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In extamion of olu: work an the synthesis of different diaqsoteroids 
(4,5), 

we report synthesis of the title compound (VI). 

3~-A~taaycholestr~~~7-one was oonterted to Its oxlme (I) by reaction 

with pyrldine&ydraaylamlne hydrochloride system. The oxlme on Beckmann re- 

arrangement in dia:an-thicnyl chloride gave da 6% yield 3kacetaPrp-7a-a&x-B- 

homocholest-S-en-7-one (II), m.p* 200-l' (EtOH), [gnM -96' (c, 0.9 in CHC13), 

hgsH 217 mu (loge 4.05), rza2 2.96, 6.72, 6.03, 6.04, 6.23 p, (~nnal Calcd 

for %x+4+03 C, 76.10; H, 10.35; I, 3.06. Fomdr C, 75.76; H, 10.01; 

11, 3.06). The structure Is based upon the ultraviolet absorption data (6). 

The ester II vas hydrolysed by treatlsnt with potassium carbmate in methanol 

at room temperature (20-23') for 20 hrs. The reaction mixture was worked up 

to obtain In SE6 yield'needles of 3~-hgdraJry~7a-aza-Bho~cholest-S-cbl-7~~e (III), 

mop. 19l-92.S' (MeCH-H2C),b]D24 -11O.8o (c, 0.99 in CHC13), J,z 218'"r 

(lofN4.23), Jbmar Ch2c12 2.73, 2.78, 2.95, 6.02, 6.04, 6.23 p, (Anal Calod for 

c27H4#021 c, 76.02; Ii, 10.91; 'A, 3.37. Founds C, T7.M; H, 11.12; N, 

3.61). 

Oppcaauer oxidation of III In cgclohea~ncne-tolusne-alum~i~ isopropoxlde 
gtOH system gave eolld product, A_ ~246 mu, which could not be satlsfactor&ly 

crTstal11st!d. The ketone (IV) could, hoverer, be characterlasd as oxime (v), 

mep. 237.36' (Acaret),~]~ +l.OO (c, 0.2 h CHCQ'), rEz 246 m)r (logf 4.32), 

ol 3.05, 3.16, 5.96, 6.02 p, (Awl Calcd for C27a&202: c, 75.66; 
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H, 10.35; 1, 6.W. Found; C, 75.761 $, 10.47; It, 6.22). The shift of 

double bsad from S,6- to 4,b 18 el.u fU the titr8VidL.t ruPr-. It was 

triad to rearrmge the oxime (V) with thlaV1 ehlorlde ia dlctaol, but the 

rtarting matoc%al was oat bask. Bat the k&am (IV) whsn 8UbjeCted t0 SUhmldt 

*~O&~R&O&"Z@ 

I II, R-moo no v O 
III, RmE 

/ 

r@aetlal In pd.ypho8phorle aold (7) garr ia small~leld (l3#)t&dlaurterold 

VI, 8.p. 32S-2# (doamp) (Meo~),[q;' +lS.2'(c, 1.16 h @iQ3), +sH a3.S mp 

(logo 4.16), >*s" 3.10, 6.95, 6.01, 6.02, 6.2I. )I (Aml Cilod for C27~4&02: 

C, 76.65; B, 10.35; I, 6.54. Fovldr C, 75.76; H, 10.37; I, 6.60). 

The dbra8terold obtained w Schmidt reaotlm with the ketaxe IV could haye 

either of the rtruatures VI to II. TM Pltrayiolet l brorptlao (218.5 mp) 

fayour8 rtruetures VI, VII snd VIII, the formula IX being excluded shoe sash 

8a eaeamlnelactamwould haye aglmum uolmd 24Omp (6) . Furthor, It 18 

generally horn that large negative value8 for the molecular rotatlanr are h 

agreement with .&.m@ 8trueturos (3). A 8oarch of the literature an the relevmt 

l 8asterolds lndloates that ama~g a8a amloguer, also this geaerall8atlar mo8tly 

holds good. The emspounds with S-one strueturer (Table I) haye negative 

rotatlmr, whereas, the eatltles with double baad projecting toward8 ring A 

(C or 4a-one81 rhow poslt:ve rotatlms (Table II). mow, the dia8a8terold 

under dlsausslan has moleour rotatloo +6&l'* Thlr obsercratlan favours 
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stmmture VI, and rules out from cmsideration the structures with &me 

systems (VII and VIII). 

TABLBI 

optical Rotatlarr of azasterotiids with S-me Strudures 

co@. 
c?& 

dog! 

4-Asaohole8t-&~-3-ane(9) 

3-Asaaholest-S-on-4-aae(9) 

7a-Asa-B-homocholest-Sen-7-one(10) 

4-Asa-A-hasocholest-S-en-3-m&l) 

4-Azapre~-S-eno-3,20-dlone(12) 

17B-~d~4-a~~d~at-6en-3-ae(L9) 

l;k-~~41-Qaaouldrost-6~-17~-ol-3-~e(14) 

netby 4-azachol-&3n-3-~-24-oate(15) 

17B-~rgl-lsaor-eaurgldro~-~~-~e(16) 

3)-ACetoW-7a-ara-B-hmocholwt-S-en-7-~e (II) 

7a-ASa-B-hoPocholeat-S-en-3~-ol-7-me (III) 

- 90.0 

- 32.0 

-109.0 

- 37.0 

- 34.0 

- 93.0 

-143.0 

- A0 

- 96.0 

-110.8 

TABLE II 

Optical Rotatiarr of lCoaporads with 4- or 4a_eae 3trudures 

collpd. @h 
de e! 

+a6.0 

+20.0 

+34.0 

+9&O 

+23.0 

G37.2 

+15.9 

x 
de:: 

-347.0 

ol23.4 

-435.7 

-147.9 

-107.3 

-269.2 

-433.8 

-300.0 

- 13.7 

-448.5 

-460.4 

n 

de:! 

+331,6 

+ 79.9 

+107.3 

+3l3.0 

+ 69.7 , 
+117.3 

+ 68.1 
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