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BC-NMR spectrum of A:
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IR spectrum of B:
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BC-NMR spectrum of B:

T T T T T T T T T T T J T T T T
170 160 150 140 130 120 110 100 a0 80 70 60 50 40 30 20
1 (pom)
HPLC-MS of B:
“MSDT SPC, ima=3.243 of C \USERS PUBLIC DOCUMENTS\(CHEMS TATION 1\DATA 20220910 FC22_f24.D ES-API, Pos, Soan, Frag: 70
100 &
Max: S65632
80
60—
- |
-
20 |
3 | r‘
] 3 g
l T
0 ER T l ‘l.L...._._._ R
o 00 'D‘On 1500 2Q‘DB 2600 m/z,
DAD1 A, 5ig=210,4 Raf=450,100 (C: ICIDOCUMENTSICHEMSTATION TIDATAIZ022.05-10 1\FC22_124.0)
-
2000
1000°]
T T T T T T T
2 4 € 8 10 12 14 rin

S5



IR spectrum of C:
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BC-NMR spectrum of C:
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IR spectrum of D:
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BC-NMR spectrum of D:
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Figure S1. Possible interactions of the gelator molecules by H-bonds.
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Figure S2. Photographs of the trials for the measurement of the MGC of Boc-L-DOPA(Bn).-OH in a
1:1 mixture of H20 and EtOH. Form left to right: 0.1% w/v, 0.2% w/v, 0.3% w/v, 0.5% w/v, 1.0% w/v
concentration. The MGC is 0.2% w/v.
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Figure S3. FT-IR spectra of the gels G02 and G1, compared with a solution S of the gelator Boc-L-
DOPA (Bn).-OH.
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Figure S4. Optical microscope images of Boc-L-DOPA (Bn)-OH supramolecular gel: (A) gelator con-
centration 0.2% w/v; (B) gelator concentration 1% w/v.

Table S1. Storage Modulus (G'), Loss Modulus (G”), Linear Viscoelastic Region (LVER), Crossover
Point of hydrogels G02 and G1. The experiments were repeated in triplicate and results are ex-

pressed as mean + standard deviation.

Gel G’ (kPa) G” (kPa) LVER (y %) Crossover

point (y %)
G02 1.59 + 0.44 0.38 +0.09 0.15 N.D.
G1 37.9 £2.86 10.2 £0.55 0.16 32.1

G’ and G” are taken at y = 0.046 % as at that strain none of the gel has inflections in the trend of their
moduli; N.D: non detected.
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Calibration curve of A:
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Figure S5. Calibration curves to calculate the disappearance of A and B by HPLC-MS.
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Calibration curve of C:
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Figure S6. Calibration curves to calculate the disappearance of Cand D by HPLC-MS.
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Table S2. Kinetic of the lactonization of profragrance A under selected conditions using a solar

lamp. The experiments were repeated in triplicate and results are expressed as mean + standard

deviation.

Entry Sample Cell mate- | Time (min) | Conversion
rial (%)
30 67.4 +0.958
quartz
120 97.6 £ 0.638
1 S-A
30 66.6 + 3.20
glass
120 96.0 £0.145
30 67.3 £1.15
quartz
120 81.8 +1.37
2 G02-A
30 67.9 +0.454
glass
120 83.3+0.915
30 56.8 £1.23
quartz
120 85.1+1.41
3 G1-A
30 56.3 £0.396
glass
120 80.8 +2.24
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Figure S7. Curve of the UV index recorded during sunny days in June 2022 in Rimini (Italy). After
exposure of the samples to sun light over the day (to have the same conditions of UV index for each
sample), the analysis of the profragrance concentration were performed in triplicate, both in solu-

tions and in gels.
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Table S3. Kinetic of the lactonization of profragrances A-D under exposure to solar light at different

times in solutions (S) and in gels (G). The experiments were repeated in triplicate and results are

expressed as mean + standard deviation.

Entry Sample Time (min) Conversion
(%)

30 86.7+0.716
1 S-A

120 100 £ 0.00

30 18.5+1.33

120 59.8 +2.79
2 G1-A

300 87.4+1.52

450 95.3+0.944

30 709 +1.26
3 S-B

120 100 £ 0.00

30 27.8 £ 6.50

120 46.3 +2.45
4 G1-B

300 774 +1.02

450 89.3 £0.879

30 78.5+1.07
5 S-C

120 100 £ 0.00

30 9.46 £2.17

120 21.0+6.73
6 G1-C

300 542 +3.24

450 70.6 +1.65

30 89.4 +4.52
7 S-D

120 100 £ 0.00

30 39.5+3.08

120 72.5+1.68
8 G1-D

300 87.4 +0.685

450 100 £ 0.00

S17



