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Asymmetric modification of calix[4]arenes through conformational manipulation by
inclusion in a hollow complex

('Graduate School of Engineering, Tokyo University, *Institute for Molecular Science)
OKenta lizuka,' Hiroki Takezawa,' Makoto Fyj ital?

Calix[4]arenes are versatile host molecules. Selective functionalization of the hosts is
demanded, but it is still difficult to functionalize them partially and selectively because of the
multiple and isolated active sites. In this work, we achieved selective functionalization on
both rims of calix[4]arenes by varying steric environments around active sites through
conformational fixation in a hollow complex. Calix[4]arene derivatives 2a,b was
conformationally fixed in the cavity of cage 1. By using the fixed conformations, we
achieved the selective functionalization of calix[4]arene derivatives. Finally, multistep
reactions inside the cage enabled short synthesis of less-symmetric calix[4]arene derivatives 3.
Keywords : Calixarene; Conformational Fixation, Selective Functionalization; Halogenation

Y v 7 AT VAT AR A Ny Th D0, BEOINL L7 SOGmD
— I B EIRAIER T D Z S IEREECTH D, ABFIE T, e R~ A
M UTEEEBEEIC LD, T v 7 X[4]7 L O BRAER & 2R L T2,

YV w7 A[4]T L UFERTH D 2ab K 1 OAKEIRIZ R S B HET 5
EL WTRUHEER 1 OWNERCEUEREE STz, LSRN TR S 7B & R H
T5H T, BRINARMER - RSSO EIT Lz, 122l N-70® A7 A 2
FINBS)ZEFl &85 &, BHHEED 4ETOEERD Y b 1 BN EF bEan-
2¢ DEEMITHELIZ, £, 2b OKEEHE EOLRERZ EIRIICHREST 5 Z &2
M LTm, & 51T, HZEBERN TORBINM IS 2 EEAG b5 2 & T, T
72V w7 A[A]T L UERER 2b D BB TRIFRMEDIRWEEER 3 AT 5 2
TR LT,

1-2b 1-3

© The Chemical Society of Japan - K605-2am-06 -



