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Figure S1: 'TH NMR (CDCls, 400 MHz) spectrum of 1a
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Figure S2: 'TH NMR (CDCl;, 400 MHz) spectrum of 1b
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Figure S3: 'TH NMR (CDCl;, 400 MHz) spectrum of 1¢
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Figure S4: 'TH NMR (CDCls, 400 MHz) spectrum of 1d
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Figure S6: 'H NMR (CDCl;, 400 MHz) spectrum of 2b
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Figure S7: 'TH NMR (CDCl;, 400 MHz) spectrum of 2¢
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Figure S8: 'TH NMR (CDCl;, 400 MHz) spectrum of 2d
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Figure S10: 'H NMR (CDCl3, 400 MHz) spectrum of 3a
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Figure S11: '"H NMR (CDCl3, 400 MHz) spectrum of 4a, n
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Figure S12: 'H NMR (CDCl3, 400 MHz) spectrum of 4b, n
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Figure S14: '"H NMR (CDCl3, 400 MHz) spectrum of 4d, n = 10
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Figure S15: 'H NMR (CDCl3, 400 MHz) spectrum of 5a
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Figure S16: 'H NMR (CDCl3, 400 MHz) spectrum of 5b
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Figure S17: '"H NMR (CDCl;, 400 MHz) spectrum of 5¢
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Figure S20: 'H NMR (CDCl3, 400 MHz) spectrum of 5f



2. BC NMR
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Figure S21: 3C NMR (CDCl;, 100 MHz) spectrum of 4a
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Figure S22: 3C NMR (CDCl;, 100 MHz) spectrum of 4b
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Figure S23: 3C NMR (CDCl;, 100 MHz) spectrum of 4¢, n
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Figure S24: 3C NMR (CDCl;, 100 MHz) spectrum of 4d, n = 10
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Figure S25: IR spectrum of 4d, n = 10

500

1000

1500

2000

2500

3000

3500

Wavenumber cm-1

Figure S26: IR spectrum of hexanoic acid

14



— 12795y

£0°009
—— lagg9
—— €1€69
—— ezl
__— Sz9L
——— 8vr9es

— 98626
— 0720l

— 9E'LLLL
192921

— 69°650C

£2'1¥E2
= Zpoose

3
Q
O

g
9

&
CoH130r @'

£€6'998C
__—6/'6¢6C
— €L'v56C

CeHisQ_ O

CeHrsO

— 6¥CeLE

— 96'6¢¥€

I T T T .
00l 08 09 (014 0z
[2] @ouepiwsues |

500

1000

1500

2000

2500

3000

3500

Wavenumber cm-1

IR spectrum of 5a

Figure S27

— 6ViSY

— €009
— 81959
— 6862
——— 8v'96.
— 989€8

— 98'926
— 86°C¥0L

SC'LISL
— 00°2L9L
— EEVLLL

— 0§°190C

20°1¥E2
=" j0095¢

— 88°IELE

— El'leve

00l

08

T T T
09 oy 0z
[2] @ouepiwsues |

500

1000

1500

2000

2500

3000

3500

Wavenumber cm-1

IR spectrum of S5b

Figure S28

15



COOH

05'8LLL
__—6l'l6ct

20°28S)
Ny AT

— 699891
28'68LL

—— 0L'Gl6L

— €0'880¢

—— 89°655¢
6¥'¥092
—— 66°0292

86°058¢
— 9£'€e6C

— 96°0L0¢

eLeeve

00k

06

08

T T
0L 09
[%] @ouepiwsues |

T
0S

oy

500

1000

1500

2000

2500

3000

3500

Wavenumber cm-1

Figure S29: IR spectrum of benzoic acid
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4. DSC
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Figure S37: DSC traces of 2d
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Figure S39: DSC traces of 4d, n =10



5. SAXS
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Figure S40: SAXS patterns of at variable temperatures of Sa (A) and 5b (B).
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Figure S41: SAXS patterns of at variable temperatures of Sc¢ (A) and 5d (B).
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Figure S42: SAXS patterns of at variable temperatures of Se (A) and 5f (B).
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6. SAXS in isotropic liquid
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Figure S43: SAXS patterns in the isotropic state of 4a at 130°C, 4¢ at 75°C and 4d at 70°C, compared to
the room-temperature hexagonal columnar phase of 4a; (11) and h, are respectively the most intense
reflection of the columnar lattice and the scattering signal from n-stacked triphenylene units; Dyyes, hies and
h., come from piling and lateral distances between mesogens, and from lateral distances between chains;
hrrap and hrp correspond to piling distances between tris-triazolyl-benzene units (TTAB) and loosely piled
triphenylene units (TP); Dy, stands for the lateral distance between piled molecules, thus between TTAB
separated by TP.
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