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Summary : 1,3-Dienic or styryl M-amino acid precursors 6 and lo are 
easily obtained through the catalytic carbopalladation of allenes followed 
by the trapping of the intermediate n-ally1 complex 1 with either the 
anion of Schiff base 2 or of acetamidomalonate 2 . 

Increasing interest has been recently devoted to the synthesis of non proteogenic 

unsaturated ot -amino acids ; indeed some of these have documented biological activities, 

especially as suicide enzyme inhibitors (1). Pmong the possible unsaturations, the introduction of 

an ethylenic (lb-c, Z), acetylenic (31, or allenic (4) functionality has been studied. As an 

example, ethynylglycine has been demonstrated to inactivate alanine racenase (5). 

Therefore we found it an interesting target to synthesize dienic or styryl d-amino acids 

which feature an extended unsaturated functionality and could eventually show biological 

properties. Such compounds seemed to be easily obtained through a palladium-catalyzed synthesis of 

1,3-dienic branched systems 4 fran allenes _J and vinyl halides or triflates 2 we described 

recently (6) ; this one involves a sequential two-step process, namely : i) the carbopalladation of 

the allenic compound and ii) trapping of the intermediate rr-ally1 palladium complex 2 by a 

carbonucleophile. 
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6 Nu = CHICOOMe)-N=CPhz 

I_ Nu = CH(COOEt)2-NHAc 

This methodology, coupled with the reported use of the anions of Schiff base 2 (2) and 

diethyl N-acetylaminunalonate 2 (7) as nucleophiles in palladium-catalyzed allylation, should 

lead to the anticipated dienic g-amino acid precursors 6 and 1p respectively. 
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In conclusion, it has been demonstrated that the carbopalladation of allenes by vinyl or aryl 
palladium species allows the rapid building-up of the 1,3-dienic or styryl Skeletons of 

unsaturated U-amino acids, Schiff base of methyl glycinate 2 seems more appropriate as 

carbonucleophile because of an easier deprotectiocl of the K-imino ester 6 to the amino acid 4 ; 
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the biological properties of these compounds arecurrently under investigation. 
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a) 2N HCl (10 es.1 , ether , 20°C) 0.5 h. 

b) methanolic 1N NaOH (1.2 eq. ) , 2U"C, 2 h followed by WWFX 5OWX8 ion exchange chromatography. 
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Yields refer to isolated material purified to homogeneity by chromatography except for 1 which 
were obtained as purematerial. 
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This work was presented at the Seventh IUPAC Conference on Organic Synthesis s July 4-7 1988, 

NANCY, France [Abstract4-RlO(SC)]. 
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