008
cyclohexane 431 57100 474 2105 0.553
toluene 436 51800 496 2774 0.458
THF 434 52100 526 4030 0.420

BF,-TT

DCM 448 53600 545 3973 0.354
DMF 445 50900 568 4866 0.048
Acetonitrile 448 54200 575 4930 0.036
cyclohexane 442 45500 489 2175 0.389
toluene 446 51700 497 2301 0.334
BPh,-TT THF 444 50800 506 2760 0.475
DCM 446 52200 520 3191 0.451
DMF 444 48800 528 3583 0.354
Acetonitrile 440 52800 530 3859 0.378

a. AVg = Vaps-Vem- D. The fluorescence quantum yield (®f) was measured using fluorescein (©=0.79
in 0.1 M sodium hydroxide water solution) as standard.

Table S2. Dihedral angles between boron chelate ring A and phenyl ring B.
BF,-TT-CN BPh,-TT-CN BF,-TT BPh,-TT

22.5° 22.4° 9.3° 2.3°
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Fig. S1 Normalized UV-vis absorption spectra (left) and normalized PL spectra (right,
excited at 410 nm) of BF,-TT in different solvents (1.0 x 10> mol L-!).
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Fig. S2 Normalized UV-vis absorption spectra (left) and normalized PL spectra (right,

excited at 420 nm) of BPh,-TT in different solvents (1.0 x 10> mol L-!).
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Fig. S3 PL spectra of BF,-TT (A = 420 nm) in water—THF mixtures with different
water fractions (0 <fy,< 90%).
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Fig. S4 PL spectra of BPh
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=TT (Aex = 400 nm) in water—THF mixtures with different

water fractions (0 <fy,< 90%).
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Fig. S5 Maximum fluorescent emission of BF,-TT-CN upon repeating treated by
grinding and fuming with CH,Cl,.
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Fig. S6 Maximum fluorescent emission of BPh,-TT-CN upon repeating treated by
grinding and fuming with CH,Cl,.
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Fig. S7 Normalized fluorescent spectra of BF,-TT in different solid-states: as-

synthesized and grinding, A.x =450 nm.
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Fig. S8 Normalized fluorescent spectra of BPh,-TT in different solid-states: as-
synthesized and grinding, A.x = 460 nm.
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Fig. S9 'H NMR (400 MHz) spectrum of compound 3.
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Fig. S10 '"H NMR (400 MHz) spectrum of compound 3.
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Fig. S11 3C NMR (100 MHz) spectrum of compound 3.
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Fig. S12 TOF LC/MS spectrum of compound 3.
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Fig. S13 '"H NMR (400 MHz) spectrum of compound 4.
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Fig. S14 3C NMR (100 MHz) spectrum of compound 4.
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Fig. S15 TOF LC/MS spectrum of compound 4.
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Fig. S16 '"H NMR (400 MHz) spectrum of compound BF,-TT-CN.
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Fig. S17 3C NMR (100 MHz) spectrum of compound BF,-TT-CN.

Data: YP2-Z6-WJZ-30001.C4]c] 17 Mar 2016 13:20 Cal: tof 17 Mar 2016 12:53
Shimadzu Biotech Axima Performance 2.9.3.20110624: Mode Reflectron_HiRes, Power: 56, Blanked, P.Ext. @ 500 (bin 48)

Yolnt. 93 mVsum= 2150 mV] Profiles 1-23 Smooth Gauss 2 -Baseline 6
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Fig. S18 MALDI/TOF MS spectrum of compound BF,-TT-CN.
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Fig. S19 'H NMR (400 MHz) spectrum of compound BPh,-TT-CN.
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Fig. S20 3C NMR (100 MHz) spectrum of compound BPh,-TT-CN.



Data: YP4-Z8-WJZ-10001.C7[c] 17 Mar 2016 12:01 Cal: tof 17 Mar 2016 11:45
Shimadzu Biotech Axima Performance 2.9.3.20110624: Mode Reflectron_HiRes, Power: 56, Blanked, P.Ext. @ 610 (bin 48)

Yolnt. 441 mV[sum= 17189 mV] Profiles 1-39 Smooth Gauss 2 -Baseline 6
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Fig. S21 MALDI/TOF MS spectrum of compound BPh,-TT-CN.
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Fig. S22 'H NMR (400 MHz) spectrum of compound BF,-TT.
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Fig. S23 3C NMR (100 MHz) spectrum of compound BF,-TT.
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Data: YP1-Z5-WJZ-020001.C1[c] 17 Mar 2016 12:54 Cal: tof 17 Mar 2016 12:53
Shimadzu Biotech Axima Performance 2.9.3.20110624: Mode Reflectron_HiRes, Power: 56, Blanked, P.Ext. @ 470 (bin 48)

Yolnt. 407 mV[sum= 9361 mV] Profiles 14-36 Smooth Gauss 2 -Baseline 6
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Fig. S24 MALDI/TOF MS spectrum of compound BF,-TT.
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Fig. S25 'H NMR (400 MHz) spectrum of compound BPh,-TT.
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Fig. S26 '3C NMR (100 MHz) spectrum of compound BPh,-TT.



Data: YP3-Z7-WJZ-10001.C5[c] 17 Mar 2016 11:57 Cal: tof 17 Mar 2016 11:45
Shimadzu Biotech Axima Performance 2.9.3.20110624: Mode Reflectron_HiRes, Power: 56, Blanked, P.Ext. @ 500 (bin 48)
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Fig. S27 MALDI/TOF MS spectrum of compound BPh,-TT.




