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Synthesis of Heteroatom-Bridged n-Conjugated Polymers by Rhodium-Catalyzed Stitching
Polymerization

(Graduate School of Engineering Science, Osaka University) OSho Ikeda, Yuki Hanamura,
Hirokazu Tada, Ryo Shintani

We recently developed a rhodium-catalyzed stitching polymerization of 1,5-hexadiynes
possessing both terminal and internal alkyne moieties to give new m-conjugated polymers with
bridged repeating units." In the present study, we found that the stitching polymerization is also
applicable to monomers having terminal and internal alkynes connected with a heteroatom such
as silicon to give polymers possessing heteroatom-bridged n-conjugated repeating units, which
are difficult to synthesize using existing methods.

For example, when we employed dihexyl(phenylethynyl)silylacetylene as a model monomer,
the stitching polymerization proceeded smoothly in the presence of [Rh(OH)(cod)]2 (3 mol%
Rh) in THF at 60 °C to give the corresponding m-conjugated polymer in 89% yield after
reprecipitation. Furthermore, we found that the iodine-doped polymers obtained by this method
showed semiconductive properties.
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