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In extension of our work on the synthesis of different digjuteroids(4’5),

Ve report synthesis of the title compomd (VI).

3,5-Acotaxycholest-5-en-7-mo was converted to its oxime (I) by reaction
with pyridine-hydroxylamine hydrochloride system. The oxime on Beckmann re-
arrangement in dioXan-thionyl chloride gave in 598 yield 3p-acetoxy-7a-aza-B-
homocholest-5-en-7-one (II), m.p. 200-1° (EtoH), E(Jé“ -98° (e, 0.9 1n CHCL,),
}‘ﬁ’;gn 217 mp (loge 4.05), ,\._°§3°I2 2.95, 5,78, 6,03, 6,04, 6.23 j, (Anal Calcd
for CgogHyNOgs C, 76,105 H, 10.353 W, 3,06. Fouwmd: C, 75.76; H, 10.013
N, 3.06). The structure is based upon the ultraviclet absorption data'®).
The ester II was hydrolyzed by treatment with potassium carbonate in methanol
at room temperature (20-23%) for 20 hrs., The reaction mixture was worked up
to obtain in 858 yield ‘needles of 3P-hydrcxy-7a-aza-B-honocholest-5-m-7-me (111),
m.p. 191-92,5° (Meon-nzo),E(]D -110.8° (e, 0.99 in cAcL,) Amon 218 mp
(loge 4.23), AhzCl2 2,7, 2,78, 2,95, 6.02, 6,04, 6,23 j, (Anal Calod for
Coflefl02: C, 78,025 H, 10.91; W, 3,37, Founds C, 77.94; H, 1l.12; W,
3.61).

Oppenauer oxidation of III in ¢yclohexanone-toluene~aluminium isopropoxide
system gave gsolid product, )w ~ 245 mp, which could not be satisfactorily
crystallized, The ketone (IV) could, however, be characterized as oxime (V),
m.p, 237-38° (acoRt),[] 2 41.00 (c, 0.2 1 cHQLy), ,\"“"°H 246 mp (logt 4.32),
ADidol 3,05, 3.16, 5.9, 6,02 p, (Ansl Calod for CofiyNgOpt C, 75.66;
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H, 10.35; ¥, 6.54, Fowmd: C, 75.76; N, 10.47; N, 6.82). The shift of
double bond from 5,6- to 4,5- is clear from the ultraviolet maximum. It vas
tried to rearrange the oxime (V) with thionyl chloride in dioXan, but the
starting material was got bgck. But the ketone (IV) vhen subjected to Schmidt
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reaction in polyphosphorie .eid"’ gave in small yield (13F) the diazasteroid
YI, m.p. 325-26° (deccmp) (Meom),ldZ° +16.9%e, 1.16 1n cEGly), AESOH 2186 mp
(Loge 4.16), A2MO 3,50, 5.95, 6.01, 6.02, 6.2 p (Anal Caled for CogllgNa02s
c, 76,65 H, 10,35; N, 6,54. Founds C, 75,765 H, 10.37; N, 6,60).

The diazasteroid obtained by Schmidt reaction with the ketone IV could have
sither of the structures VI to IX. The ultraviolet absorption (218.5 mp)
favours structures VI, VII and VIII, the formula IX being excluded since such
an eneamine lactam would have maximum around 240 -p(s) Further, it 1is
generally known that large negative values for the molecular rotations are in

agreement with S-ene structuru(a).

A search of the literature on the relevant
agasteroids indieastes that among aza snalogues also this generalization mostly
holds good. The compounds with S-ene structures (Table I) have negative
rotations, vhereas, the entities with double bond projecting towards ring A

(4- or 4a-enes) show positive rotations (Table II). Now, the diazasteroid

under discussion has molecular rotation +68.1°. This observation favours
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structure V1, and rules out from consideration the structures with S-ene
systems (VII and VIII).

TABLR I
Optical Rotations of azasteroids with S-ene Structures

ey, ",

Coapd . deg. deg.
4-Azacholest-5-en-3-ane(? - 90.0 -347.0
3-Lu¢holest-5-on-4-mo(9) - 32,0 =123.4
7a-Asa~-B-homocholest-S5-en-7-one (10) -109,0 -435,7
4-Aza-A-homochol est-5-en-3-one (11) - 37.0 -147,9
4-Azapre gn-5-en o3 ,20-d tone (12) - 34,0 -107.3
17p-Rydroxy-4-azaandrost-5-en-3-one (13) - 93,0 -269,2
1'K-Hethyl-4-asaandrost-6-en-17%-ol-3-one' 1% -143,0 -433.8
Methyl Lnuchol-&en-a-on-zﬁoateus) =380.0
17p-Hydroxy-19-nor-4-azaandrost-S5-en-3-one {16) - 5.0 - 13.7
3’-Acetdx!-?a-aza-n-honodloloat-s-en-7-one (11) - 98,0 -448,5
7a-Aza-B-homochol est-5-en-3f-ol-7~one (III) -110.8 -460,4

TABLE II
Optical Rotations of Compounds with 4- or 4a-ene Structures
M

Coapd. E?.%: aek?
6-Azacholest-4-en-7-one 17 +86,0 +331,6
&Au-&-hmocholut-h-on-tl-ono(m) +20,0 + 79,9
3=Aza-A-homopregn-4a-eneduone (19) +34,0 +107,3
3-Aza-A-homopregn-4a- me-4,20-d1one ‘1% +95,0 +313,0
3-Au-1'¢ =hydroxy-A-homoandrost-4a-en-4-one (20) +23,0 * 69,7
3,17a-D 1aza~A D=bishomoand rost-da-ene-4,17-d1one (¥ +37,2 +117.3

3,7a-D 1aza-A ,B=bishomocholest~4a-ene-4,7-dione (VI) +15,9 + 68,1
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