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Recent publication from our laboratories has disclosed1) that optically active 

5-substituted 4-methoxycarbonyloxazoles can be efficiently prepared from optically 

active carboxylic acids and methyl isocyanoacetate by the direct C-acylation using 

diphenyl phosphorazidate (DPPA, (Ph0)2P(0)N3). As an application of this oxazole 

synthesis, we described a facile synthesis of 2,4-diamino sugar antibiotic, 

prumycin.2) Further investigation along this line achieved a stereoselective 

synthesis of daunosamine (L), the amino sugar constituent of the antitumor anti- 
biotics daunomycin and adriamycin, in the form of its rac-methyl glycoside (2). 

Methyl (0-methoxymethy1)lactate (A), prepared from methyl %-lactate (3) and 
chloromethyl methyl ether, was hydrolyzed with lithium hydroxide. The resulting 

lithium salt was treated with DPPA, followed by methyl isocyanoacetate to give the 

4-methoxycarbonyloxazole~ in good yield. Treatment of 5- with hydrogen chloride 

in methanol followed by di-tert-butyldicarbonate afforded the u,B-unsaturated 

lactone 2.  Stereoselective catalytic reduction of 2 over rhodium on alumina gave 
the saturated lactone 2 ,  which was converted to the lactol iwith diisobutylaluminum 
hydride. The Wittig reaction of 2 with methorymethylenephosphorane followed by the 
treatment with methanolic hydrogen chloride afforded methyl g-daunosaminide hydro- 

chloride (2). Preparation of &-daunosamine started from &-lactic acid will also - - 
be presented. 
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