178

Preliminary Communication

Carbohydrate derivatives of 1-substituted 1,2,3-triazole

Recently, Curtin and Alexandroul have studied the structure of the oxidation
products obtained by the action of iodine and mercuric oxide on the bis(benzoyl-
hydrazones) of dimethylglyoxal, pyruvaldehyde, and benzil. They found that the
products possessed ester bands at 1750 cm-1 but not the amide band that would be
expected on the basis of the tetrazine structures previously? ascribed to them. This
fact and other experiments led the authors to consider these compounds to be
desivatives of 1-benzoylamino-1,2,3-triazole enol benzoate.

For a similar oxidation in the carbohydrate series, the D-arabino-hexosulose
bis(acylhydrazones) (1a) shown in the Table were prepared from D-arabino-hexosulose
{glucosone) and acyl hydrazines, by the procedure used for the prepration of carbamoyl
osazonesS. The colorless bis(acylhydrazones) obtained showed two CONH bands
between 1640-1690 cm~, in addition to a C=N band which appeared between
1$9%5-8615 cm -1 (see Table I).

Acetylation of the bis(acylhydrazones) gave the tetraacetates (Ib) which showed,
irn addition to the amide bands, an ester band at 1750 cm~—1. Oxidation of these
acetyl derivatives with iodine and mercuric oxide gave products (III) having two
hiydrogon atoms fewer than the bis(acylhydrazone) acetates.
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The i.r. spectra of the oxidation products revealed no CONH bands but showed
taegr cater bands at 1750 cm~? (see Table) probably arising from the O-acetyl and the
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enol benzoate groups. These data accord with the general structure of Curtin and
Alexandrou! for the pyruvaldehyde derivative, and the products are, therefore,
tentatively formulated as 4-substituted i-benzoylamino-1,2,3-triazole enol benzoates
(111). The reaction may be exemplified by the conversion of D-arabino-hexosulose bis-
(benzoylhydrazone) (Ia; Ry = COPh) into the tetraacetate (Ib; R: = COPh).
and the oxidation of the latter to the 1-benzoylamino-4-(D-arahino-tetraacetoxybutyl)-
1,2,3-triazole enol benzoate (III; Ry = Ph). Mixed osazones of the type (1la) were
also prepared, from Dp-arabino-hexosulose 1-(2-methyl-z-phenylhydrazone) and acyl-
hydrazines. Their acetates (IIb) displayed the expected resistance toward oxidation
to enol acylates of the type (I11).
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