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Recently we described the base induced transformation of the S-ketoester 1 to the 

dihydrofuran g' by intramolecular homoconjugate attack of the ambident S-ketoester anion, 18. 

Previously2 we had reported the interconversion of esters 1 and 4 via equilibration of their _- 

anlons. 

It was thus of interest to determine whether equilibration between E and 2 might be 

occurring concurrently *nth formation of the dihydrofuran. One way in which tnis question 

might be probed would be to examine the consequences of starting with 2. Accordingly, dimethyl 

allylmalonate was SubJected to cyclopropanation with methyl diasoacetoacetate3 (a solution of 

0.05 mole of olefin and 0.05 mole of diazocanpound was added, slowly to a mixture of 0.05 mole 

of olefin and 200 mg of copper bronze heated at 140"). A 13s yield of system 5_ (~1s and trans 

isomers, fiCC14 EC0 = 236 and 240 cps) was obtained in analytically (Found C, 54 56, H, 6.4@) 

pure form.' 

Treatment of 2 with sodium hydride in benzene for 15 hr at rt gave a 7% yield of dihydro- 

furan z These.conditions are too mild for a simple cyclopropyl ketone + dihydrofuran 

rearrangement. 5 A more likely pathway starts with fluxional conversion of 5a_ + 2 followed by 

intramolecular 0-alkylatlon of the latter anion. Strong presumptive evidence m favor of this 

interpretation,was obtained by analysis' (t l.c.) of the reaction mixture at intermediary 

stages. Quenching after 5 min shows the formation of small amounts of l_ After 1.5 hr, a 

1:l:l mixture of 2, 1 and g is produced. While it has not been demonstrated in rigorous 

kinetic terms, the pathway 2 + 2 + 2 seems beyond question. 

We have re-investigated the process starting with 1. Treatment of 1 with sodium hydride- 

benzene affords, after workup, the dihydrofuran 2. Examination of aliquots at intermediary 

stages,fails to reveal the presence of discernible (t.1.c.) smounts of 2. While we can not 

rule out the presence of small amounts of Lthe predcnninant anion must certainly be l& Since 

it is unlikely that the difference in stability between E and 2 is due to any steric effects, 
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or to any significant differences in conjugation of a cyclopropane ring with two esters as 

opposed to one ester and one acetyl group, we ascribe it to the greater acidity of a S-keto- 

ester relative to a malonate. 7 To our knowledge, this represents the first case where this 

stability order has been so clearly demonstrated in a competitive intramolecular situation. 
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