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Figure S1: 'TH-NMR spectrum (600 MHz, DMSO-ds, 298 K) of 8-i

residual
benzylidene
CH signal

L

IS

1.0 ppm

Figure S2: 'H-NMR spectrum (600 MHz, DMSO-dg, 298 K) of 8-ii
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Figure S3: 'H and DEPT-HSQC NMR spectra (400 MHz, D,0, 298K) of CS-i

(densities enclosed in the highlighted areas were integrated for CS-0/CS-E ratio estimation)

S-4



Ppm
20 ¢ =
30
40 GalNAc
CH,-6
: (CS-0)
50 <
GalNAc /
E CH,-6 !
60
(CS-E)\
Re® Y
70 ’
-]
Y
80 o gD °
90+
100 P
”
r " 1 - - - 7 T 71T T 77T T 771 T T T 7T T
5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 ppm

Figure S4: '"H and DEPT-HSQC NMR spectra (400 MHz, D,0O, 298K) of CS-ii

(densities enclosed in the highlighted areas were integrated for CS-0/CS-E ratio estimation)
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Figure S5: Stacked (with a A3 = 0.25 ppm shift) 'H-NMR spectra (600 MHz, DMSO-ds, 298 K) of aliquots taken at
different times (a: 0, b:3, c¢:6, d:24, e:42, £:66 hours) from hydrolysis reaction 2—35 with 90% aq. AcOH. Integration

values are relative to signals, from left to right, of benzylidene ring protons at oy 7.5-7.2, of benzylidene methine proton
at 5.45-5.35 ppm, and of O- and N-acetyl methyl protons at 5y 2.0-1.7 ppm (integration of O- and N-acetyl signal for

t=0 hours spectrum was taken from literatureS' due to superimposition with other peaks)
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Figure S6: Stacked (with a AS = 0.25 ppm shift) 'H-NMR spectra (600 MHz, DMSO-ds, 298 K) of aliquots taken at
different times (a: 0, b:5, c:25, d:49, e:73 hours) from hydrolysis reaction 2—5 with DTT and CSA. Integration values
are relative to signals, from left to right, of benzylidene ring protons at 6y 7.5-7.2, of benzylidene methine proton at
5.45-5.35 ppm, and of O- and N-acetyl methyl protons at 8y 2.0-1.7 ppm (“integration of signals for t=0 hours spectrum

was imposed from literature3! due to superimposition with other peaks)
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Figure S7: 'TH-NMR spectrum (600 MHz, DMSO-ds, 298 K) of 12-i

Figure S8: 'H-NMR spectrum (600 MHz, DMSO-dg, 298 K) of 12-ii
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Figure S9: 'H-NMR spectrum (600 MHz, DMSO-ds, 298 K) of 12-iii
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Figure S10: '"H-NMR spectrum (600 MHz, DMSO-ds, 298 K) of 12-iv
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Figure S11: Stacked (with a A8 = 0.25 ppm shift) 'H-NMR spectra (600 MHz, D,O, 298 K) of fCS-i-iv. Integration
values are relative to signals, from left to right, of N-acetyl methyl protons at i 2.10-1.95 ppm and of Fuc methyl

protons at oy 1.35-1.20 ppm
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Figure S12: DEPT-HSQC NMR spectrum (600 MHz, D,0, 298K) of fCS-i

(densities enclosed in the highlighted areas were integrated for o/f Fuc and GalNAc O-6/0-4 branching site ratio)
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Figure S13: DEPT-HSQC NMR spectrum (600 MHz, D,0, 298K) of fCS-ii
(densities enclosed in the highlighted areas were integrated for a/f Fuc and GalNAc O-6/0-4 branching site ratio)
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Figure S14: DEPT-HSQC NMR spectrum (600 MHz, D,0O, 298K) of fCS-iii
(densities enclosed in the highlighted areas were integrated for a/p Fuc and GalNAc O-6/0-4 branching site ratio)
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