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SUFMARY AND CONCLUSION

Iedustion of 4,h4-dimethylcholest=5-en-3-one oxime with
lithium alwsinwas hydride or sodium and hutanol«1 has afforded
3peamino-d=tedinethylcholest-5-ene as the major produci, The ratie
of 38 : 3d-anines in the lithium aluminum hydride reduction is
considerable greater than in the corresponding sodium znd butanol-q
reduction, and this suggests sterie approach contrel in the metal
hydride reductions. The different steric oukecone in thie reductiorn
a5 codparcd with metal hydride reduction of steroidal oxinss had
been suggesicd to be due to maboat conformation of ring A.

The configuratians of H-and }ﬁ—QMino—ﬁ1k*dimethylcholcst—
Seenc bydrochlorides have been determined by means of MR and
clreular dichroisms The NMA spectra of the hydrochlorides, when
deterzined in trifluoroccetie acid, show some interesting chemical
shifts for the tertiary methyl protons attached to 619, C}O’ ard

C Signals have been asaighed to these protons, and evidence

31*

le provided which suggests that the ammonium group has shiclding

effect on protons,y TFurther investigation of this effect is suggested.
Attempts to prepare I-carboxy~b,lU-dimethyicholest-S~ene

by means ¢f subatitutien reactions have failed. The results

obtailned show that elimination snd rearrangemeant of ring A oceurs

more readilly in this compound than substituticn.

3p-hnino, 4,4-dimethylchalestane hydrochloride has been
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preparcd from & ,/ledinethylcholesl=-5-en-3-one aud by catalvytic
hydrogenation of }9ﬂmino—4,4-dimethylcholest—5—ene hydérochloride,
L Floconfiguration has been assigned to this hydrochlorlde on the
basles of cur findings an the reductlon of 3J-oximino~4,l-dimethyl-
cholest-5-eneo, Ti addition, we have suggested a 3f-configuration
for the dineihylamine group of jj-dimethylaminmu,hudimethyl-
cholestare which has been prepared by Djerassi.

3a=hArino=i h-dimethylcholest=5-ene hydrochloride rosisted
hydrogenaticon on nalladiun charcoal, but afforded an isorner when
shaken in ethBnol with Ranoy nilckel under an atmosphere of hydrogcnes
The formation of this compound is suggested to invelve a carbenium
ion rearrangement; suppert for this postulate has been found in
the acid catalyscd recarrongement of Eﬂ—acetoxy—h,ﬁ—dimethylchﬂlest-
2-¢ne. Thic letter rearrangenent affords twoe iscmeric acetatos
and possible structures for these compounds are discussed,
Evldence suzgests that the acetatos formed by a "back-bone!
rearrangement and a Wastphalen's disl type rearrangement arc the

mest likely products of this reactlon,
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