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Cu-Catalyzed Synthesis of Stannoles with Arynes (Hiroshima University) O Ayaka Fujiwara,
Ryusuke Tsunemitsu, Rong Shang, Masaaki Nakamoto, Hiroto Yoshida

Dibenzostannole derivatives have proven to be useful compounds as fluorescent materials
and synthetic intermediates. The reaction of tin halides with 2,2’-dilithiobiaryls, generated by
halogen—lithium exchange of 2,2’-dibromobiaryls, is the representative method of synthesizing
dibenzostannoles; high nucleophilicity and strong basicity of the organolithium reagents impair
the functional group compatibility, which would limit the structural diversity of
dibenzostannoles obtained thereby. Herein we disclose that stannylative cyclization reaction
between arynes and 1,2-distannylarenes smoothly occurs under copper catalysis, leading to the
formation of various dibenzostannoles. The reaction would formally proceed through insertion
of arynes into an Ar—SnMe; bond of 1,2-distannylarenes, followed by stannylative cyclization
at another Sn center.

Keywords : Arynes, Stannoles; Copper Catalyst

TRV AL ) —VERERIE, B DA RRHRIE Y8 LTH A AR EE T
b5, FORBHIRERIEZ, 220-C7 0TV — O a b - F 7 AT
B"BoNDVT =AU FliE, AAX N Z ALY THIET SIS TH D0, HKY F 7 A
BOSHN O @ KA & SRIE RN X TR AL IR T S, Oy 2% ) — Uit %
REMZZHDIZT 2. SEFEAIE, TIA42E12-VAZ =T L—1 b a2 Sfilit
FIETMIGESEDZ LT, DRV AY ) —)VERIMMERETE D 2RO K
IS, —H D Ar-SnMes FEAE~DT T4 L DFEA L, #:<H 9 —FHD Sn ETOB{
ERCETTSEE 2TV D.

SnMe; g":z
salle =
SnMe, Cu Catalyst Q O

1) C. Gu, D. Zhu, M. Qiu, L. Han, S. Wen, Y. Lia, R. Yang, New J. Chem. 2016, 40, 7787.
2) I. Nagao, M. Shimizu, T. Hiyama, Angew. Chem. Int. Ed. 2009, 48, 7573.

© The Chemical Society of Japan - D203-4pm-10 -



