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SYNTHESIS OF AZULENOROTAXANES
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WETFEI BRI  ITEUSHEERET » YA EER HER—EE
B MARTHRER E 4+ R i (supramolecular system), K43-FFLIF (mactocyelic
cavity) HUR]I7EARERR SR, ﬁ&ﬁﬁ@f@ﬁ, ENFTE8 molecular-level machines. ]

1. fm, macrocycle M AILIRRRBHEEE FREIOHILE, i AB

FIZRELEED. SR TIRARATE, T DI R IRER . UV M.

]!

XE"Jr%i(‘Uﬁﬂﬁﬁ (azulene ring) BAIRS TR, HFFES 10 {H4HE
nEFHGEE, A moomplex HIBE, TUEHRBETRELEES
Bl @%ﬁ BAFR—HEEREANEaE, EEM/NUEFIRESE
FF, B4 iEEE o, IESE T DIE—F& molecular level BYTE-T-HARY.

) ﬁ.(azulene)%ﬁ%éﬁéw ﬁﬁﬁ’ﬁﬁ"ﬁfﬁﬁﬁ’ﬂ%ﬁﬂ”ﬂ_ AEERENEL,
ﬁﬁﬂtﬁ%ﬂ‘]ﬁ%ﬁ%ﬁ%ﬁﬁ elecrtron rich-electron poor ring KRITEES#E
(rigid) 23 rotaxanes ﬁ%ﬁﬁﬂﬁa@ﬁﬁ’a@a rotaxanes [ [/ HZRA1E
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B;s[dl(z-hydroxy-ii-methoxycarb(mylazulene—l-yl)methanemethyleneglycnldieth =
er] '(compaund 6, n=3) C62H50015 violet crysta], mp 82-50C: 1H NMR(CDCls) s

s 923(4H d, J= 10Hz, H-4), 8.59(4H, 4, J— 10Hz H—S), 748(4H, t, J— 10Hz, H—6),
7.36-7. 22(8H, m, H-57)4.68(4H, s, 2 x CHQ) 4.21-4. 1837}370{16}{ m 8 x

OCH2),3.85(12H, s, 4 x COOMe), 3.69(8H, s, 2 x -OCHCH); I3CNMR(CDCl3) 3166.3,

1649, 140.2, 138.8, 136.2, 134.9, 1347, 127.8, 1269 120.3, 104.6,74.4, 70.8, 70.6, 50.9,
17.5; FAB-MS m/z 1083(M+23 10), 10600M, 26) 1029(11), 499(22), 307(1(}0)

TR(KBr) 1681, 1212, 1111, 1040ce1°D s
Bis[di(2-hydroxy'-3-meth_oxycarbonylazuleﬁe-l—yI)methanetetraethyléne

giy;oldiether} (compound 6, n=4) 0661168018, vioiet pism, mp 160-1°C;

IINMR(CDCI3) 89.23(4Hd, J= 10Hz, H-4),8 61(41{ d, /= 10HzH- 8), 749(41—1 t,

R

J=10Hz, H-6), 7.33(4H,t, J= 10Hz, H-5), 7.28(4H b S 10Hz, H-7), 4. 64{41-1 5 2 x CHz), =
439436, 3.72-3.69(16H, m, 8 x OCH), 3. 92(12H, s, 4 x COOMe), 3. 50(16[—1, s,2 X
OCHCH); 13C NMR(CDCI3) 8166, 165, 140, 139 136 135, 128, 127, 120, 104 75 7,
51, 17 ; FAB-MS m/z 1171(M+23, 46), 1148(M.40), 1117(_16),‘ 307(100); IR(KBr) 1672
1205, 1103,1034 cm-1. |

Bis[di(2-hydroxy-3-m ethoxyéarbonylazh Iene'-iéyl}lhethanéﬁénté&ﬁiléﬁ '
eglycoldiether] (compound 6, n=5) C70H76020; HNMR(CDCI3) 89.24(4H, d, J=




10Hz,H-4), 8.594H, d, J=10Hz, H-8), 7.51(4H, t, J= 10Hz, H-6), 7.37-7.25(8H, m, H-5,7),
4.63(4H;—s, 2% CHY), 4.44-441, 3.80-3.77, 3.61-3.58,3.5 1-349(32H, m, 16 x

OCH2)3.93(12H, s, 4 x COOMe), 3.39(8H, s, 2 x OCH2CHp); 13CNMR(CDCI3 )
5166.4,165.1, 1402, 138.6, 1362, 134.7, 1345, 127.8, 127.0, 1198 104.5, 74.5, 70.0,

51.0,17.8; IR(KBr) 1680 1211 cm-L.
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