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Spectroscopic characterization
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Figure S1: 'H NMR (400 MHz, CDCls) spectrum of compound 3a.
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Figure S2: BC{*H} NMR (100 MHz, CDCls3) spectrum of compound 3a.
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Figure S3: 'H NMR (400 MHz, CDClI3) spectrum of compound 3b.
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Figure S4: 8C{*H} NMR (100 MHz, CDCls) spectrum of compound 3b.
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Figure S5: *H NMR (400 MHz, CDCls3) spectrum of compound 3c.
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Figure S6: *C{*H} NMR (100 MHz, CDCls3) spectrum of compound 3c.
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Figure S7: *H NMR (400 MHz, CDCls3) spectrum of compound 3d.
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Figure S8: 3C{*H} NMR (100 MHz, CDCls) spectrum of compound 3d.
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Figure S9: 'H NMR (400 MHz, CDCls3) spectrum of compound 3e.
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Figure S10: BC{*H} NMR (100 MHz, CDCls) spectrum of compound 3e.
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Figure S11: *H NMR (400 MHz, CDCls3) spectrum of compound 3f.
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Figure S12: 3C{*H} NMR (100 MHz, CDClI3) spectrum of compound 3f.
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Figure S13: 'H NMR (400 MHz, CDCls3) spectrum of compound 3g.
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Figure S14: BC{*H} NMR (100 MHz, CDCls) spectrum of compound 3g.
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Figure S15: 'H NMR (400 MHz, CDCls) spectrum of compound 3h.
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Figure S16: BC{*H} NMR (100 MHz, CDCls) spectrum of compound 3h.
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Figure S17: 'H NMR (400 MHz, CDCls3) spectrum of compound 3i.
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Figure S18: BC{*H} NMR (100 MHz, CDCls3) spectrum of compound 3i.
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Figure S19: 'H NMR (400 MHz, CDCls3) spectrum of compound 3j.
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Figure S20: BC{*H} NMR (100 MHz, CDCls3) spectrum of compound 3j.
S21



000 —

19'¢ —

S0°L
mo.h/
9¢'L

mN.NM
ve s/
6b'L
R.n\

6L
86/
10°'8

=+0°€

1T
750°€

9'g
00T
10T

4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

5.0
f1 (ppm)

9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5
Figure S21: 'H NMR (400 MHz, CDCl3) spectrum of compound 3k.
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Figure S22: BC{*H} NMR (100 MHz, CDCls) spectrum of compound 3Kk.
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Additional photophysical data
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Figure S23. (left) UV-Vis absorption and (right) steady-state fluorescence emission spectra in solution [~10° M] of

the pyridine-based fluorophore 3b.
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Figure S24. (left) UV-Vis absorption and (right) steady-state fluorescence emission spectra in solution [~10° M] of

the pyridine-based fluorophore 3c.
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Figure S25. (left) UV-Vis absorption and (right) steady-state fluorescence emission spectra in solution [~10-° M] of

the pyridine-based fluorophore 3g.
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Figure S26. (left) UV-Vis absorption and (right) steady-state fluorescence emission spectra in solution [~10° M] of

the pyridine-based fluorophore 3h.

S25



1.0 —— Benzene 3000+ —— Benzene
— Ethanol —— Ethanol
— Hexane —— Hexane
0.8 4 —— Dichloromethane - —— Dichloromethane
' S
&
> 2000
© =
8 0.6 1 g
] s
o k=
o
8 0.4 1 8
c
< @ 1000
O
o
0.2 5
=)
LL
0.0 T T T Y 1 0 T T T T T Y 1
250 300 350 400 300 350 400 450 500
Wavelength (nm) Wavelength (nm)

Figure S27. (left) UV-Vis absorption and (right) steady-state fluorescence emission spectra in solution [~10-° M] of

the pyridine-based fluorophore 3i.
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Figure S28. (left) UV-Vis absorption and (right) steady-state fluorescence emission spectra in solution [~10"° M] of

the pyridine-based fluorophore 3k.
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Figure S29. Fluorescence titration of fluorophore 3a in ethanol upon different amounts of benzene (v/v).
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Figure S30. Fluorescence titration of fluorophore 3b in ethanol upon different amounts of benzene (v/v).
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Figure S31. Fluorescence titration of fluorophore 3d in ethanol upon different amounts of benzene (v/v).

1200

Fluorescence Intensity (a.u.)

Figure S32. Fluorescence titration of fluorophore 3f in ethanol upon different amounts of benzene (v/v).
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Figure S33. Fluorescence titration of fluorophore 3g in ethanol upon different amounts of benzene (v/v).
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Figure S34. Fluorescence titration of fluorophore 3h in ethanol upon different amounts of benzene (v/v).
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Additional theoretical data
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Figure S35. Emission spectra using the vertical gradient approach for 3f and 3j under implicit CPCM benzene and
ethanol solvation.
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