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Novel molecular transformations of amide based on neighboring functional group

Takeda, Norihiko
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Grignard a

The novel transformations triggered by nucleophilic addition to amide
carrying the neighboring functional group were developed. Sequential nucleophilic
arylation/ring-contractive rearrangement of alpha-bromo-N-alkoxylactams with organometallic reagents

provided 2-aroyl pyrrolidines incorporating various C(sp2) units such as aryl and heteroaryl
groups. In the case of alpha-bromo-N-iminolactam with organometallic reagents, a wide range of
C-nucleophiles including alkynyl, alkenyl and alkyl groups could be introduced. Moreover, conjugated
N-alkoxylactam with Grignard reagent in the presence of silylating agent afforded 3-aroyl
piperidines through sequential nucleophilic addition/ring recombination process. We also found that
sequential nucleophilic addition/rearrangement of conjugated N-(arylamino)lactam with Grignard
reagent gave alpha-arylated lactam with a quaternary carbon center.
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