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Sir:

In the recent years there has been an increased interest
in the synthesis of heterocyclic C-glycosyl compounds
(2,3,4,5) as a consequence of the biological activity of
several natural C-nucleosides, such as showdomycin (6,7),
formycin (8) and pyrazomycin (9).

We wish to report a synthetic approach to C-glycosyl
compounds starting from acetylenic-sugar derivatives,
having the acetylenic group attached to the anomeric
carbon atom.

Treatment of 1-phenyl-2-(2,3,4,6-tetra-0 -acetyl-8-D-
glucopyranosyl)acetylene (I) (10) in ether with a ethereal
solution of diazomethane, furnished after seven days at
room temperature a pyrazole derivative Il (11) in 72%
yield (90% yield based on the recovered I), m.p. 129-130°
(ethyl acetate-cyclohexane); [a]D +4° (¢, 0.41, chloro-
form); U.V. X\ max (ethanol), 240 mu (e, 11,232).
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The structure of 1l was ascertained by permanganate
oxidation to give 3(5)-phenylpyrazole-4-carboxylic acid
which on decarboxylation afforded 3(3)-phenylpyrazole,
identical with a sample obtained from the reaction of
phenylacetylene and diazomethane (12).

On the other hand, the treatment in the same experi-
mental conditions as above of 1-phenyl-2-(2,3,4,6-tetra-O-
acetyl-o-D-glucopyranosyl)acetylene (I1I), m.p. 104-105°
(from benzene-cyclohexane) [a]g + 211° (¢, 0.62, chloro-
form) obtained by thick-layer chromatography (silica gel
PF,54, Merck, 2 mm thickness, petroleum ether-ethyl
acetate 2:1; four developments) from the mother liquor

left from crystallization of 1, furnished the pyrazole deri-
vative IV, in 59% yield, m.p. 78-80° (ethanol-water); [a]p
+115.8° (c, 1.41, chloroform); U.V. X max 242 mu (e,
10,220).
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The anomeric assignments of the two acetylenic carbo-
hydrates and of the pyrazole derivatives are based so far
on the values of their specific rotations. This point and
the synthesis of other heterocyclic C-glycosyl derivatives
by 1,3-dipolar cycloaddition reactions to acetylenic sugars
are under investigation in our laboratory.
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