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Scheme S1. Reagents and conditions: (i) TFA (18 equiv.), dry CHxCly, r.t., 4 h; (ii) fatty acid (n=10, n=14) (1
equiv.), HBTU (1.1 equiv.), DIEA (2.1 equiv.), dry ACN, r.t., 4 h; (iii) 1M NaOH (1.25 equiv.), MeOH/THF,
r.t., 18 h; (iv) 1M HCI (1.35 equiv.), r.t., 10 min.

S2



o o o o
HN/”\/\/\/\/”\NH HN/U\/\/\/\)]\NH
- HO OH
O o<
o
(i) o o (iii, iv) °
— —
o o o ?
o o L : : J (o) 0 K@
C

Scheme S2. Reagents and conditions: (i) TFA (18 equiv.), CH2Cly, r.t., 4 h; (ii) Azelaic acid (1 equiv.),
HBTU (2.2 equiv.), DIEA (4.2 equiv.), dry ACN, r.t., 4 h; (iii) 1M NaOH (2.5 equiv.), MeOH/THF, r.t., 18
h; (iv) 1M HCI (2.7 equiv.), r.t., 10 min.
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13C-NMR spectrum of Lau-L-DOPA(Bn).0H A (CDCls)
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HPLC-MS of Lau-L-DOPA(Bn),OH A

mAU

1000
800
600
400
200

DADI A, Sig=210 4 Ref=450,100 (2023-01-31\FC107 D)

———14-572

20

25

mir|

[E] M Spectrum

=&E]=]

| *MSD1 SPC, time=14.609 of C:\Users\Public\Documents\ChemStation\1\Data'2023-01-31\FC107.00  ES-API, Pos, Scan, Frag: 7(

e
100
= Max: ZHITE
- w
1 [
o
< &3
3]
20—
]
) o
- o
w-| o<
918
Iy
E ®
W (=1
20— g g
d
0| { ™
1 i 2 P
o o
o w
- |‘ LuJ.lu.J..Ln.n.Mlli Ui i et 0 .
— . . — ——
200 400 00 300 1000 mz

S6



TRANSMITTANCE(%)

IR spectrum of Pal-L-DOPA(Bn).OH B

110 4
100—.
90 -
80
70

60

50

40

30

04 - -
4000 3500 3000 2500 2000 1500 1000 500

WAVENUMBER (cm-1)

H-NMR spectrum of Pal-L-DOPA(BN).0H B (CDCls)

320

300

-280

260

240

220

{200

180

160

140

120

100

80

(60

40

‘{

100
1.00 —
1]
I

295

3.84

T T T T T T T T T T T
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 5 1.0 0.5

f1 (ppm)




13C-NMR spectrum of Pal-L-DOPA(Bn),0OH B (CDCls)
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HPLC-MS of Pal-L-DOPA(Bn).OH B
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IR spectrum of Az-(L-DOPA(Bn),0H), C
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13C-NMR spectrum of Az-(L-DOPA(BN)20H), C (DMSO-ds)
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HPLC-MS of Az-(L-DOPA(Bn)20H), C
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Figure S1. *H NMR spectra of A (a), B (b) and C (c) in D20 and NaOD.
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A)

B)

C)

Figure S2. Photographs of the trials for the measurement of the MGC. From left to right: A) Lau-
Dopa A, 0.4-0.3-0.2% w/V (MGC 0.3% w/V); B) Pal-Dopa B, 0.5-0.4-0.3-0.2% w/V (MGC 0.5%
w/V); C) Az-Dopa C, 0.4-0.3-0.2% w/V (MGC 0.3% w/V).
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Figure S3. 'H NMR spectra of hydrogels obtained from A, B and C in DO, NaOD and GdL.
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Figure S4. Temperature sweep test of the hydrogels at the 0.5% w/V. From top to bottom:
Lau-Dopa A, Pal-Dopa B and Az-Dopa C.
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Figure S5. ECD/UV spectra recorded on 0.1 % w/V MeOH solutions of Lau-Dopa A (1.8 mM, blue
lines), Pal-Dopa B (1.6 mM, red lines) and Az-Dopa C (1.1 mM, green lines). Measurements were
performed by using a 0.01 cm (full lines) and 0.1 cm (dashed lines) path length cell. Ellipticity is
expressed in millidegrees.
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Figure S6. For the sake of comparison, ECD spectra recorded in different conditions on the three
gelators Lau-Dopa A, Pal-Dopa B and Az-Dopa C are shown in frames (a), (b) and (c), respectively.
MeOH solutions are depicted with green lines, aqueous alkaline solutions with red lines, hydrogel
phases 3 hours after trigger addition with dashed blue lines and hydrogel phases 18 hours after trigger
addition with full blue lines. Ellipticities are expressed in molar ellipticity (deg cm? dmol™). In the
case of the Az-Dopa C hydrogel (frame c), 18 hours after trigger addition it was difficult to fill the
sandwich cuvette and only noisy ECD traces could be recorded (not shown, see the text).
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Figure S7. ECD/UV spectra recorded on the 0.5 % w/V aqueous alkaline solution of Lau-Dopa A
((a), 8.9 mM) and Pal-Dopa B ((b), 8.1 mM) before (green lines) and after 2-fold dilution (blue lines),
5-fold dilution (black lines) and 10-fold dilution with water (red lines). A 0.01 cm path length cell

was used. Ellipticity is expressed in millidegrees.

Dissolution of the three gelators in basic water led to opalescent liquid phases. A moderate amount
of light scattering impaired UV absorptions and may have affected ECD intensities to some extent.
Nevertheless, reproducible ECD traces, always well aligned on the zero line, were collected in
repeated experiments. ECD artifacts were ruled out by shaking the cell and recording spectra at
different cell orientations. By positioning the cell closer to the detector the scattering of light was not

reduced.
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