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1094 Acylative conversion of steroidal thioketals No.18 

i~acablabarb(l)~xlth~~o5DriDg~~(3). 

'Ibrort~~=wmt BixkuerMbaDQltHnwrMo~h 

#au &ia m, vlthadbd matlaaaldu~mdenbtorofaatlrity. 

lvuLwstof6a-metllyl.Jb- ~17sol-3,20-dlaIeaceta~3- 

wtylem+,hm (fa; B.P. tig-W; calD+ 87.0.) rlth trifuloroacstia 

eald, Wia mWdrld0 aad 8aetla rid rt 80' for 15 minutes yielded 

8o$ of 3.( ~l~lthlo~ -6-mthyl-3,5-plu&mdi~-17acol-2o-ale 

U&S- (IVW S.P. 134-135'; b]p -166.3°;&u. 235, 276 4, 5.76, 

5.82, 5.90, 6.25, 8.77 p.). othor~bBtlonr8uchM: bomntrlfluorlde 

atlmrata,aaew~, mtherad~lem chlorida at 25. f0r 1 hr.; 

trlrlwoacrtiam ti &la mi.d at 60. for 10 minuteq ,p 

tolwsmmUmiaacld, ac8tia mhy&ib ml aaetla aald at 25. for 2 bra.; 

triablozu8aetlaaaid,8aetlamWdride aud mat10 eaid at 80' for 3 l/2 

b3.;oturealhydmgmablorldemulaaetla mat 30°for7daYs 

&30&fbrdedIvain70_80$yieldfrmxa. Traatmntof%vlthtri- 

flnoroec?atiauWdride ud ~xylla aaid at 25' for 15 

m1nutarai~ordad658oftba aw.wmvlMlem (IP. 92-94'; 

p&, -u%.2';x~. 29, 277 q-, 5.78, 5.82, 5.95, 6.25, 8.88 p-1. IU 

~idhricuhian,Tatithbeazola e&ydrUeorbmzoylcbloride(mdbmm 

tI%llIaridoetberatainotbar-mti -aiiordnd 75$of#e 

koy1 am&g IVa (IP. 139-llo'; @]D -137.0';bu. 239, 273 q., 5.78, 

5.83, 6.00, 6.28, 6.33, 8.9o ~1. 

4..tzhYbmwato~aaata~3-~le5athi oketal (Ib; m.p. m-178.; 

fih+1.36.1') traatod vith triikranrreatiaaahydrldaand~laaaidat 

25. fw 7 ~rio~~~E(B-a)-Ir-ebloro-3,5- 

w~u1b17e-ol aaetab (Ipd; m.p. 107-lo8'; La% -64.4'; ~AMx. 

228,rr8q., 5.78, 5.9% 6.3L 8.&p.). 'Ib =rwwtm,pl~iadded 

mmtJvl@m~, lnlll/kbr& at 25' acdmrbd17chmthy1to.to~~ 

aaotsr*~3-wty~ (Ia; m.p. 22l-223.; Tp3p + roo.o*) to 6o% 0f 
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log6 Acylative conversion of steroidal thioketals No.18 

the thiomoI ethr IVe hp. U-i-118*; L&, -105.5'; hu. 233, 268 q, 

5.80, 5.91, 6.26, 8.83 pd. 

tthbtemw wutate 3-~lenetbldmt.d (IfI; LP. 255-259'; Ia&, 

+63.5') Ihm treat4 with borrm trZbrlde ekharate, acetic mkydrlde 

adaeetio acldat 25'ror8mlauter (orvlthtWetic mhyblde, 

awtle ae%daudrrttp&aa chlorldo at 25. for3Onbutes) yIeldad 70-w 

0f a thim et.hm mf hp. iwlj;l*; cc& -197.3'; XX=. 232, 

270 q., 3.08, 5.79, 5.92, 6.25, 8.80 p-1. 'Iho w cmditiom convert 

Cm1m&~e-3,17-dic4n 3-otav1~oketa.l (4, Ie) to 85% of the 

mrpanillsg twmnol ether rig f&p. UU.26'; LajD -100.0'; MBJU. 

230, 270 q., 5.78, 5.511, 6.2.4, 8.80 p.). 

Ro@st.l=a 3-etws (4, IfI roactedtithgto~- 

SlIualic aald, aaetic u@@ride and soetlc acid at 25. for 10 km. to 

&ord60$ofthe~ ether m (*p. 79-8o';pq~ -58.5'; xxax. 

233, 269 up., 5.90, 6.29, 8.80 p.). me mm cmditm eomerted 4- 

chohstaume'j-et4I.awthi~ (5, t) *65%ofj_@-acew=o 

tbio) cholest-3,5-d* (mi; [a]3, -47.O';hB.X. 232,27l q., 5.90, 

6.P,8.79p.),ari8c~oF1~chvcrsporiti~d~~on 

reldie alumina. 

!hwatmntofpmgmmhm awtate20-ethyleBethloketal (rx;m.p. 

#MOO*; LQlD-4k6') tithbomm trirhoddeetherate, acetic mt@ria+ 

& tietic sold at 25. ior lo %lamtor iomad the&7'po -tMoenol ether v 

( La&, -29.6'; xxu. 252 q., 5.8, 5.87, 8.78 p.), a rdatiriLy unetable 

oYlmrif~~by--. 

sa_~rtortmrara~~~l~olrakl(6,n1)w~ 

clo8ert umlo#J to the katJ6 or TawefY=b (1). !Chi*thlok8talmdermnt 

aartpktiw 6c~~ionfarlesa readily than an~ofthosepzwioualy 

dlecumed. Boron trlfluoride etherat8, acetic anbydrlde and ncetic acid 
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1898 Acylative conversion of steroidal thioketals No.18 
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