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Improvement of Palladium-Catalyzed Dehydrogenative Substituted Benzene Synthesis from
Propyl Ketones and Allyl Carbonates (School of Engineering, Tokyo University of Technology)
OKenta Koike, Satoshi Ueno

Synthetic methods of substituted benzenes are roughly classified into two methods: a method
of introducing a substituent on an aromatic ring and a method of constructing the aromatic ring
itself. In the method of constructing the aromatic ring itself, highly unsaturated substrates, such
as an alkyne or an alkene, is used. However, some of these substrates are unstable and not
easily available. On the other hand, our research group has developed synthetic methods that
utilizes o, f-unsaturated carbonyl compounds generated in situ by nickel- and palladium-
catalyzed dehydrogenation of saturated carbonyl compounds. In this series of studies, we
found that 3-phenylpropyl ketone reacted with methyl allyl carbonate in the presence of a
catalytic amount of palladium catalyst to give m-phenyl aromatic ketones in good yields.
Herein, the reaction with a variety of propyl ketones and allylating reagents was investigated.
Furthermore, the detailed investigation on the reaction pathway made it possible to
significantly improve the reaction efficiency.
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