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ADDITON OF HETALLO EWOLATES To 14CYLPYRIDIRIUII SALTS. 
A SHORT SYRTHESIS OF (*I-EPI-LUPIRIRE - 

Daniel L. Comins* and Jack D. Brown 

Department of Chemistry and Biochemistry 
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SIlaly: A synthesis of (+1-e i-lupinine was accomplished via the addition of the zinc 
enolate of ethyl 5-chlorova erate to l-(methoxycarbonyl)-4-trimethylstannylpyridinium e- 
chloride. 

The addition of nucleophiles to 1-acylpyridinium salts has proven to be a valuable 

approach to the synthesis of substituted dihydropyridines and pyridines.ls2 We recently 

developed a convenient and practical method for the synthesis of 4-(2-oxoalkyl)pyridines 

via the regioselective addition of titanium enolates to 1-acylpyridinium salts.2k In 

conjunction with that study, we explored the addition of the titanium enolate3 of ethyl 

5-chlorovalerate (1) to l-(benzyloxycarbonyl)pyridinium chloride. The reaction was 
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regiospecific giving 1,4_dihydropyridine 2 in high yield. Although the stability of the 

metallo enolate of 1 and its regiospecific addition to a 1-acylpyridinium salt are 

interesting, a similar reaction which provides the 1,2_dihydropyridine Lwould be much more 

synthetically useful, for it would allow entry into the quinolizidine ring system (4) as 

shown below. 
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