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Control of polymerization mode of unstoichiometric polycondensation with
additives
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We investigated additive-controlled switching from abnormal to normal
unstochiometric Suzuki-Miyaura coupling polymerization of diboronic acid ester monomer and excess
dibromo monomer with t-Bu3P-ligated Pd catalyst. In polycondensation of diboronic acid ester and
dibromo monomer containing carbon-carbon triple bond or nitrogen-nitrogen double bond,
high-molecular-weight polymer with boronate at both ends was obtained, whereas the polycondensation
in the presence of olefin such as styrene and stilbene gave low-molecular-weight polymer with
bromine at both ends. In the case of polycondensation using general aromatic dibromides,
benzothiadiazole was found to be effective for switching the polymerization mode.
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