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Percentage loading calculations:

Polymer bound monosaccharide 7 (20 mg) was dissolved in 0.8 mL of CDCl; containing 1% TMS V/V.
The TMS peak was integrated as 1 proton at chemical shift value 0.0 and remaining saccharide peaks
were integrated accordingly.

The ratio between analyte and internal standard:
rass = (0.007/1) / (1/12) = 0.084

The sample contains 5.2 mg of TMS:

nis =5.2 /88 =0.059 mmol.

Na = Nis * rass = 0.005 mmol / 20 mg of polymer = 0.25 mmol/g of polymer.

Figure S1. 'H NMR of pHEMA bound monosaccharide
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Figure S2. 'H NMR of pHEMA bound oligosaccharide 7 and 8 (TBDPS de-protection)
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Polymer percentage recovery comparison between pHEMA and Boltron H40

To compare pHEMA recovery with other polymer support, we decided to use hyper branched
Boltron H40 polymer for model tri-galactoside synthesis. Both polymers were recovered using
precipitation method. The average recovery of pHEMA over 2 cycles of de-protections and

glycosylations was 91% compared to 64% of Boltron H40.

pHEMA Boltron
Polymer
bound Recovery H40 .
oroduct (%) Recovery | Table S1. Percentage recovery comparison between
(%) pHEMA and Boltron H40 using Precipitation method.
Loading and 80 58
Capping 7
1+ De- 94 71
protection 8
Glycosylation 90 55
9
2" De-
protection 92 64
10
Glycosylation 89 65
11
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HRMS data of ethyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl 1-thio-8-D-galactopyranoside (A)
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Mass accuracy = ((775.2761-775.2734)/ 775.2761)* 106 = 3.5 ppm
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1H NMR of ethyl-2,3,4-tri-0-benzoyl-6-0-t-butyldiphenylsilyl 1-thio-8-D-galactopyranoside (A)
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13C NMR of Ethyl-2,3,4-tri-O-benzoyl-6-0-t-butyldiphenylsilyl 1-thio-8-D-galactopyranoside (A)
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HRMS data of t-butyl 4-((4-((t-butyldiphenylsilyl)oxy)phenoxy)methyl)-3-nitrobenzoate (3)
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Mass accuracy = ((606.2288-606.2302)/606.2288)* 106 = 2.3 ppm
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1H NMR of t-butyl 4-((4-((t-butyldiphenylsilyl)oxy)phenoxy)methyl)-3-nitrobenzoate (3)
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13C NMR of t-butyl 4-((4-((t-butyldiphenylsilyl)oxy)phenoxy)methyl)-3-nitrobenzoate (3)
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HRMS data of t-butyl 4-((4-hydroxyphenoxy)methyl)-3-nitrobenzoate (4)

KR_ABHISHEK_AV4433_5112018_2 194 (3.315) AM (Cen,4, 80.00, Ar,8000.0,556.28,0.70); Cm (191:199)
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1H NMR of t-butyl 4-((4-hydroxyphenoxy)methyl)-3-nitrobenzoate (4)
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13C NMR of t-butyl 4-((4-hydroxyphenoxy)methyl)-3-nitrobenzoate (4)
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ESI-MS data of 4-((4-(t-butoxycarbonyl)-2-nitrobenzyl)oxy)phenyl-2,3,4-tri-O-benzoyl-6-0O-t-butyldiphenylsilyl 8-D-galactopyranoside (5)

x105 | +MS, 0.0min (#2)

1.50 -|

1.25 -|

1.00 -|

0.75 -

0.50 |

797.3

876.7 1436.9

1097.2 1250.4

902.5 1038.2
0.25 —| 7132 776.0 1355.7

964.8
1124.2 1213.9 1329.8 1493.2

736.0

1471.7

1013.5 1304.1 1451.4
867.0 1158.2
iy ‘ LI |
L. ‘J ! M\ I "\H i L |

9145 9423 1193.1
0.00- 1‘ ul \‘H A ‘\HH“U‘\‘ ‘ "\ watall] ‘\“ h Lo I Ml HH M ‘U“ “Lu.‘ il HM‘ ‘M‘l “ lJ L]

9911 1278.6
764.3 1024.9
816.8 ‘
700 800 900 1000 1100 1200 1300 1400 miz

S13



1H NMR of 4-((4-(t-butoxycarbonyl)-2-nitrobenzyl)oxy)phenyl-2,3,4-tri-O-benzoyl-6-0-t-butyldiphenylsilyl 8-D-galactopyranoside (5)
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13C NMR of 4-((4-(t-butoxycarbonyl)-2-nitrobenzyl)oxy)phenyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl 8-D-galactopyranoside (5)
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HRMS data of 4-((4-carboxylate-2-nitrobenzyl)oxy)phenyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl 8-D-galactopyranoside (6)
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1H NMR of 4-((4-carboxylate-2-nitrobenzyl)oxy)phenyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl 8-D-galactopyranoside (6)
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13C NMR of 4-((4-carboxylate-2-nitrobenzyl)oxy)phenyl-2,3,4-tri-O-benzoyl-6-0-t-butyldiphenylsilyl 8-D-galactopyranoside (6)
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COSY NMR of 4-((4-carboxylate-2-nitrobenzyl)oxy)phenyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl 8-D-galactopyranoside (6)
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ESI-MS data of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl-B-D-galacopyranoside (7a)
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1H NMR of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-0-t-butyldiphenylsilyl-B-D-galactopyranoside (7a)
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13C NMR of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl-B-D-galactopyranoside (7a)

ZZ'el—

LH9E—

LB19—

S089-"
POOL
414 el
PR i=—

85 10T—

Erorr—

Bty
Treer
Gk BET
EXBIT
9r8el
ESBET
96" 62T
EDVOET
EDOET
FEOET
09°EET-
BIGET
08 GeT

r

85151
89151

b 597
59 mmﬁv
8591

170 160 150 140 130 120 110 100 Q0 80 70 60 50 40 30 20 10

180

S22



COSY NMR of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-0O-t-butyldiphenylsilyl-B-D-galactopyranoside (7a)
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HRMS data of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl-B-D-galactopyranosyl-(1-6)- 2,3,4-tri-O-benzyl- B -D-galactopyranoside (9a)
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1H NMR of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-0-t-butyldiphenylsilyl-B-D-galactopyranosyl-(1->6)- 2,3,4-tri-O-benzyl- B -D-galactopyranoside (9a)
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HRMS data of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl-B-D-galactopyranosyl-(1->6)- 2,3,4-tri-O-benzyl- B -D-galactopyranosyl-

(1->6)- 2,3,4-tri-O-benzyl- B -D-galactopyranoside (11a)
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1H NMR of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-0-t-butyldiphenylsilyl-B-D-galactopyranosyl-(1->6)- 2,3,4-tri-O-benzyl- B -D-galactopyranosyl-(1->6)-

2,3,4-tri-O-benzyl- B -D-galactopyranoside (11a)
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1H NMR of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-0-t-butyldiphenylsilyl-B-D-galactopyranosyl-(1->6)- 2,3,4-tri-O-benzyl- B -D-galactopyranosyl-(1->6)-
2,3,4-tri-O-benzyl- B -D-galactopyranoside (11a)
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13C NMR of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl-B-D-galactopyranosyl-(1->6)- 2,3,4-tri-O-benzyl- B -D-galactopyranosyl-(1->6)-

2,3,4-tri-O-benzyl- B -D-galactopyranoside (11a)
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COSY NMR of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-0O-t-butyldiphenylsilyl-B-D-galactopyranosyl-(1->6)- 2,3,4-tri-O-benzyl- B -D-galactopyranosyl-

(1->6)- 2,3,4-tri-O-benzyl- B -D-galactopyranoside (11a)
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HRMS data of 4-((4-carboxylate-2-nitrobenzyl)oxy)phenyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl 8-D-glucopyranoside (12)
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1H NMR of 4-((4-carboxylate-2-nitrobenzyl)oxy)phenyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl 8-D-glucopyranoside (12)
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13C NMR of 4-((4-carboxylate-2-nitrobenzyl)oxy)phenyl-2,3,4-tri-O-benzoyl-6-0-t-butyldiphenylsilyl 8-D-glucopyranoside (12)
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COSY NMR of 4-((4-carboxylate-2-nitrobenzyl)oxy)phenyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl 8-D-glucopyranoside (12)
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HRMS data of 4-hydroxyphenyl-2-O-levulinate-3,4-di-O-benzyl-a-L-rhamnopyranosyl-(1->6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (15a)
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1H NMR of 4-hydroxyphenyl-2-O-levulinate-3,4-di-O-benzyl-a-L-rhamnopyranosyl-(1->6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (15a)

LevO. /0o

BzO

BzO

0Bz

==Lk

E-8EE

Foze
Fere

ezt

Fott
Forz
50T
EBgrp
LI

021

EiET

=001
Feee
1T

=117

7.0 6.3 6.0 3.5 3.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
f1 (ppm}

7.5

2.0

S39



13C NMR of 4-hydroxyphenyl-2-O-levulinate-3,4-di-O-benzyl-a-L-rhamnopyranosyl-(1->6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (15a)
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COSY NMR of 4-hydroxyphenyl-2-O-levulinate-3,4-di-O-benzyl-a-L-rhamnopyranosyl-(1->6)-2,3,4-tri-O-benzyl-B-D-glucopyranoside (15a)
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ESI-MS data of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl-B-D-glucopyranosyl-(1->2)-3,4-di-O-benzyl-a-L-rhamnopyranosyl-(1->6)-
2,3,4-tri-O-benzyl-B-D-glucopyranoside (17a)
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1H NMR of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-0-t-butyldiphenylsilyl-B-D-glucopyranosyl-(1->2)-3,4-di-O-benzyl-a-L-rhamnopyranosyl-(1-6)-2,3,4-

tri-O-benzyl-B-D-glucopyranoside (17a)
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1H NMR of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-0-t-butyldiphenylsilyl-B-D-glucopyranosyl-(1->2)-3,4-di-O-benzyl-a-L-rhamnopyranosyl-(1-6)-2,3,4-

tri-O-benzyl-B-D-glucopyranoside (17a)
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13C NMR of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-O-t-butyldiphenylsilyl-B-D-glucopyranosyl-(1->2)-3,4-di-O-benzyl-a-L-rhamnopyranosyl-(1->6)-2,3,4-

tri-O-benzyl-B-D-glucopyranoside (17a)
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COSY NMR of 4-hydroxyphenyl-2,3,4-tri-O-benzoyl-6-0-t-butyldiphenylsilyl-B-D-glucopyranosyl-(1->2)-3,4-di-O-benzyl-a-L-rhamnopyranosyl-(1->6)-
2,3,4-tri-O-benzyl-B-D-glucopyranoside (17a)
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