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A synthesis of a-acyloxyamides is described which utilizes the reaction of 7y-picoline
N-oxide and various organic acids with diphenylketene N-p-tolylimine.
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Sir:

We have observed that when diphenylketene N-p-
tolylimine (1) is treated with excess 7y-picoline N-oxide
and benzoic acid, an 86% yield of N-(p-tolyl)-a-benzoxy-
diphenylacetamide (4) is obtained (1). No other product
was isolated from the reaction mixture. Earlier, Stevens
observed that treatment of 1 with benzoic acid yielded the
imide 5 (2). Thus, the presence of y-picoline N-oxide
totally changes the mode of reaction of ketenimines with
benzoic acid.
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One reasonable explanation of these results is illustrated
by the REACTION SCHEME. The reaction is initiated
by a nucleophilic attack of the oxide on the ketenimine
to give 2, a strong nucleophile which would be readily

protonated to yield 3. Since 3 should be receptive to a
nucleophilic attack by the organic acid with the subse-
quent elimination of y-picoline and loss of a proton, this
intermediate would allow for the formation of the
product observed (4).

To test the generality of this reaction as a route to
a-acyloxyamides, 1 was treated with y-picoline N-oxide
in the presence of acetic acid, propionic acid, cyclohexane-
carboxylic acid, and diphenylacetic acid. The corres-
ponding a-acyloxyamides were obtained in 56% (3), 78%,
77% and 70% yields, respectively (5). Although the imide
analogous to 5 was obtained in the reaction with acetic
acid in 32% yield, the imide adduct was not observed in
reactions with the other carboxylic acids.

The reaction of ketenimines with y-picoline N-oxide
and organic acids appears to be a general route to a-
acyloxyamides. The ease of carrying out the reaction, the
variety of ketenimines that are readily synthesized (6),
the commercial availability of the N-oxides and the acids,
and the good yields obtained indicate this process should
be a synthetically significant route to a-acyloxyamides.
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