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In a program directedtcmard the synthesis of potential gastric antiseaetory agents, we 

undertook the synthesis of 13-hydroxyprostanoic acid analogs of the typs represented hy formula I. 

Ne anticipated, based on the reported results obtained with methylated 15-hydroxyptostanoic acid 

analogs,'thatensymatic degradation could also be inhibited in1 resulting in potentandlong 

acting derivatives. 

Herein we wish to report a 

hasedonanenonetransposition 

potentially generalsyntheticentxy intocaapounds ofthetype I 

sequenceutilizi.ngtheNhartcnrearrangasuznt.2 Nehaveapplied 

this transformation to enone la&one Lbsceuse of the large supply aveilahle to us, hut it should 

be applicable to other prostanoic intermediates and derivatives as well. 

Enone L preparedfrom1,3_cyclchexsdiene in 5 steps as desaibed by Corey and Ravindranathan,3 

was converted to the corresponding a,Bspoxy ketone hy treatmMt of a methanol solutionof~con- 

tainlng 3 eq. of 30% hydrogen peroxide at 0' with 0.5 eq. ef 6N sodium hydroxide.4 WithcUt 

purification, the crude epoxy ketons was subjected to the Wharton rearrangement2 by treatment of 

a solution of the epoxy ketone in methanol containing a catalytic amount of acetic acid (0’) with 

ca. 2 eq. of 65% hydrasine hydrate to afford 5 Crude &was then - converted, using activated 
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manganese dioadde in &loroform,toan85:15mixtureof~andg& enones,;?I which could be 

readily purified and separated (42% overall yield from L). 596 

No. 11 

A 13-hydroxyprostanoic acid of particular interest to us was 5 This was obtained by 

sequentialtreatmentofthe abovemixture of ~noneswlth hydrogen - Pd/C in ethyl acetate (single 

ketone by TIC), methyl magnesium bromide inether, anddihydropyran-tosylacid inmethylene 

chloride to afford in over Sax yield 5 which was elaborated as shown using new standard 

methodology. 798 
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onlymildactivityupon subcutaneous administration in the pylorus-ligated 
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