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SYNTHETIC APPLICATION OF A SUBSTITUENT CONTROLLED 
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INTERMEDIATES FOR THE SYNTHESIS OF PSEUDOMONIC ACIDS 

Dennis P. Curran*l and Young-Ger Suh 
Department of Chemistry 
University of Pittsburgh 
Pittsburgh, Pennsylvania 15260 

Abstract: A substituent controlled Claisen rearrangement is employed as the key reaction for a 
facile construction of chiral intermediates for the synthesis of pseudomonic acids from 
diacetyl-L-arabinal. 

Pseudomonic acids A(&), B(c), C(lc) and D(ld) are produced by a strain of Pseudomonas - - 

flourescens.2 In addition to functioning as a competitive inhibitor of isoleucyl-tRNA 

synthetase, the major metabolite, &, is an effective antimicrobial agent.3 The novel 

C-glycopyranoside ring system and diverse functionality have prompted synthetic activity. 

Pioneering studies by Kozikowski et al. have resulted in the first total synthesis of racemic 

pseudomonic acid C.4 More recent endeavors in several laboratories have focused on chiral 

synthesis from carbohydrates.596 In such an approach,7 it is important to avoid the extensive 

manipulations of the carbohydrate nucleus which are often required to selectively introduce the 

desired functionalities. This pyranocide strategy can unduly protract an otherwise elegant 

synthesis. We have recently communicated an approach which avoids these aforementioned 

problems.8 The strategy for la and &, outlined in equation 1, calls for the sequential - 

transformation of the two C-OAc bonds of diacetyl-L-arabinal (2) to the two C-C bonds of II. - 

While both steps require retention of absolute stereochemistry, the first transformation 

requires transposition of allylic stereochemistry while the second demands retention. 

h R=KH2)&OOH; R'=H 

hi R=KH2+$OOH; R'=OH k 

;In R=KH2)4CH=CHKH2>2COOH; R'=H 
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