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Cultivation 

The Krapoho experimental condition Involving cMSC,sodlum chloride and water has sinae found 

wide-scale applioation as a faoile means for decarbalkoxylatlon of gaminal diesters,ayano- 

esters, P 
keto-esters etot The logical extension of this method to alkylidene esters ha5 not 

been reported 50 far. In this uummunioation ne report our preliminary findings on the appli- 

cation of this system to the decarbalkoxylation of a few representative alkylidene cyano-esters 

leading to fair yields of the unsaturated nitriles and probable mechanism of the reaction. 
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As the Table reveals alkylidene oyano-esters undergo facile decarbalkoxylatlon tith 5odlum 

chloride In wet lXS0 and serves as a useful complementary procedure to the Mttig and Cope 

reactions for the aonverslon of oarbonyl groups to unsaturated nitriles. Ylelda are in the 

range of 55-6M exaluding the Ca 2C$ acoountlng for the starting ketones. No attempt has 

been made to optimise conditions or evaluate the proportions of IMSO,sodlum ahloride and 

water required,though the proportions suggested by Krapoho have been followed. The relative 

proportions of the products have been arrived at frown RRR and GLC measurcllaents'. 

Coming to mechanistic aspeat5,though the detail5 of the reaotion oourse have been luoldly 
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worked out by Krapoho et al., a straight awy enaotment of the same situation appears 

improbable here since the generation of a tinylio oarbanion is energetically unfavorable 

under these oohditiona. Searohing for alternativea,an initial deoonjugaticn,followed by 

deoarboxylation and reeonjugatlon appears a distinct poaaibility,partioularly from the iao- 

lation ofBY-iaomer(entries 1,2 h 3). But this assumption fails with bensaldehydo whom no 

suoh poaaibillty exists. A olus to the possible meohahiw is suggested fran the isolation of 

the starting oarbonyl oompound (oyolohexanone,aoetophenone,benaaldehyde)3,evidehtly arising 

out of a retro-aldol process. Henoe it appears that the initial process is a conjugate 

addition of water leadinRg,to a in the usual way'(path*A*) 

followed by dehydration to afford the unsaturated nitrile or retro-aldollse to afford the 

aarbonyl oompound. Or aowe anount oan oollapse at this stage (path*B'),though we are unable, 

at this stage to offer evldenae in favor of either or speoulate at what stage deoonjugation 

ocaurs. One experiment aarried out with (4) without sodim ohloride afforded the same mixture 

of produats suggesting halide has probably no role to play in the reaotion. 

We are ourrently aonduoting experiments to filly probe the meahanistio aspects 

evaluate the implications of this interesting observation. 

We thank Professor U.R.Ghatak for valuable discussions. 

IUPERIZNCES ANB NOTES 

1 A.P.Krapaho,J.F.Weimaster,J.M.gldridge,E.G.E.Jahngen,Jr.,and W.P.Stephaus, 
J.Org.Ghem., 43, 1% (1978) and referenaes sited therein. 

as well as 

2 &tries 2,4 & 5 do not represent any partioular geometrioal isaner,but mixture. This 
aspeat will be dealt with in detail in a subsequent full paper. 

3 In the cases of entries 1 be 2, the starting ketones were not isolated largely because of 
their solubllity in water whioh was added before work-up.Thdr presence was subsequently 
established by oheaking allquots after reaction for spectral data and 2,4 BNPH formation. 

(Beosived in UK 12 September 1978) 


