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Synthesis of Mannosamine Derivatives through Halocyclization/Ring-Opening Domino
Reaction (‘Facultyl of Applied Biological Sciences, Gifu University, 2Institute for Glyco-core
Research, Gifu University) Yuki Takahashi,! Riho Taguchi,! Naoko Komura,2 Akihiro
Imamura,!-2 Hideharu Ishida, !> Hiromune Ando,? Hidenori Tanaka?

The use of unnatural mannosamines bearing functional group(s), which can be converted
into corresponding neuraminic acids by aldolase, enables not only chemoenzymatic synthesis
of chemically modified sialoglycans but also metabolic glycan engineering on the cell surface.
Previous methods for synthesis of mannosamine derivatives have several synthetic problems
such as use of expensive N-acetylmannosamine as starting material, explosive sodium azide,
lengthy steps, and so on. Herein we report synthesis of mannosamine derivatives through
halocyclization/ring-opening domino reaction using an allylic trichloroacetamide pyranoside
substrate. We found that an iodocyclizated oxazoline generated by treatment with NIS was
highly reactive and allowed for in-situ conversion to the corresponding 4-iodinated
mannosamine derivative via ring-opening hydrolysis of the oxazoline. The domino reactions
using NBS and NCS are currently under investigation. We will present detailed results at this
annual meeting.
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