B104-4am-04 BALSEA H102EFES (2022)

o7 )ILiE & SPPS [Z&E{L L 7= TFA B2 Bn BURFE L 7 LB
2KBITIVIERTF FER
(BORBEER ' - 8 FVELRZERT HODMIR Bk 2 - Wik et 2 - R BEZ: ' - Effe #65(%

Sialyl glycopeptide synthesis utilizing TFA-labile Bn-type protected sialic acid optimized for
sialylation and SPPS (' Graduate School of Science and, “Institute for Protein Research, Osaka
University) OShun Ito,"* Yuya Asahina,'* Yasuhiro Kajihara,' Hironobu Hojo'*

Recently, we have synthesized sialyl glycopeptides conveniently by a protecting group
strategy combining 4-methoxybenzy (MPM) and 4-methylbenzyl (MBn) groups. However, the
yield and stereoselectivitie of sialylation using protected sialic acid donor by these protecting
groups were not satisfactory due to the acid instability of the MPM group. Therefore, we found
a newer protecting group strategy by introducing a 2,6-dimethylbenzyl (DMBn) group into the
sialic acid C-1 carboxy group. The improved sialyl donor was found to give the desired
oligosaccharide in high yield and almost perfect stereoselectivity in sialylation. In addition, it
was found that DMBn could be deprotected by trifluoroacetic acid (TFA). Namely, a novel
sialic acid donor can be applied to both sialylation and peptide solid-phase synthesis®.
Currently, we have successfully prepared glycoamino acids and glycopeptides with a(2,6)- and
a(2,3)-linked sialic acids.
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