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IN 1956, we reported the stereospecific syntheses of the benzohydrindanes 

(Ia and Ib) and dl-equilenin methyl ether,' with the expressed intention 

of converting Ia and Ib, m Birch reduction, to stemids, obviously, by 

the addition of ring L2 Recently Velluz end his ooworkers heve published 

a series of papers, wherein they have described the conversion of Is end 

one of its opticfil sntipodes to 19-nortestosterone, 
3a 3b 

cortieDne, end 

oestradiol 
30 

by the method bznadly indicated by uss the starting material 

having been prepared by our labthod. 
la 

In view of these publications,3 

me wish to report the completion of one part of our work in this field, 

viz. the total synthesis of 8-ieotestosterone starting from Ib. 

' a. D.K.Bauerjee, S.Chatterjee, C.N.Pillsi aal M.V.Bhatt, 
d.&.cherp.@. a, 3769 (1956); b. D.K.Benerjee end 

S.K.Balasubramanian, J.Ora.Chem. g, 105 (1958). 

2 g. G.Stork, H.J.E.Loewenthal end P.C.Uukharji, J.Amer.C&g.&. 
7S, 501 (1956). 

3 
a. L.Velluz, G.Nomine, J.Yathieu, E.Toromanoff, D.Bertin, J.Tessier 
and A.Pierdet, ComDt.rend. 250, 1084 (1960); b. L.Velluz, G.Nomine, 

= 
J.Mathieu, E.Toromanoff, D.Bertin, B.Bucourt and J.Teseier, 
Comot.rend. 250, 1393 (196~)~~. L.Velluz, G.Nomine, J.Yathieu, 

E.Toromsnoff-.Bertin, M.Vignau and J.Tessier, COmDt.rend. m, 

1510 (1960). 
- 
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Demethylation of (Ib) with llethyl magnesium iodide4 at 175* gave the 

hydroxy phenol (IIa), m.p. 199~200*, in 79% yield. Partial ecetylation of 

the &rdroxy phenol (11s) by refluxing with wetio acid and a catalytic emount 

of p-toluenesulphonio acid’ guve the acetosy phenol (IIb), m.p. 147*, in 

42% yield. Hydrogenation of IIb in alcohol in the presence of 5% ruthenium- 

-on-carbon catalyet' under 300 atm. preaeure and at 100-110' gafe a mixture 

4 & ~.~.Wilde aa W.B.McCormack, ~.Amer.Chem.~~ 70, 4127 (1943); 
b. W.S.Johaoon, E.R.%gier and J.bkermann ) &~~Cherl. seq. 
6322 (1956). 

' C.Chen, Private communication; Lf. Tetrehedroq 2, 43 (1953). 

' We are indebted to Baker h Co. for a gift of this oatdyst. 
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+ich on chromatography wer alumina yielded the hydroxy 6cet6te (III) a6 

the major product, mop. 07-880; Qso, beeiclee smell quantities of the 

hydrogenolyaea llgterial (VII), m.p.75*, and a gum. Oxidation of III by 

Chromic 6Cid in 6uiphUriC 6Cid and aCetOne7 furni8hed the acetory ketone (N), 

m.p. 144~l45*; 152~153*. The gum on oxidation by the 881118 method7 gave 

mainly the above aoetary ketone (Iv) snd a small mount of a Btereoisomerk 

ketone (VI). The major product of the hydrogenetion - oxidation sequenae 

i6 a66igned the configuration (N) on the baai. of Linatesd'a hypothesis 

of catalyst hindrance. 
8 

The edally oriented$-methyl group in IIb 16 

likely to hinder thep-approach of the catalyst. The configuration (VI) 

of the isomeric oxidation product is based on analogy with the aork of 

Robinson' and of Chen. 
10 

The addition of vinyl methyl ketone to the 

acetoXy ketone (N) in presence of "Triton-B" under nitrcgen proceeded in 

a completsly stereospecifia f66hion to give the tetrmyclic ketone (VI, 

m.p. 172.5-173.50. The alkylation ie very likely to take place from th6 

COnVOX 6ide (Cl) Of the a-decalin 6y6t6m (N). &l Our etelsochemicdl 

de&&ions mre coPfirmed by establishing the identity of our synthetic 

7 

8 

9 

10 

C.Djerassi, B.B.Bngle end A.BOVBr6, ~.&#%~Iu. g, 1547 (1958). 

B.P.Linetead, W.E.Doering, S.B.&wie, P&vine snd B.B.Whst6tone, 
JA66r.Chem.Soq. g, 1985 (1942). 

& J.W.Cornforth, o.gauaer, ~.E.Pike ma &Robinson, J.Chem.Sqk. 
3348 (1955)~ b. W.B.Benfrow ati J.W.Cornforth, J.Amsr.Cban.Soq. 
7& 1347 (1953). 

C.Chen, 6ee reference 53 Dr.Chen kindly5idoxmed U6 thst the 
oe6trPne i60mer to which he had earlier 666igXd the 5a,lOfi 
oonfiguration T66 6ctu6ll.y sp ,lOfi . 
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material with 8-isotestoderone obtained by Djeraeei 
11 

from dioegenin by a 

comparison of their I.R. spectra. 
12 

work8 W0 in prO@088 011 the COlarerSiOn Of 8-iaote8to8terone t0 

te8tOSterOne Via 6,7-debydrO-6-iSOtestOSteXUne and al80 On the preparation 

Of g-i80, lo-im- t88tOStOrOn8 from the i8Omerio ao0tOXy ketone (VI). 

u1 COlapOd reported in this COIImUIiCatiOn g8F8 WXT0Ct ehIent8Iy 

analyses ma infra-red aa ultra-violet 8peotra. 

11 
C.Djerass:i, A.J.Yaneon and H.Rendas, Tetrahedronf, 22 (1957). 

l2 We are greatly indebted to F'rof.C.Djerassi for a copy of the 
I.R. spectrum of the authentic 8-ieotestoeterone. 


