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Synthesis of multisubstituted aromatics based on C—H borylation of 3-triazenylaryne precursor
(LBB, IIR, Institute of Science Tokyo)

(OMarina Tamura, Jumpei Taguchi, Takumi Okuyama, Takamitsu Hosoya

We recently reported that 3-triazenylaryne serves as a useful synthetic intermediate for
multisubstituted aromatics via the reaction with arynophiles and subsequent transformation of
the triazenyl group. To broaden the range of synthesizable aromatic compounds based on this
approach, a combination of regioselective C—H borylation reactions was examined. As the
result, 1,2,3,5-tetrasubstituted benzene was synthesized via meta-C—H borylation of 3-
triazenylbenzyne precursor using Ir/dtbpy catalyst, followed by sequential transformations of
the boryl group, aryne moiety, and the triazenyl group. 1,2,3,4-Tetrasubstituted benzene was
also obtained via the cycloaddition of 3-triazenylbenzyne, followed by ortho-C—H borylation
using Ir/P(CeFs); catalyst, and subsequent aryne generation using acidic silica-gel.
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