E1121-Tpm-13 BALSS HE104BFES (2024)

HERTREREICLDFEFRGEI IO A VLT FOUNERMBER

(PREET) OBIAZEAR - ZHEM - ATHRAG - SAREE - A

Efficient Synthesis of Conformationally Flexible Macrocycles by Utilizing a Hemilabile
Conformational Lock (Faculty of Science and Engineering, Chuo University) O Wakana
Sekiguchi, Natsuki Shibama, Kosuke Maeda, Takahiro Iwamoto, Youichi Ishii

Macrocycles with a conformational flexibility have gained intense attention, because their
geometrical fluctuations lead to unique functions, whereas efficient construction of such a
macrocyclic structure is still challenging. Herein, we designed macrocycles consisted of O—Si—
O linkages with the expectation that the O—Si—O unit serves as a hemilabile conformational
lock, which lead to an efficient cyclization as well as the conformational flexibility of the
resulting macrocycle.

Treatment of an aromatic diol with dichlorosilane in the presence of imidazole provided the
cyclic tetramer with high selectivity. Notably, the macrocyclization was found to be nearlly
quantitative, rapid, and feasible even under dramatically high concentration (3 M). The
structures of (OSiOMe,O—-CsHs)s and (OSiOMer—C¢Hs—CsHa)s were confirmed by X-ray
structural analysis to reveal that these macrocycles adopt a nearly square conformation in a
crystalline state.
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