[BJA307-2vn-06 BALES H1055FE2 (2025)

RSCYLMEIZEDTF LY EHRT ULORESICHET Bh
AT 4 D RANKF— FEREFDY ¥ Hh—OHE

CRRBEL ') offf #igr' - il B! mR &' - H5lF 25" - Bl 7
Linker Effect of Phosphine-Sulfonate Ligand on Palladium-Catalyzed Ethylene/Allyl Acetate
Copolymerization (' Graduate School of Engineering, The University of Tokyo) o Yusuke Hori,'
Atsushi Furuta,' Ryo Mandai,' Takanori Iwasaki, ' Kyoko Nozaki'

Incorporation of polar groups into polyolefins by the coordination copolymerization is an
attractive way to add chemical properties such as adhesivity to polyolefins. We found that a
palladium-phosphinesulfonate complex featuring a dichloro-substituted thienylene skeleton as
a linker (1) exhibits over 10 times higher activity in the copolymerization of ethylene and allyl
acetate compared to a conventional complex with a phenylene linker (2), while almost
maintaining the molecular weight and an incorporation ratio of allyl acetate. NMR analyses of
the chain-end structures of the copolymers revealed that the reactivities of the complexes in
chain transfer steps were quite different. In addition, we isolated the acetate complexes loac
and 20ac, that are in-situ formed during copolymerization as dormant species. Under an
ethylene atmosphere, 1oac was activated to resume polymerization 2.1 times as fast as 20a4c.
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