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Communications To THE EDITOR

The Wolff-Kishner Reaction with
a-Oximinoketones

Sir:

The Wolff-Kishner reaction is usually a very
reliable and useful method for converting a car-
bonyl group to methylene. However, when applied
to a~ or @-substituted ketones and aldehydes,!
some other structural change may occur as well.
We have found that o-oximinoketones, when sub-
jected to this reaction, may lead to a number of
products, including in one instance normal reduc-
tion to the methylene group.

When 1,2-indanedione 2-oxime (I) was expased
to the usual Wolff-Kishner reaction conditions
(hydrazine, potassium hydroxide, diethylene glyeol,
190°) a 739, yield of indano[1,2]-v-triazole (II)
resulted (m.p. 140-141°. Anal. Found: C, 68.8;
H, 4.4; N, 26.8). The hydrazone of I (m.p, 240~
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242°, Anal. Found: C, 61.9; H, 5.2; N, 24.1) gave
the same product when exposed to the action of
alkali in diethylene glycol. This appears to be a
possible method for preparing v-triazoles in which
the nitrogen is unsubstituted.? However, the reac-
tion is far from general.

When a-oximinoacetophenone was treated under
the same conditions, the only produect isolated was
phenylacetic acid (in 709, yield). From 2,3-butane-
dione 2-oxime, 2,3-butanedione 3-hydrazone-2-ox-
ime was obtained in 659 yield with no evidence of
any triazole formation. And from 2,3-octanedione 3-
oxime a 909, yield resulted of the normal reduction
product, 3-octanone oxime (b.p. 115°/14 mm., n¥
1.4492; reported® b.p. 92°/5 mm., n¥ 1.4517.
Anal. Found: C, 67.4; H, 11.7; N, 9.5).

The mechanism of this reaction and its applica-
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tion to a-oximinoketones in general is under further
study.

H. RAPOPORT
H. H. Cuent

DEPARTMENT OF CHEMISTRY
Un1veRrsity oF CALIFORNIA
BERKELEY, CALIF.

Received January 18, 1960

(4) Frank Shu Scientific Fellow of the China Institute
in America.

Cé6-Hydroxylated Steroids. I. Preparation of
6c- and 63-Hydroxyhydrocortisone and
6a-Hydroxyprednisolone

Sir:

We wish here to describe the first chemical prepa-
ration of 6a- and 68-hydroxyhydrocortisone (Ia,
IIa) and 6a-hydroxyprednisolone (Ic).!

68-Hydroxyhydrocortisone (IIa) has been es-
tablished as a metabolite of hydrocortisone in
animal and human studies.?* Burstein and Dorf-
man®® have speculated that 6a-hydroxyhydrocorti-
sone (Ia) may also be a metabolite of hydrocorti-
sone in the guinea pig.
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The 5a,6a-epoxide III of hydrocortisone bis-
ethylene ketal® on treatment with either perchloric
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