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Stezeoselectivity in the lmg-lamm the& lsclerlsaticn of 

lsocyanides to cyanldes has recently (1) been demawtrated by cawersia~ 

of optically active aqp-butyl isocyanide Into the qanide ulth 86% 

retentlan of optiaal actlvlty. Havlagavallableinthecourseofothe.r 

workarenge of cyano~isocyanoderlvatives of 5~-aholestaw, M 

lnwstlgated the steric course of the ls~rlsatim in this series. In 

every case the uyanide was formd with veryhlgb retention of 

ccnfiguratiaa at the relevant ring carban atan, end, apart from ite 

thearetiealinterest, theisanerisatim provides a usefulroutatothe 

Q-and 7p - cyanIdes, which are rmobtalaabb (except In traces) f'rcm 

the epimric mesylates with alkali cyanides. 

Other steroidal cyanides used in oorworkwme alsoprepared fiam 

the epinmrictosylates bytreatmsntdth scdlm cyanide InN-mthyl- 

pyrrolidme (2); cmflguratlms were carfirnmd byexamlnatim of the 

half-lntenslty width of the &-CN multiplet in the N.&R. spectra. 

Isocyanldes were obtained by dehydratlcm of fcmmlcles with toe@ chkdb 

bl PyrW (3). 
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The thencal iaouarieatima were effected by heating the iaocyanides 

tier nitrogen to 270’ for 20 minutes. Relative proportions of epimerio 

cyanides farmed wire determined by high-temperature G.L.C. analysis (4), 

and the percentages retention of cmfiguratlan, together with significant 

physical properties of compounds used in the Investigation, are given in 

the Table. Furificaticm of the eolidified melts by cbrolartcgraphy PI 

aluminaandrecry&alllsatim gave cyanides of retained ccnflgurati~in 

yields upto708baaed an the reactantlcrocyanides. 

TABLE 

Properties of Cyan0 and Isocyano Derivatives of 

5a- Cholestane 

Derivative: m*p., 
degrees. 

W or NC $ Retentico of 
stretchin 
bana**m , f. 

cmfigur8t1on 
in isolwria.at1m 

3*-CN (2) 166 -168 

3p-Qs (2) 142 -144 

6*-cN 138 - 140 

6~-m 130 - 132 

7a-CN 146 -148 

7FN 100 - 101 

3dJC (3) 142 

3p-NC 117 

6&-NC 135 

6p& 126 - 128 

76 -NC 144 - 145. 

!7p_Nc %-97 

2247 

2245 

2240 

2237 

2232 

2235 

2147 >99 
2150 94 

2140 

2137 

2135 799 

2138 92 

* Satisfactory analyses have been obtained for all new compouode.. 

** Measured cm Unicam SP 100 infrared spe&rcmeter. 
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