e TEBTEWGERN TR I NZ2IBRT 5 Fil % 3%
MBI TEIE S DI DB

KBRS R B LATZeR G TL 2R IR

o WA

In order to develop novel type of artificial vesicles which can regulate the release ability of entrapped
substances by light, four cinnamic acid-derived amphiphiles 1-4 were prepared, and their photoreactivity and
aggregation behavior in the solution, the aqueous dispersion, and the DPPC (L.-a-dipalmitoylphosphatidylcholi
ne) bilayer matrix were examined. Although 4-hexadecyloxycinnamic acid (3) was converted to the syn head to
head dimer in the DPPC bilayer matrix by irradiation at above 280 nm light with formation of cis isomer, the
corresponding 3-bromo-4-hexadecyloxycinnamic acid (4) dimerized without formation of the cis isomer. The
release of entrapped glucose from the vesicle composed of a 1:1 mixture of cinnamic acid-derived amphiphile 1
(or 2) and DPPC was suppressed by irradiation at above 280 nm light and the extent of suppression was much
larger in the case of 2.  The formation of cis isomer accelerated the leakage of the entrapped glucose. In
addition, the release of entrapped glucose from the vesicle containing 2 was accelerated by irradiation at 254

nm, which can convert the dimer to the monomer.
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F 2752312, 7 (5.00g, 23.3 mmol) . v Vi (4.84
g, 46.5 mmol)., ¥V YV 10 mL. XY YV 47HE AN,
100°C T 24 WRIINEA L 7=, JOGHE T 12, K 20 g — iR
20 mL S EA L7z il L z[fkZE AR L, Kiktkhiz
L7, XOICZOMkE s aa kL ATHHL, A5/
=L 6 FEfGE U CHEMR 2 1572, IR 4.5 g (74%).

'H-NMR (400MHz, d6-acetone) : & 7.91 (d, 1H,
J=2.2Hz, aromatic), 7.67 (dd, 1H, J= 8.4, 2.2 Hz,
aromatic), 7.58 (d, 1H, J= 16.1 Hz, CH=CH), 7.14 (d,
1H, J= 8.4 Hz, aromatic), 6.45 (d, 1H, J= 16.1 Hz,
CH=CH), 3.95 (s, 3H, ArOCHs).
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Anal. Found: H, 3.42; C, 46.43; Br,
C1HoBrOs: H, 3.53; C, 46.72; Br, 31.08.

30.97. Calcd. for
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bt 8 (234 g, 9.1lmmol) % I1F X7 5 2T A
N, Ar@RE2T-572%. Yr7uou X2 18mL # KIoE
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H-NMR (400 MHz, d6-acetone) : & 7.85 (d, 1H, J= 2.2 Hz,
aromatic), 7.59-7.50 (m, 2H, CH=CH, aromatic), 7.05 (d,
1H, J= 8.4 Hz, aromatic), 6.39 (d, 1H, J= 16.1 Hz, CH=CH).
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mp 140-141 C .

'H-NMR (400 MHz, CDCls) : 8§ 7.75 (d, 1H, J= 2.2Hz,
7.56 (d, 1H, J= 16.1 Hz, CH=CH), 7.41 (dd, 1H,
J=84, 2.2 Hz, aromatic), 6.87 (d, 1H, J= 8.4 Hz, aromatic),
6.31 (d, 1H, J= 16.1Hz, CH=CH), 4.19 (t, 2H, J=6.6Hz,
ArCOOCH:R), 4.06 (t, 2H, J= 6.6 Hz, ArOCH:R), 1.85 (m,
2H), 1.75-1.21 (m, 54H), 0.89 (t, 6H, J= 6.8 Hz).

Anal. Found : H, 10.24; C, 70.79; Br, 11.68. Calcd. for
CaHnBrOs : H, 10.34; C, 71.17; Br, 11.55.

aromatic),

21.4 L& 4 DER
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H-NMR (400 MHz, CDCls/CDsOD = 4/1): § 7.73 (d,
1H, J= 2.2 Hz, aromatic), 7.42-7.34 (m, 2H, aromatic,
CH=CH), 6.85 (d, 1H, J= 8.4 Hz, aromatic), 6.57 (d, 1H,
J=16.1 Hz, CH=CH), 4.03 (t, 2H, J= 6.6 Hz, ArOCH:R),
1.82 (m, 2H, ArOCH:CH:R), 1.51-1.16 (m, 26H), 0.89 (t,
3H,J =6.8 Hz).
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TORIECALE 4 (5 ) T AKE) (49 mg, 0.10
mmol) & AN TAr EfEEZTH. PV ZFLT IV (90
uL. 0.64 mmol) . THF 4 mL #WA7%., Zh#% -78 C
WZWHIL TR Y AF LT EF Lo aT54 F (40 ul, 0.32
mmol) ZW-5< DA, ZOHEHRIZKEL, 51
48 MR L 7=, WAL L TR S M- & RIS,
L-a-ZY)+tuks277FY0La) Yy (GPC) (13 mg,
0.03 mmol), YAFLT7I /YT (DMAP) (13 mg,
0.10 mmol) M A. Ar EfRZIT\V, Yruaxxy 4
mL ZMACTHET6 HRMHIFL 7=, W2 EL TH
LN CREIR A CHCls ISR L. BE 4 A v 58t
DOWEX-50W %Gk 725 7 & (BB : CHCl) %3
FTZEIZkD CdEREL VY ZF LT I VAR A
THBLZB B AAE L2, RISV Ay s~
N5 T 4 — (BRVASE : CHCls/MeOH/H0=7/3/0 —
65/25/4) EAiTWV, AGREIKES72,

P17 mg (0H 50%)

FAB-MASS (m/z, %) : 1156 ([M*+1], 7), 184
(100). 'H-NMR (400MHz, CDCls/CDsOD): § 7.57
(m, 2H, aromatic), 7.40 (m, 2H, CH=CH), 7.27 (m,
2H, aromatic), 6.72 (m, 2H, aromatic), 6.15 (m, 2H,
CH=CH), 5.24 (m, 1H), 4.38 (m, 1H), 4.22 (m, 1H),
410 (m, 2H), 3.98 (m, 2H), 3.89 (m, 4H), 3.43 (m,
2H), 3.05 (s, 9H, N* (CHs) ), 1.73-1.07 (m, 56H), 0.71 (t,
6H, J=7.0 Hz).

Anal. Found: H, 8.09; C, 57.39; N, 1.27; Br, 12.84. Calcd. for
CssHosBr2NO1wP- 3H:0 : H, 8.33; C, 57.56; N, 1.16; Br, 13.20.
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AMA. 80 CoOXRBHTMMwL., &L 5. Bz k-> T,
FRBRAE N EE D © RHE X 2725, 80 TOXKBHFT, 25 W
Fa—T7R8) = — 2 —&EFWT, 5 SRR (10 B
ON. 10 ¥ OFF DO# 0k L) 1SEE WIS L7z, Bun k.
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F L7t TV — 4 —NT IR S, REBREN
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