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4 three step synthesis of ketone I, which is a potential key
intermediate for the synthesis of 19-nor-6~aza-steroids, has
been reported earlier from this 1aboratory1). In this commu-
nicetion we wish to describe the conversion of I to the me-
thyl ethers of 6-azaequilenin (II)2> and 8§,9§-6-azaestrone
(TiI1).

Reduction of I with sodium borohydride gave a singie iso~
mer of the corresponding alcochol in 905 yield, which could
be further hydrogenated over palladium on calcium carbonate

in 2 predominantly stereoselective manner to give the reduced

alcohol IV in good yields, Oppenauer oxidation of IV yielded
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max 3

9.4 U (singlet) C g-methyl. Refluxing of V with 805 sulphuric

the ketone V; m.p. 216-218%, y 1735 (C=0), W.k.R. (CDCL
acid and a trace of arsenic pentoxide converted it to 6~-aza-
equilenin methyl ether (II); m.p. 171°,yg§§ 1934 (C=0).

Alternately, the alcohol IV could be simultaneously oxi-
dized and detosylated to VIa in high yields by refluxing it
with sodium hydride or lithium aluminjum hydride; (m.p.188°,
AETOH 435, 327, 339, logl = 4.64, 3.67, 3.74). Chromic acid
oxidation of VIa resulted in the formation of a ketone which
was identical in all respects with II. Attempted detosylation
of IV wi.th a mixture of hydrochloric and acetic acids gave
the acezate;VIb in low yield.

Catalytié reduction of I over pzlladium on calcium carbo-
nate gave a mixture of the aforementioned ketone V and an
isomeri: ketone VII; mep. 132-134°, N.ML.R. (CDCL3) 9.16 T
(singlet) C;q-methyl. The assignment of the cis and trans
configurations for the C/D rings in VII and V respectively is
based upon the similarity of the chemical shifts of their 018'
methyl protons to the chemical shifts for similer protons in
analogous sterevisomers of the anthrasteroid series3). The ex-
tension of the stereochemical assignuent of ketone V to com-
pounds II, IV, VIa and VIb permits us %o assign a trans con-
figuration to each of the latter compounds. Corroborative
evidence for the structures of equilenin derivatives II and
VIa was obtained from the fact that their I.R.-spectra were
identical with the spectra obtained by Burckhalter et al4) for
samples of II and VIa‘obtained by them via a totally different

nynthetic route.
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eductive debtosyletion of ketone V with potassium and 1i-
quid ammonia at -80° resulted in a mixture from which the al-
cohol VIII, m.p. 178%, A S 294 (105€ = 4.43) could be isola-
ted by chromatography over a florisil column. Oxidation of
VIII with aluminium isopropoxide and cyclohexanone led to the
methyl ether of 6-azaestrone III, m.p. 164°,y'§2§ 1719 (C=0),
A ZEOR 211, 253, 301 (logé = 4.4, 3.84, 3.62).

Treatment of 2lcohol IV with potassium and liquid ammonia
at -80° yielded a complex nixture from which the alcohols VIa
and VIII could be isolated after laborious chromatography. A
third compound C,|8H251\TO5 has also been isolated from this
mixture and its structure is under investigation.

The syntheses of various 19-nor-6-aza-steroids is current-
1y in progress in this laboratory and experiments are also
under way to elucidate the stereochemistry at the C8 and 09

carbon atoms.,
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