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Imidazole Thiol-esters from 6-Methylthiopurines, and a 1,2,3-Triazole
Thio-imidate from a 6-Methylthio-8-azapurine!

By ADRIEN ALBERT
(Department of Medical Chemistry, John Curtin School of Medical Research, Australian National University, Canberra, 2600,
Australia)

Summary The action of acid on 6-methylthiopurines gave
the first imidazole thiol-esters, and 9-methyl-6-methyl-
thio-8-azapurine gave the unusual 1,2,3-triazole thio-
imidate (III); these have potential value as intermediates.

It was recently shown! that 6-methylthio-8-azapurine (Ia)

gives, quantitatively, the thiol-ester, 4-amino-5-(methyl-
thio)carbonyl-1,2,3-triazole (IIa) when boiled with 1IN-
hydrochloric acid. It is now found that 6-methylthio-
purine (Ib) similarly gives 4-amino-5-(methylthio)carbonyl-
imidazole (IIb), m.p. 226°, which can be converted by
aqueous ammonia into 4-aminoimidazole-5-carboxamide,?
m.p. 168—170°. Similarly, the purine (Ic) furnishes the

o thiol-ester (IIc), m.p. 268°. Both thiol-esters showed
SMe T strong ir. absorption near 1640 (C-O stretch) and 890
71 Ry /1;)' C-SMe (C-S stretch) cm. 2,

X\ 9 | — X\ 3% - No intermediate was obtained from this purine reaction,
N N 2 but the course of the reaction is indicated by the thio-
) R R imidate (III) [4-amino-5-C-imino-C(methylthio)methyl-3-
X R (1 *NH, cr methyl-1,2,3-triazole hydrochloride], now isolated (60%
() N H /N’ g-SMe §i5eld) ’lf{lom tﬁehr?ction é{g) z; (IId) when condu;:tec%r 1z:’c
°. is salt had m.p. ° (from water—acetone). e
(b) CH H N<N];H2 free base, liberated at pH 7, decomposed on gentle heating
(c) CH Me Mo to 4-amino-5-cyano-3-methyl-1,2,3-triazole, m.p. 229° (from

({d) N Me water) and methanethiol.
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t Although contrary to I.U.P.A.C. nomenclature, “‘8-azapurine”” is permitted as a trivial name because of its widespread use in

biological work.
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