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Effect of the acid in the 'TH NMR signals of the urea catalysts (500 MHz)
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Figure S1. Urea 1b (0.02 mmol) and acid (+)-9a (0 mmol) in CDCls (0.5 mL).
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Figure S2. Urea 1b (0.02 mmol) and acid (£)-9a (0.01 mmol) in CDCls (0.5 mL).
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Figure S3. Urea 1b (0.02 mmol) and acid (£)-9a (0.02 mmol) in CDCls (0.5 mL).
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Figure S3. Urea 1b (0.02 mmol) and acid (+)-9a (0.02 mmol) in CDCIs (0.5 mL).
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Figure S4. Urea 1b (0.02 mmol) and acid (£)-9a (0.03 mmol) in CDCls (0.5 mL).
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Figure S5. Urea 1b (0.02 mmol) and acid (£)-9a (0.04 mmol) in CDCls (0.5 mL).
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Figure S6. Urea 1b (0.02 mmol) and acid (+)-9a (0.06 mmol) in CDCIs (0.5 mL).
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Figure S7. Urea 1b (0.02 mmol) and acid (+)-9a (0.08 mmol) in CDCls (0.5 mL).
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Figure S8. Urea 1b (0.02 mmol) and acid (+)-9a (0.1 mmol) in CDCls (0.5 mL).
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Figure S10. Chiral sample of (S)-3-(2-nitro-1-phenylethyl)-1H-indole (8aa) using urea-HA (1b-(+)-9a).
1.00
4 Ph
1 2 NO, o
~
4 \ S
0.80 gaa u
_ N b’
H f\
< ]
|1
] [
[
0.60M [ |I
7 |
|
. @ [
= . < [
= © [
0.40M — I
| N Il I
_ |'I I|I | |
. [ [
fo [ |
0.201 [ [
4 [ | \
7 |II II'. f |
] / | ..III \\
0.007 P —— A —
T T T T | T T T T | T T T T | T T T T | T T T T | T T T T | T T T T | T T T T | T T T T
10.00 11.00 12.00 13.00 14.00 15.00 16.00 17.00 18.00 19.00
Minutes

RT Area % Area | Height
13946 | 7946332 | 3222 | 385724
215220 | 16713854 | 6778 | 762756

=y

Figure S11. Chiral sample of (S)-3-(2-nitro-1-phenylethyl)-1H-indole (8aa) using urea 1b only.
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Figure S12. Racemic mixture of 8ab. Daicel Chiralpak IA column (n-hexane/i-PrOH = 90:10, flow rate

1 mL/min).
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Figure S13. Chiral sample of (S)-3-(1-(4-chlorophenyl)-2-nitroethyl)-1H-indole (8ab) using urea-HA
(1b-(£)-9a).
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Figure S14. Chiral sample of (S)-3-(1-(4-chlorophenyl)-2-nitroethyl)-1H-indole (8ab) using urea 1b
only.
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Figure S15. Racemic mixture of 8ac. Daicel Chiralpak IA column (n-hexane/i-PrOH = 90:10, flow rate
1 mL/min).
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Figure S19. Chiral sample of (S)-3-(2-nitro-1-p-tolylethyl)-1H-indole (8ad) using urea-HA (1b-(£)-9a).
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Figure S20. Chiral sample of (5)-3-(2-nitro-1-p-tolylethyl)-1H-indole (8ad) using urea 1b only.
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Figure S21. Racemic mixture of 8ae. Daicel Chiralpak IB column (n-hexane/i-PrOH = 80:20, flow rate
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Figure S23. Chiral sample of (S)-3-(1-(4-methoxyphenyl)-2-nitroethyl-1H-indole (8ae) using urea 1b.
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Figure S25. Chiral sample of (R)-3-(1-(2,4-dichlorophenyl)-2-nitroethyl)-1H-indole (8af) using

urea-HA (1b-(£)-9a).
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Figure S27. Racemic mixture of 8ag. Daicel Chiralpak IB column (n-hexane/i-PrOH = 80:20, flow rate
1 mL/min), A =254 nm.
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Figure S31. Chiral sample of (S)-3-(2-nitro-1-(thiophen-2-yl)ethyl)-1H-indole (8ah) using urea-HA
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Figure S32. Chiral sample of (S)-3-(2-nitro-1-(thiophen-2-yl)ethyl)-1H-indole (8ah) using urea 1b only.
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Figure S33. Racemic mixture of 8ai. Daicel Chiralpak IB column (n-hexane/i-PrOH = 80:20, flow rate

1 mL/min).



Catalysts 2018, 8, x FOR PEER REVIEW

19 of 26

T
19.00

1.00 —
Q_f\,mz
] 84
0.60+ ﬁ
. :
0.40-] ©
1 Ir'n\l
=] [
o [
i © | \
020 o [
1 A { I\I‘.
| .."’II‘ "‘\. I,u‘l \
0.00 —~ \ / AN
1000 1100 1200 1300 1400 1500 16.00 17o0 | 180 1900
Minutes
RT Area | % Area | Height
1(12.628 | 2980515 | 25.14 | 164763
2|16.744 | 8873155 | 74.86| 373109
Figure S34. Chiral sample of (S)-3-(1-(furan-2-yl)-2-nitroethyl)-1H-indole (8ai) using urea-HA (1b-(%)-
9a).
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Figure S35. Chiral sample of (5)-3-(1-(furan-2-yl)-2-nitroethyl)-1H-indole (8ai) using urea 1b only.
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Figure S36. Racemic mixture of 8ba Daicel Chiralpak IA column (n-hexane/i-PrOH = 90:10, flow rate

1 mL/min), A = 254 nm.
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Figure S37. Chiral sample of (5)-5-chloro-3-(2-nitro-1-phenylethyl)-1H-indole (8ba) using urea-HA

(1b-(£)-9a).
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Figure S38. Chiral sample of (S)-5-chloro-3-(2-nitro-1-phenylethyl)-1H-indole (8ba) using urea 1b

only.
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Figure S39. Racemic mixture of 8ca. Daicel Chiralpak IA column (n-hexane/i-PrOH = 90:10, flow rate

1 mL/min).
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Figure 540. Chiral sample of (S)-5-fluoro-3-(2-nitro-1-phenylethyl)-1H-indole (8ca) using urea-HA
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Figure S41. Chiral sample of (S)-5-fluoro-3-(2-nitro-1-phenylethyl)-1H-indole (8ca) using urea 1b

only.
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Figure S42. Racemic mixture of 8da. Daicel Chiralpak IA column (n-hexane/i-PrOH = 90:10, flow rate
1 mL/min).
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Figure S43. Chiral sample of (S)-5-methoxi-3-(2-nitro-1-phenylethyl)-1H-indole (8da) using urea-HA

(1b-(£)-9a).
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Figure S44. Chiral sample of (S)-5-methoxi-3-(2-nitro-1-phenylethyl)-1H-indole (8da) using urea 1b

only.
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Figure S45. A) DTS measurements of undoped gel made of 1b in CHCIs (c = 14 g/L), and doped gel
made of 1b (c = 14 g/L) and mandelic acid (molar ratio 1b:acid = 0.1) in CHCls. B-D) Rheological
measurements fort the undoped gel made of 1b in toluene (c =12 g/L), and doped gel made of 1b (c =
12 g/L) and mandelic acid (molar ratio 1b:acid = 0.1) in toluene: B) DTS, C) DFS, D) DSS.
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Table S1. Effects of the addition of different additives on the aspect, gelation time and Tge with respect

to the pristine gels prepared in CHCIs and in toluene.>

CHCIs
. Molar Ratio Gelation Tgel (2 °C) Amount of Liquid
Aditive 1b:Additive Aspect? Time (After One Night) Expelled(1
- - Colorless, translucent gel® 6 min 57 -
AA 0.1 Colorless, translucent gel® 8 min 61 -
AA 0.3 Colorless, translucent gel® 13 min 42 -
AA 0.9 Colorless, translucent gel® 8 min 48 -
PAA 0.1 Colorless translucent partial gel 25 min 50 =100 uL
PAA 0.3 Colorless translucent partial gel >overnight 46 =300 uL
PAA 0.9 Colorless translucent partial gel 30 min 50 =100 uL
BA 0.3 Colorless translucent partial gel >7h 47 =300 uL
BA 0.6 Colorless translucent partial gel >7h 45 =400 uL
BA 0.9 Colorless translucent partial gel >7h 45 ~ 500 uL
LA (racemic) 0.1 Colorless translucent partial gel >overnight 41 ~100 pL
LA (racemic) 0.3 Colorless translucent partial gel. >overnight 31 =500 pL
LA (racemic) 0.9 Stable colorless translucent weak gel <overnight 31 -
MA (racemic) 0.1 Colorless translucent partial gel 12 min 42 nd
MA (racemic) 0.3 Colorless translucent partial gel >overnight 40 nd
MA (racemic) 0.9 Colorless translucent partial gel >overnight nd nd
MAE (racemic) 0.1 Colorless translucent partial gel >overnight 39 ~100 pL
MAE (racemic) 0.3 Colorless translucent partial gel >overnight 39 =300 pL
MAE (racemic) 0.9 Colorless, translucent gel® <overnight 44 <50 uL
Toluene
Aditive Molar Ratio Aspect® Gelation Tgel (12 °C) Amount of Liquid
1b:Additive Time (After One Night) Expelled
>1 h 15 min
- - Stable colorless, transparent gel 50 min 35 -
AA 0.1 Colorless, transparent gel® <overnight 34 -
AA 0.3 Colorless, transparent gel® <3 h 15 min 34 -
AA 0.9 Stable colorless transparent gel 2h 34 -
PAA 0.1 Stable colorless transparent gel <overnight 33 -
PAA 0.3 Stable colorless transparent weak gel <overnight nd
PAA 0.9 Colorless, transparent gel® <overnight 33 <50 uL
LA (racemic) 0.1 Stable colorless transparent gel <overnight 29 -
LA (racemic) 0.3 Colorless transparent partial gel >overnight nd =700 pL
LA (racemic) 0.9 Colorless transparent partial gel >overnight nd =500 pL
MA (racemic) 0.1 Colorless, transparent gel® 22 min 36 <50 uL
MA (racemic) 0.3 Stable colorless transparent gel >overnight 33-36 -
MA (racemic) 0.9 Stable colorless transparent gel 2h 20 min 35 -
MAE (racemic) 0.1 Colorless transparent partial gel >overnight nd =600 uL
MAE (racemic) 0.3 Colorless transparent partial gel >overnight nd ~ 500 pL
MAE (racemic) 0.9 Stable colorless transparent gel <overnight 31 -

2 Abbreviations: AA = acetic acid; PAA = phenylacetic acid; BA = benzoic acid; LA = lactic acid; MA =
mandelic acid; MAE = mandelic acid methyl ester; nd = not determined. ® A small drop of liquid was

observed, albeit it could not be quantified.



