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A novel thia-eaasteroid, B-nor-6-a-12-thia-341etharg-dstra- 

1.3,6(10),8-totraene-12-dioxide-17-01 (I) bas been synthesieed. 

The present  oonmunioation desoribes the synthesis of thia-apaateroid 

(I) wherein the indole moiety f o r m  the AB r ings  while t he  sulfone group 

replaces the Cz2 of the s t e ro ida l  nnclenm. To our knowledge, t h i s  is the 

firmt repor t  of a heterocyalio mteroid having su l fur  atom in the C r ing  of 

a etmroidal molecule. 

7 a - ~ t h ~ . l - 4 - o x o ~ ~ a l o p e n f a ( b ) t e t r a h y d r l  (II), 

a key intermediate i n  the synthesis  of I w a s  prepared as described below. 

3-bgcarbometboxyetby l ) - t e trabydroth iopyr  (111) war, prepared by 

reect ing eqnimolar mounts  of motbyl aorylate  and pyrrol idino emmine of 

tetrahydrothiopgran-+one i n  benzene aocording t o  the born procedtus. 1 

The b i ~ e t b y l e n e  ke ta l ,  bp 120-122*/0.1 of I11 w a s  oxidised with 

hydrogen peroxide i n  a c e t i c  ao id  t o  3-~bonethoIJrethyl)-tetrahydro- 

thiopyran-1-dioxideiI-biuethylene k e t a l  (IV), mp 112' (water),yield 68%. 



A combination of ruiouw b ~ e 8  i n  di f ferent  8olventw r a w  t r i e d  t o  

oyaliwe N t o  V. Eorwer, i n  every OMW, WaponifiOafion of the  e8tm 

group i n  N took place giving the acid (ma). Piaal l r ,  ruing wodiru 

2 hydride in DYSO or preferably i n  HMA, the  oompound IV gave 7-020- 

uyolopeata(b)tetrsqpdrot~opyrsn-l4i~ide-4-bie~thy1ene ke ta l  (v) M a 

ro le  prodaot i n  60% yield. np 2204 (rater); Je 248 (p); ir (mx), 
-1 1766 om. m l a r  methylation of V t o  ge t  7aat~l-7-oxo-cyolopenta(b) 

tetrabydrothiopyran-ldio.ide4biet@lee k e W  (VI) i n  70s yield 

rp 194. ( r a t e ) ;  ir (mr), 116 or;" rn (CDCI~) ,  d i.6a (9, c@. 6 4.10 

(S,-O-(CH+)~-O-), r a e  aohi8v.d with methyl iodode i n  preweme of sodium 

hydride i n  DYSO. Conversion of VI to V I I  poeed a problem a8 it reeieted 

dekwtalatio. by oonventionsl reagents. Eowever, a oombirration of AXIS- 

IICl-HCl in aq. TBF brought about a -00th converwion of VI t o  ' f a e t h y l -  

4,74ioxe-cyclopanta(b)twtrahydrothiow(1p.14ioxide (VII) rp 124. 

(chloroform-~et. ether); ir (B). 1765, 1710 om;" nu (cDc~~) ,  'a 1-66 

(6, a+). Prior reduotion o i  thw 7-oxo-group in VI r i t b  modin& boro- 

hydride resulted i n  the concomitant deketalation during work up giving 

7 a - r e t h y l ~ o - c y c ~ p e n t a ( b ) t e t r a ~ d r o t h i - l o ~ i d e - 7 1  (II) 

rp 142. (bersccne); d e  218 (d); i r  ( g ~ r ) ,  3670, 3300, 1716 or"; au 

( C D C I ~ ~ ,  d 1.43 (., 7 . - n . t ~ ) .  

Am the etereoabsri8try a t  the r iag junatien in V I I  omld not be deter- 

rined irem it8 apeotroeoopio data. i t8 X-ray crymtallqraphy mu under- 

taken which revealed that  the  methyl group a t  C7. is axial  and is & 

t o  the Cq. hydrqoab3 The ring j-tion i n  11 raa  oonfirmed by it8 

converwion t o  V I I  by Jones oxidation. 
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Having obtained VII the CD part  of t h e  8teroidal  molecule with 

fanotionsl groups a t  fhe appropriate positions, attempte were then l ade  

t o  build the All rings u8ing Pi8ohar-indole resotion. The c o p p o d  VII 

reaoted 8moothly with m-methoxy-phenylQdr(uins hydrochloride i n  water. 

X e r m r ,  the corresponding phenylhydrasone fa i l ed  t o  g i n  the erpeoted 

praduot i n  appreoiable yield. But the ompound I1 d e n  t rea ted with 

4 rrathoxy-pheqglhpdre~ine i n  aethanol and dry Ha1 (70'. 1 h) gave B-nor- 

6rsa-12-thia-3~thoxy~strc-1,3,6(10),8-tetraene-ioxide-l71 (I) 



as the only isolable product in 40% yield, mp 22g0 (methanol); 

m/e 321 ( )  ir (KBr), 3550, 3380, 1030, 1460, 1310, 1280, 1110, 

805 cm-l; uv5 (methanol, nm, logs ), 295 (3.50). 265 (3.40),22305 

(4.39); Ku5 (DMSO-dd, 6 1-46 (s, c~~-c~_~), $ 8-78 (9, - ~ Q ~ I ~  

6 10.76 (broad, @I, disappears on addition of D~o), d 7.30 
( a ,  J = 9 az, c,), 6 6.73 (m, czE c~). 

Satisfactory elemental analyses were obtained for all the 

compounds. Ups and bp are uncorrected. This work forms a part of 

the Ph.D. thesis to be submitted to the University of Bombay by 

P.S,J. :Ye thank S. Mithran for his help. 
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