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The nntnm alkaloide, jomine (I) end rent- (II) poeeeee 

the C-nor-D-hoaoatoroid wkaleton aa determined by Winteretoiner amd 

corwrkere. 
1 Recently It. Teuda, S. okuda and B. Kataoka hare determined 

the abeolute configuration of the methyl group in the piperidine reddue,2 

but the correlation of jervine-derived producto with derivative6 of 

conventional steroids haa been lacking. We have mow eucceeded in obtaining 

the degradation product (III) of Fried and Klingeberg in tlm couraa of our 

etudiee of C-nor-D-homopregnanee derived from hecogenin. 

1 
J. Fried, 0. 'lintereteiner, N. Moore, B. N. Imlin and A. Klingeberg, 

J. Am. Chem. Sot. 22, 2WO (1951). 

2 K. Teuda, S. Okuda and B. Kataoka, 14th Annual Mooting of Rmrmacou- 

tical Society of Japan @apporo, Ju4 19, 1961). 

3 J. Fried and A. Klingeberg, J. Am. Chem. Sot. 22, 4929 (1953). 
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778 A nitrogen-free derivative of jervine No.21 

3S-Hydror~-l2,12-othylenedioxy-fpre~-2O-one (IVj4 prepmred in 

nine &ape iram hecogenin ma reduced to 3S-hydroxy-l2,l2-ethylenedioq- 

5a-pregnane (V) (m.p. 165'1 by Huang-Hinlon's method in 87% yield. 

Remora1 of the ethylenedio4 @wap by heating in 90% acetic acid &we 

3&hydroxy-5a-prege-l2-one (VI) (m.p. 186', 85% yield), ihich warn 

conrertod into the acetate (VII) (m.p. 140', 9096 yield). Bromination 

of VII in bennone readily afforded 3S-acetoxy-lla-bromo-%-pregnane-l2- 

one (VIII) (m.p. 148'. !X% yield), which wae carefully hydrolyzed to 

jS,ll0-di~jdroxj-50-pre~o-12-one (IX) hp. 192-193', 50% yield). 

The ptoluenesulfonylhydra~ne of IX, (X) (m.p. 235' decomp.), which rs 

obtained on treatment of IX with ptoluenesulfonylhydranide in acetic acid, 

wms heated with sodium ethyleneglycolate at 17Qe,5 to gire XI, m.p. WOO, 

C~rI,+34.O'(c, 0.94 CEC13), Found: C, 79.25; H, 10.85. Compound XI 

pos~sses a double bond exocyclic to a five-membered ring becauee of its 

-1 
relatively strong abeorption at 1678 cm and ite reduction with Pt02 or 

W-C to a eaturated mono-01 with loss of the 11-hydroql group suggest- 

ing the preeence of an allylic structure. Treatment of Xl with acetic 

anhydride-pyridine afforded a monoacetate (XII), m.p. 132'. [~xl,+3l.2~ 

(C, 1.09 CRC13:I, IR: 3580 (ll-hydroxyl), 1738 (3-acetyl), 1678 cm-l 

(double bond), Found: C, 76.50; B, 10.07, in 65% yield. On mild 

oxidation with CrO 
3 
in pyridine the acetate XII produced an a,&un- 

saturated ketone (XIII), m.p. 143.5'. [01,-34.2~(C, 1.35 CRC13), Found: 

C, 77.01; H, 9.55, in 70% yield. 

4 D.N. Kirk, D.R. FUel and V. Petrow, J. Chem. Sac. i#, 1046. 

5 R. Hire&man, C.S. Snoddy, Jr., C.F. liiekey and N.L. kndler, 

J. Am. Chem. Sot. 22, 4929 (1953). __ 
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255 g (108 6&l), 334 r(r (I.08 r&89) atad aa Ill epectnm cloeel$ reeem- 

bling tbetof jervine intbe uu?borylrog%oxi. 

CekirJtlc hydrogenation of XIII uith PtO2 pve a digdro product, 

8.p. 118.2~X18.9', C~1~-13.5~ (C, 1.55 CHC+ Found: C, 76.93; H, 

10.03, which 666 proved to be identical with III prepmred fro8 jervine' 

b;t mixed melting point6 end coaperieon of IR epectra. 

tkogenin 
SDxfkoH l 

OK TsNHNH, 

R H 
in AcOH 

IX 

6 
J. Iried and A. Klingsborg raported the melting point aad epecifi@ 

rotation of III l e 1&k-116’, CalD-8.6’(QEl$, but proweat ample 

from jemine ebowe m.p. l18-119° and Ca++.S (CEC3$. 
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Since jervine md reratrmine have been correlated with each other,' 

the C-nor-D-how ring eptem of both conpcunde hae been confirmed 

conclueively. Moreover, the etereochemietry at 8, 9 and lb has been 

shorn to be that of conventional steroid& 
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