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Fig. S1. *H NMR (500 MHz), *C NMR (125 MHz) spectra of 1 in DMSO-ds.
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Fig. S2. IR spectra of 1 in KBr.
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Fig. $3. *H NMR (500 MHz), *C NMR (125 MHz) spectra of 3a in DMSO-ds.
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Fig. S4. IR spectra of 1 in KBr.
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Fig. S5. EM spectra of 3a.
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Fig. S6. 'H NMR (500 MHz), *C NMR (125 MHz) spectra of 3b in DMSO-ds.
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Fig. S7. IR spectra of 3b in KBr.
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Fig. S8. EM spectra of 3b.
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Fig. S9. *H NMR (500 MHz), *C NMR (125 MHz) spectra of 3¢ in DMSO-d.
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Fig. S11. IR spectra of 3c in KBr.

Acquisition Parameter

lon Source Type ESI fon Polarity Negative Alternasing lon Polarity off
Mass Range Mode Enhanced Resolution Scan Begin 100 miz Scan End 800 mvz
Accumulation Time 27 ps RF Level 1% Trap Drive 511
SPS Target Mass 500 m/z Averages 5 Spectra n/a nia
Intens. AN-3.d: WS, 0.1-0 3min 96-37]
el 1511.09
x107 3
L]
4
2
203.00
e
o 4 \
100 125 150 175 200 225 250 275 300 325 350 miz

Fig. S12. EM spectra of 3c.
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Fig. S13. 'H NMR (500 MHz), *C NMR (125 MHz) spectra of 3d in DMSO-ds.
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Fig. S14. IR spectra of 3d in KBr.
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Fig. S15. EM spectra of 3d.
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Fig. S18. EM spectra of 3e.
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Fig. $19. *H NMR (500 MHz), *C NMR (125 MHz) spectra of 3f in DMSO-d.
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Fig. S21. EM spectra of 3f.
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Fig. $22. *H NMR (500 MHz), **C NMR (125 MHz) spectra of 3g in DMSO-ds.

17



Transmittance

29'Lect

\
iy
N
Ll - I
5 e
B NS E
gl ‘oeR
[ =~ BN G
S Ek8o
N
~ N N
[{e] ~
T T T T T T T T T T T T T T
4500 4000 3500 3000 2500 2000 1500 1000 500
Wavenumber (cm-1)
Fig. S23. IR spectra of 3g in KBr.
Acquisition Parameter
lon Source Type ESI fon Polanty Negative Allernating lon Polarity oft
Mass Range Mode Enhanced Resolution  Scan Begin 100 m/z Scan End 800 miz
Accumutation Time 3R2us RF Level 71% Trap Drive 511
SPS Target Mass 500 méz Averages 5 Spectra nfa na
Intens AXT0.d NS, 000 3rmin #3-3]
(%)
x107
5
44
34
24
14
203.00
0 o
100 125 150 175 200 225 250 275 300 25 miz

Fig. S24. EM spectra of 3g.
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Fig. S29. EM spectra of 3h.
==== Shimadzu LCsolution Analysis Report ====
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Sample Name 1 AK-5
Sampie ID >
Tray# 1
Vail # 164
Injection Volume :40uL
Data File Name : AK-5.lcd
Method File Name :MET_60ACN_40AGUA_T10.lcm
Batch File Name : tabela.icb
Report File Name : Default lcr
Data Acquired : 3/4/2016 12:11:43 PM
Data Processed : 4/26/2016 4:56:10 PM
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Fig. S30. RP-HPLC analysis of 3h.
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pKa determination:

H H
XN \N,N . N \N,N
(e} (0]
HO (e} (e} O (e} (0]

The spectral change from pH 5 to pH 8 is ascribed to the deprotonation of the
hydroxyl group in the coumarin nucleus, as typical for other hidroxycoumarins, and
lead to a well-defined isosbestic point around 375 nm. By the relationship between the
pH and log[(A — Ap/(Ao — A)], the pKa constant for the deprotonation of the 3b

hydroxycoumarin was calculated to be 6.7.

nhance

Abse

Fluorescence Intensityia.u.)

Fig.S31. pH titrations of 3b. Absorption and emission spectrum.

pH pH
Fig. S32. pKa determination of 3b considering 412nm and 351nm wavelengths.

pKa~=6.7.
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Table S1. Photophysical parameters in water (pH = 3.0) at 298 K.

Compound o

3a 0.048
3b 0.068
3c 0.068
3d 0.066
3h 0.065

®Quantum yields were measured by the relative method against the standard

compound ethyl-7-OH-coumarin-3-carboxylate (¢ = 0.83 in water) [32].

conjugation

loss of H loss of
conjugation ;7777\ j i
Jug i N+.'N7;/R conjugation H
, id
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Fig. S33. Proposition of protonated states of N-acylhydrazone- and Semicarbazone-7-

OH-Coumarins
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