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ELECTRONIC SUPPLEMENTARY INFORMATION

Gelation data

Table S1 Gelation tests for LMWG C4 to C18. First step: pure liquids.”®

iquid 8q O S 4 12 1
Liqui (MPa"™ | (MPa'®) | (MPa"?) C C8 C C18
acetonitrile 153 18 6.1 G G I I
benzyl alcohol 18.4 6.3 13.7 S I I I
1-butanol 16 5.7 15.8 S I I I
t-butyl acetate 15 3.7 6 G G G I
1-chloropentane 16 6.9 1.9 G G G G
chlorobenzene 19 43 2 G G G G
cyclohexane 16.8 0 0.2 G G G I
cyclohexanone 17.8 8.4 5.1 G G G I
diacetone alcohol 15.8 8.2 10.8 G G I I
dimethylformamide (DMF) 174 13.7 11.3 I G I G
dimethylsulfoxide (DMSO) 184 164 10.2 I I I G
1,4-dioxane 17.5 1.8 9 G G G I
ethanolamine 17 15.5 21 I I I I
hexadecane 16.3 0 0 G I I I
methanol 14.7 12.3 22.3 S I I I
methylethylketone (MEK) 16 9 5.1 G G G I
N.N-diethyl acetamide 164 11.3 7.5 S 1 1 1
propylene carbonate 20 18 4.1 G I I G
propylene glycol 16.8 104 213 S I I I
toluene 18 14 2 G G G G
water 15.5 16 423 I I I I

* Gelation is tested by introducing 20 mg of gelator and 1 mL of liquid in a screw-cap vial,
heating until dissolution and leaving the vial to cool on the bench.
® G: gel; S: soluble; I: insoluble or formation of a precipitate after cooling.
¢ Minor differences can be noted between these data and previous data reported for LMWG
C12' because several samples initially formed homogeneous solutions (one or two days after
preparation) but turned out to precipitate slowly over time. The present solubility data was
established several weeks after preparation, while taking care to avoid evaporation. Whether
the gelation data is determined after one day or after a few weeks, does not change the trends
and conclusions described in the article.
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Table S2 Gelation tests for LMWG C4 to C18. Second step: mixtures.”

Liquid 1

Liquid 2

Composition

C4

C8

chlorobenzene

t-butyl
acetate

0/100

20/80
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60/40

80/20

100/0

1-
chloropentane

DMSO

0/100
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t-butyl
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DMSO

ethanolamine
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toluene

butanol
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20/80
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* Gelation is tested by introducing 20 mg of gelator and 1 mL of liquid in a screw-cap vial,

heating until dissolution and leaving the vial to cool on the bench.
® G: gel; S: soluble; I: insoluble or formation of a precipitate after cooling.
¢ Minor differences can be noted between these data and previous data reported for LMWG

C12' because several samples initially formed homogeneous solutions (one or two days after
preparation) but turned out to precipitate slowly over time. The present solubility data was
established several weeks after preparation, while taking care to avoid evaporation. Whether
the gelation data is determined after one day or after a few weeks, does not change the trends
and conclusions described in the article.
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Table S3 Hansen solubility parameters for LMWG C4 to C18 estimated by Hoy’s group

contribution method.?

84 5, S

(MPal/2) (MPal/2) (MPal/2)
C4 174 8.5 6.8
C8 175 74 57
C12 17.6 6.6 5.1
C18 177 5.8 44

Table S4 Centroid of the solubility domain for LMWG C4 to C12. The centroid is defined as
6q = % 121(62)i. 6, = % ?=1(65)i ,0p = % i=1(65); where 83, 6, and &, are the solubility

parameters of the liquids in which the gelator is soluble.

84 5, S
(MPal/2) (MPal/2) (MPal/2)
C4 172 6.8 103
C8 175 48 8.4
C12 17.6 37 8.4

Table S5 Centroid of the gelation domain for LMWG C4 to C18. The centroid is defined as
6q = % 121(62)i. 6, = % ?=1(65)i ,0p = % i=1(65); where 83, 6, and &y, are the solubility

parameters of the gelled liquids.

84 5, S

(MPal/2) (MPal/2) (MPal/2)
C4 172 73 44
C8 173 83 58
C12 172 7.1 42
C18 182 133 8.5

Table S6 Centre and radius of the gelation sphere for LMWG C4 to C18 determined with

HSPiP software.'”?

84 5, S R

(MPal/2) (MPal/2) (MPal/?) (MPal/2)
C4 158 6.2 0.3 6.9
C8 163 112 26 9.6
C12 164 9.0 0.0 75
C18 213 16.8 12.4 10.3
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§4=158,8,=62,8,=03
25 ) R=6.9

Wrong In= 1
Chloropentane:DMSO 80:20
Wrong Out= 12

Acetonitrile

Diacetone alcohol

1,4-Dioxane

Propylene carbonate (Pc)
Methylethylketone (MEK):Pc 60:40
MEK:Pc 40:60

MEK:Pc 20:80

Chloropentane: 1 ,4-Dioxane 20:80
Pc:t-butylacetate (tBA) 80:20
Pc:tBA 60:40

Pc:Toluene 80:20

Pc:Toluene 60:40

5q1=15.8,8,,=62, 8, =04
R,=6.9
a2 =172,8,,=16.1, 8, =13
R,=6.5

Wrong In=1
Chloropentane:DMSO 80:20
Wrong Out=3

Diacetone alcohol
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Chloropentane:1,4-Dioxane 20:80

Fig. S1 Gelation data for amide C4 (20g/L), represented in Hansen space. The gelated liquids
(G) are represented by blue points; both good solvents (S) and non-solvents (I) are
represented by red points. Upper figure: a single gelation sphere is used. Lower figure: two
gelation spheres are used. The plots are generated with the HSPiP software.'”
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Fig. S2 Gelation data for amide C8 (20g/L), represented in Hansen space. The gelated liquids
(G) are represented by blue points; both good solvents (S) and non-solvents (I) are
represented by red points. A single gelation sphere (green) is used. The plots are generated
with the HSPiP software.'”
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1 4-Dioxane:Chloropentane 80:20
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MEK:Pc 40:60
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Fig. S3 Gelation data for amide C12 (20g/L), represented in Hansen space. The gelated
liquids (G) are represented by blue points; both good solvents (S) and non-solvents (I) are
represented by red points. A single gelation sphere (green) is used. The plots are generated

with the HSPiP software.'”
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Fig. S4 Gelation data for amide C18 (20g/L), represented in Hansen space. The gelated
liquids (G) are represented by blue points; both good solvents (S) and non-solvents (I) are
represented by red points. A single gelation sphere (green) is used. The plots are generated

with the HSPiP software.'”

Synthesis

The synthesis and characterization of C12 was previously described.'

Mass ESI-TOF:

[M+Na]* theoretical
C4 378.3341 378.3342
C8 434.3967 434.3968
C18 574.5529 574.5533

FTIR, 'H and "C NMR: see pages S9-S20.
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'H-NMR (CDCl;) C4
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PC{'H}-NMR (CDCl;) C4
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DEPT 135 (CDCl;) C4
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IR C4
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'H-NMR (CDCl;) C8
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BC{'H}-NMR (CDCl;) C8
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DEPT 135 (CDCl;) C18
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IR C8
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'"H-NMR (CDCl;) C18

8 8 g % K -1 I
N b N B N~ 23y 3
I /A

T T T T T T T T T T
105 100 95 90 85 80 75 70 65 60 55 50 45 4.0
1 (ppm)

C18 is contaminated by residual amounts of octadecylamine (CH>NH, triplet at 6 = 2.75 ppm, approximately 7%).
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PC{'H}-NMR (CDCl;) C18
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DEPT 135 (CDCly) C18

9THYT —

8L'TC
§8'CC /.
08'ST

8652
0Tz
Sb'62 1

§5°62 7
6562

5962 7
262

7867 |

98°62 |
20'zE
60°2€
[AVEE
oL
Le76€
89°6€ -

61T°¢L—

r—

WMMWWMW

-10

200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
f1 (ppm)

210

S19



IR C18
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