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THE rearrangement of N-acylanilines to amino ketones at elevated tem—
peratures in the presence of aluminum chloride has been known for same
time.2 We would like to report that the photolysis of aryl amides of
aliphatic acids at room temperature involves a similar migration of the acyl
group from the side-chain nitrogen to the aromatic nucleus, The photoe
chemical rearrangement of aryl esters, i.e, the Pries rearrangement, has

been reported recen'c.ly.3

Irradiation® of acetanilide (3g.) in absolute ethanol (100ml.) for 8
hours gave oc-aminoacetophenone (20%), p-aminoacetophenone(25%) and aniline
(18%).
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Hanau Q81 high pressure mercury vapour lamps fitted into quartz
immersion tubes,.
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M,

R = CH;, CH, or n-CH,

Similarly, irradiation of an alcoholic solution of propionanilide gave
o—aminopropiophenone (22%), p-aminopropiophenone (25%) and aniline (20%),
while butyranilide gave o-aminobutyrophenone (18%), p-aminobutyrophencne
(23%) and aniline (21%)., The solid amino ketones were identified by
their melting points, mixed melting points and infrared spectra which were
identical with those of authentic samples, The liquid products were
identified by their retention times in gas-liquid chromatography and
further by their N-benzoyl derivatives which were identical with authentic

specimens,

The aluminum chloride~induced rearrangement of Neacylanilines is
reported to be intermolecular and to yield the para amino ketones,2’5
whereas tie photochemical rearrangement produces appreciable amounts of
the ortho isomers. We found that both ortho and para isomers were stable
under our reaction conditions and therefore neither is an intermediate in

the formation of the other,

The mnechanism of the photochemical rearrangement has not yet been
establisheds Preliminary experiments showed that irradiation of an
alcoholic solution of acetanilide containing o-toluidine produced mainly

o-aminoacetophenone and p-sminoacetophenone together with some 2-amino-
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acetophenone in the case of acetanilide,
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3-methylacetophenone and h-amino-j;methyiacetophenone, vwhich were detected
by gas=liquid chromatography. Similarly, photolysis of o-acetotoluidide
in the presence of aniline gave mainly 2-amino-3-methylacetophenone and
L-amino-3-methylacetophenone together with some o-aminocacetophenone and

p-aminoacet ophenone,

Further studies of the rearrangement and the mechanism are in

progress,
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