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Metal;gemplate—driven chemical modification of alpha- and beta-hydroxyl groups
in amides
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We developed site-selective modification reactions of a - and

-hydroxyamide in polyols. Central to the success of this modification is the metal-template-driven
acylation using pyridine oxime esters as acylating reagents in combination with Lewis acids. The
established method for [ -hydroxyamide was applied to site-selective modification of a Ser residue
in a model glycopeptide. High site-selectivity in this reaction was verified by LCMS analysis of the
reaction mixture followed by 2D NMR analysis. Toward a site-selective modification of
polysaccharides, our method was further examined in site-selective acylation of disaccharide
containing N-glycolylneuraminic acid. Acylation of the a -hydroxyl group in the N-glycolyl moiety in
the presence of eight hydroxyl groups proceeded in highly selective manner.
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