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Sequential aryne generation based on dehydrogenative aryne generation method using 3-
haloaryne precursor (LBB, IIR, Institute of Science Tokyo)
OKayato Nishida, Yuto Sumida, Miho Ohsumi, Jumpei Taguchi, Takamitsu Hosoya

Although sequential generation of arynes enables facile synthesis of multisubstituted
aromatics, it generally requires using highly substituted benzene derivatives as precursors,
which are often difficult to synthesize. It is also required to precisely design the precursor with
multiple aryne generating sites, from which arynes can be generated orthogonally. To address
these issues, we recently achieved a sequential aryne generation based on our original method
for generating 3-fluoroarynes via deprotonation. Since this method was applicable to the
generation of other 3-haloarynes, we designed and synthesized 3,4-dihalophenyl triflates as
1,3-benzdiyne equivalents with the idea of using the halogen substituents as the second aryne
generating site, which remained after the generation of 3-haloarynes. Using this type of
precursor, we achieved sequential aryne reactions via deprotonative generation of 3-haloarynes,
followed by aryne generation at the gem-dihalogen unit.
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