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Experimental procedures

6-bromohexan-1-ol (7a)

A solution of HBr in water (48 wt %, 5.6 mL, 50.8 mmol) was slowly added to a
solution of hexan-1,6-diol (6a) (5.00 g, 42.3 mmol) in toluene (50 mL). The reaction
mixture was heated under reflux for 48 h. After being cooled to rt, the organic and
water phases were separated. The organic phase was diluted with Et,O (30 mL),
washed with aqueous NaOH (saturated solution in water, 50 mL), then with aqueous
NaCl (saturated solution in water, 50 mL), dried over MgSO,4 and evaporated under
reduced pressure. The crude product was purified by column chromatography on

silica gel (hexanes/EtOAc, 1:1) to give 7a as a yellow oil (5.45 g, 30.3 mmol, 72%).

Br 5 3 1
\/\/\/\OH
6 4 2

'H NMR (500 MHz, CDCls) & 1.22-1.24 (m, 1H, OH), 1.36-1.43 (m, 2H, 3-H), 1.44—
1.50 (m, 2H, 4-H), 1.56-1.61 (m, 2H, 2-H), 1.85-1.90 (m, 2H, 5-H), 3.14 (t, J =
6.7 Hz, 2H, 6-H), 3.64-6.67 (m, 2H, 1-H) ppm; *C NMR (125 MHz, CDCls)  24.9 (C-
3), 279 (C-4), 32,5 (C-2), 32.7 (C-5), 33.8 (C-6), 62.8 (C-1) ppm; R; 0.40
(hexanes/EtOAc, 3:1, potassium permanganate). The obtained spectroscopic data

are in accordance with the literature [1].

10-bromodecan-1-ol (7b)

Aqueous HBr (48 wt % solution in water, 3.8 mL, 34.4 mmol) was slowly added to a
solution of decan-1,6-diol (6b) (5.00 g, 28.7 mmol) in toluene (50 mL). The reaction
mixture was heated under reflux for 48 h. After being cooled to rt, the organic and
water phases were separated. The organic phase was diluted with Et,O (30 mL),
washed with aqueous NaOH (saturated solution in water, 50 mL), then with aqueous

NaCl (saturated solution in water, 50 mL), dried over MgSO,4 and evaporated under
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reduced pressure. The crude product was purified by column chromatography on

silica gel (hexanes/EtOAc, 3:1) to give 7b as a yellow oil (3.86 g, 16.3 mmol, 57%).

B 9 7 5 3 1
DG G G G G aN
OH
10 8 6 4 2

'H NMR (500 MHz, CDCl5) & 1.27-1.38 (m, 11H, OH, 3-H, 4-H, 5-H, 6-H, 7-H), 1.39—
1.43 (m, 2H, 8-H), 1.53—-1.5 (m, 2H, 2-H), 1.83-1.88 (m, 2H, 9-H), 3.40 (t, J = 6.6 Hz,
2H, 10-H), 3.62-6.65 (m, 2H, 1-H) ppm; *C NMR (125 MHz, CDCl;) & 25.7 (C-3),
28.1 (C-8), 28.7-29.4 (C-4, C-5, C-6, C-7), 32.7, 32.8 (C-2, C-9), 34.0 (C-10), 63.0
(C-1) ppm; Rf 0.59 (hexanes/EtOAc, 3:1, potassium permanganate). The obtained

spectroscopic data are in accordance with the literature [1].

4'-((6-hydroxyhexyl)oxy)-[1,1'-biphenyl]-4-carbonitrile (9a)

A mixture of 6-bromohexan-1-ol (7a) (869 mg, 4.80 mmol), 4'-cyano-4-hydroxy-
biphenyl (8) (936 mg, 4.80 mmol) and potassium carbonate (1.33 g, 9.60 mmol) in
abs. acetone (20 mL) was heated under reflux for 24 h. All volatiles were removed
under vacuum and the residue was recrystallized from methanol (15 mL, hot filtrated
from potassium carbonate) to give 9a as a colourless solid (959 mg, 3.20 mmol,

68%).

v s s
'H NMR (500 MHz, CDCls) § 1.42-1.50 (m, 2H, 3-H), 1.50-1.57 (m, 2H, 4-H), 1.59-
1.66 (m, 2H, 2-H), 1.80-1.87 (m, 2H, 5-H), 3.67 (t, J = 6.6 Hz, 2H, 1-H), 4.01 (t, J =
6.6 Hz, 2H, 6-H), 6.99 (d, J = 8.6 Hz, 2H, 2'-H), 7.52 (d, J = 8.6 Hz, 2H, 3'-H), 7.64 (d,
J = 8.6 Hz, 2H, 6'-H), 7.90 (d, J = 8.6 Hz, 2H, 7"-H) ppm; *C NMR (125 MHz, CDCl5)
8 25.5 (C-4), 25.9 (C-3), 29.2 (C-5), 32.7 (C-2), 62.9 (C-1), 68.0 (C-6), 110.5 (C-8),

115.1 (C-2"), 119.1 (CN), 127.2 (C-6'), 128.3 (C-3), 131.3 (C-5'), 132.5 (C-7"), 145.3
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(C-4Y), 159.7 (C-1") ppm; R; 0.22 (hexanes/EtOAc, 2:1, potassium permanganate).

The obtained spectroscopic data are in accordance with the literature [2].

4'-((10-hydroxydecyl)oxy)-[1,1'-biphenyl]-4-carbonitrile (9b)

A mixture of 10-bromodecan-1-ol (7a) (2.37 g, 10 mmol), 4'-cyano-4-hydroxy-
biphenyl (8) (936 mg, 4.80 mmol) and potassium carbonate (2.76 g, 10 mmol) in abs.
acetone (30 mL) was heated under reflux for 24 h. All volatiles were removed under
vacuum and the residue was recrystallized from methanol (25 mL, hot filtrated from

potassium carbonate) to give 9b as a colourless solid (2.11 g, 6.00 mmol, 60%).

8, 5 4 1' 9 7 5 3 1
Neiar .
2

'H NMR (500 MHz, CDCls) § 1.21 (t, J = 5.2 Hz, 1H, OH), 1.32-1.36 (m, 10H, 3-H, 4-

H, 5-H, 6-H, 7-H), 1.44-1.50 (m, 2H, 8-H), 1.54—-1.58 (m, 2H, 2-H), 1.77-1.83 (m, 2H,
9-H), 3.62-3.65 (m, 2H, 1-H), 3.99-4.01 (m, 2H, 10-H), 6.97-6.99 (m, 2H, 2'-H),
7.52-7.54 (m, 2H, 3-H), 7.63-7.69 (m, 4H, 6'-H, 7'-H) ppm; *C NMR (125 MHz,
CDCls) § 25.7 (C-7), 26.0 (C-8), 29.21 (C-9), 29.35-29.50 (C-3, C-4, C-5, C-6), 32.7
(C-2), 63.0 (C-1), 68.1 (C-10), 110.0 (C-8'), 115.0 (C-2'), 119.1 (CN), 127.0 (C-6"),
128.3 (C-3), 131.3 (C-5), 132.5 (C-7'), 145.3 (C-4'), 159.7 (C-1') ppm; R; 0.66
(hexanes/EtOAc, 2:1, potassium permanganate). The obtained spectroscopic data

are in accordance with the literature [3].
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DSC studies

DSC traces of compounds 11b and 13b
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Figure S1: DSC traces of 11b (heating/cooling rate 5 K/min).
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Figure S2: DSC traces of 13b (heating/cooling rate 5 K/min).
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