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Synthesis of fully substituted sumanenes at the aromatic periphery through

hexabromomethylation ('Graduate School of Engineering, Osaka University, > ICS-OTRI,
Osaka Univ.) OHironobu Nakazawa,' Yuta Uetake,'> Yumi Yakiyama,"? Hidehiro Sakurai'-

Introduction of bromine to the molecular skeleton is a useful strategy for further
derivatization to various functional materials. Sumanene 1 is a curved- conjugated molecule
which possesses six reactive aryl carbons and the synthesis and application of its
hexabrominated compound was already achieved" to give functional systems?. In this context,
we tried to further extend haxa-substituted sumanene library by synthesizing
hexakis(bromomethyl)sumanene 2, which has active benzyl moieties. The application of p-
formaldehyde to sumanene in HBr/AcOH at 140 °C afforded 2 in 97% yield. The product
showed high dipole moment (3.8 D). The nucleophilic substitution on 2 realized the
introduction of several substituents such as OAc and SAc groups.
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1.3.5-trioxane (1200 mol%)

AcOH/HBr (excess)
10 h, 140 °C
97%

1 2 X =H. I, OAc, OMe, ONO,, SAc
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