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Development of an intramolecular glycosylation using glycosyl donor having aldehyde
group as leaving group
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Toward stereoselective construction of 1,2-cis glycosides, we attempted to
develop an efficient intramolecular glycosylation methodology using glycosyl donors having thiosalicyl
aldehyde as leaving group. Glycosyl donor and acceptor could be tethered regioselectively by acetal
linkage using aldehyde group in glycosyl donor, and the conjugate was subjected to glycosylation reaction
to confirm if the glycosylation was proceeded intramolecularly or not. When MeOTf was employed as a
promoter, conjugates having secondary alcohol showed intramolecular glycosylation whereas those having
primary alcohol ﬁreferred intermolecular reaction. Alternatively, we found that glycosyl donor having
thiosalicyl aldehyde as an aglycon could be chemoselectively activated by TMSOTF alone that is inactive
against general thioglycosides.
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