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CYANOGEN BROMIDE AS AN ACYLATING AGENT.

B.8.Thyagarajan and K.HRsjsgopalan.
Department of Organic Chemistry, University of Madras, Madras - 25, Indis.

(Received 2 February 1965)

We wish to report a novel acylating action utilising
cyanogen bromide and the sodium salts of organic acids as reactants.

In tbe course of a study of brominative decarboxylation
of pyridone- end quinolizove cerboxylic scids (1,2), by the action of bro-
mine in refluxing acetic acid, we desired to explore the possibility of
effecting cyanative decarboxylation by means of cysnogen bromide. In the
event, although quentitative evolution of GO2 was observed, the products
vere found to be only the starting acids (3). However, when the action of
CNBr was tried on the sodium salts of salicylic acid or p~hydroxybengoic
acld in refluxing acetic acid, quantitative release of CO, was sgain ob-
served but the products isclated after removal of acetic acid and sodium
bromide were found to be different. They were devoid of bromine or nitro-
gen, Their infrared spectra revealed the presance of sm extra carbonyl while
elemental analyses showed the additiom of an acetyl group., Further confir-
mation was at hand from the HMR spectra which clearly showed the presence
of the 00.(2!3 group. Copparison with autbentic specimens of acetylsalicylic
acid and p~acetoxybenzoic acid showed complete identity in mixed melting
point and infrared spectra. In so far as we know, THIS IS THE FIRST HEPOHT
OF CYANOGEN BROMIDE FUNCTIONING AS AN ACYLATING AGENT UNDER THE EXPERDMEN-~
TAL CONDITIONS REPORTED.
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Cysnogen bromide has besn utiliszed as a brominating agent
and a cyanating agent (455). Reports are also svailable in the literature
wherein the sodium salts of carboxylic sclds are comverted into the corres~
ponding NITRILES by cyanogen bromide under pyrolytic conditiens (300°) (6,7).
Our observaticns are unique in utilizing CNBr ss an ggylating sgent.

By carrying out the reaction between the sodium salt of
p-hydroxybenzoic acid and CNBr in the preseace of other acids like proplonic,
butyric and isobutyric acids, we have obtalned the corresponding gcyl deri-
vatives in good ylelds. The producis were idemtified by compariscn with au-
thentic specimens. In every case the reaction was extremely fast and facile,
the reaction being complete within fifteeh alnutes es indiocated by the
quantitative evolution of CO; within this time.

Further work is in progress to determine the mechanistic
details of this acylation reaction like the source of the t’.)O2 and the nature
of the acylating intermediate. We are also exploring the general appliocabi-~
1ity of CHBr as an acylating agemt,
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