Supplementary Materials

S1 List of the 156 glycans screened.
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D-mannose linked B(1-4) (coconuts).
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D-mannose linked B(1-4) partially O-acetylated (Aloe vera) 150
D-mannose polysaccharide linked a(1-6) and highly branched with a(1-2) and o(1-3) 151
D-mannose (Yeast).

D-mannose linked p(1-4), DP = 2 to 24 152
Oligosaccharides MW between 3 and 5 kDa (Ulva armoricana) 153
Oligosaccharides MW between 1 and 3 kDa (Ulva armoricana) 154

Oligosaccharides MW between 0.65 and 1 kDa (Ulva armoricana) 155
Oligosaccharides with DP MW 2 to 25 (Palmaria palmata)
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S2 Results of the competitive screening of the 156 glycans toward LecB. Only oligasaccharides having a grade better than E are presented

Family Sub Family Structure Grade Id
Fucal-2Gal C 9
Fucal-2Galp1-4Glc C 10
Fucal-2Galp1-3GlcNAcB1-3Gal D 11
H antigenes Fucal-2GalB1-4GIlcNAcB1-3Gal D 12
ABO blood ag Fucal-2GalB1-3GlcNAcB1-3GalB1-4Glc D 13
Fucal-2Galp1-4GlcNAcB1-3Galp1-4Glc C 14
Fucal-2GalB1-3GalNAcB1-3Gal C 76
GalNAcoal-3(Fucal-2)Gal D 15
A antigenes

GalNAcal-3(Fucal-2)Galp1-3GalNAcB1-3Gal D 77
Galp1-4(Fucal-3)GlcNAcp1-3Gal C 26

LeX antigenes
Galp1-4(Fucal-3)GIlcNAcB1-3Galp1-4(Fucal-3)Glc B 27
) LeY antigenes Fucal-2Galp1-4(Fucal-3)GIlcNAcp1-3Gal C 28

Lewis ag

sLe* antigenes Neu5Aca2-3Galp1-4(Fucal-3)GIcNAcB1-3Gal C 29
Galp1-3(Fucal-4)GIcNAcp1-3Gal A 30

Le” antigenes
Galp1-3(Fucal-4)GlcNAcB1-3GalB1-4(Fucal-3)Glc A 31
Le® antigenes Fucal-2Galp1-3(Fucal-4)GlcNAcp1-3Gal C 32




Galp1-4(Fucal-3)Glc B 33
GalB1-4GlcNAcB1-3Galp1-4(Fucal-3)Glc B 34
"3 fucosyl lactose core” | Galp1-3GIcNAcB1-3GalB1-4(Fucal-3)Glc B 35
Neu5Aco2-3GalB1-4(Fucal-3)Glc B 36
Galal-3Galp1-4(Fucal-3)Glc B 37
';T;;%?;ggﬁg Fucal-2Galpl-4(Fucal-3)GIc C 38
"2 dif‘é‘;f:? lactose = INAcal-3(Fucal-2)Galpl-4(Fucal -3)Glc D 39
Galal-3(Fucal-2)Galp1-4(Fucal-3)Glc D 40
Fucal-2Galp1-4(Fucal-2)Glc C 92
272 dif‘ég??." lactose 1 INAcal-3(Fucal-2)Galpl -4(Fucal-2)GIc D 93
Galal-3(Fucal-2)Galp1-4(Fucal-2)Glc D 94
Fuc-GM1 Fucal-2GalB1-3GalNAcB1-4(Neu5SAca2-3)Galf1-4Glc D 66
difucosyl-pentaose Fucal-2GalB1-4Glcp1-1pGalo2-1Fuc C 90
Globo-H Fucal-2Galp1-3GalNAcp1-3Galal-4Galp1-4Glc C 72

Misc.
iGbH analogue Fucal-2Galp1-3GlcNAcB1-3Galal-3GalB1-4Glc D 103




Main motifs are GXLF (80 %) C 117

Main motifs are XFG (80%) D 118
Glucan Xyloglucan

Main motifs are XXFG (60%) D 119

Main motifs are XLFG (60%) C 120
Mannan Mannan Scaffold consist of D-mannose residues linked a(1-6). D- A 151

Mannose side chains linked a(1-2) et a(1-3)
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S3 NMR spectra of compounds 165a and 165b.
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31P NMR (121 MHz, Chlorofornd)
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S4 characterization for propargylated oligosaccharides: Compounds 166 to 170

Compound 166: Lewis? tetraose-NAc-propargyl - GalB1-3(Fucal-4)GlcNAcB1-3Gal-NAc-CH2-CECH
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MALDI-TOF positive mode: M=770, m/z=793.282 [M+Na]*

Compound 167 : Lewis? pentaose-N-acetyl-propargyl - Fucel-2GalB1-3(Fucal-4)GIcNAcB1-3Gal-NAc-CH:
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MALDI-TOF positive mode: M=916, m/z=939.361 [M+Na]*



Compound 168 : 3 fucosyllactose-NAc-propargyl - GalB1-4(Fucal-3)Glc-NAc-CH2-CECH
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MALDI-TOF positive mode: M=567, m/z=590.210 [M+Na]*



Compound 169 : Lewis* tetraose-N-acetyl-propargyl - Galp1-4(Fucal-3)GIcNAcB1-3Gal-NAc-CH2-C=CH
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MALDI-TOF positive mode: M=770, m/z=793.278 [M+Na]*



Compound 170 : Sialyl Lewis* pentaose-N-acetyl-propargyl - Neu5a2-3AcGalB1-4(Fucal-3)GIcNACcB1-3Ga
CH2-C=CH
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MALDI-TOF positive mode: M=1083, m/z=1060.388 [M+Na]*



S5 Coupling conditions and characterization data for the 50 oligoglycoclusters and the 5 monovalent

ligands.
MALDI-
Amount TOF [M-H]
Click MS

compound Core linker Sequence Method (nmol)  MS Cald Found

M_LeA Hex 2 A 10 6167.56 6167.56
M_LeB Hex 2 A 12 6313.70 6312.91
M_3FL Hex 5 A 6 5900.31 | 5900.22
M_LeX Hex 2 A 8 6167.56 | 6168.88
M_SlLeX Hex 2 A 10 6458.81 6458.77
G1-LeA Ara EG> 4 B 6 8506.51 | 8506.30
G1l-LeB Ara EG; 4 C 4 8944.94 8944.33
G1-3FL Ara EG> 4 C 7 7896.94 | 7896.64
G1l-LeX Ara EG; 4 B 5 8506.51 8506.55
G2-LeA Ara EGs 5 B 7 8770.83 8770.43
G2-LeB Ara EG4 5 C 6 9209.25 9209.28
G2-3FL Ara EG4 5 C 12 8161.25 8161.69
G2-LeX Ara EG4 5 B 4 8770.83 8770.73
G3-LeA Xylo EG; 2 B 5 8570.56 8570.12
G3-LeB Xylo EG; 2 C 7 9008.98 9008.59
G3-3FL Xylo EG> 2 C 9 7960.98 | 7960.67
G3-LeX Xylo EG; 2 B 5 8570.56 8570.81
G4-LeA Xylo EG4 3 B 8 8770.83 8769.89
G4-LeB Xylo EGs 3 C 7 9209.25 | 9209.03
G4-3FL Xylo EGs 3 C 11 8161.25 | 8161.60
G4-LeX Xylo EG4 3 B 6 8770.83 8770.63
G5-LeA Ribo EG; 1 B 4 8506.51 8506.91
G5-LeB Ribo EG> 1 C 5 8944.94 | 8945.11
G5-3FL Ribo EG; 1 C 5 7896.94 7896.15
G5-LeX Ribo EG; 1 B 2 8506.51 8506.39
G6-LeA Ribo EG4 3 B 13 8770.83 8770.96
G6-LeB Ribo EGs 3 B 10 9209.25 | 9209.31
G6-3FL Ribo EG4 6 B 5 8161.23 8161.38
G6-LeX Ribo EGa 3 B 10 8770.83 | 8770.68
G6-SLeX Ribo EG4 3 F 6 9644.58 | 9644.90
G7-LeA Glc EG> 4 D 5 9406.30 | 9406.24




G7-LeB Glc EG> 4 E 8 9990.86 9990.07
G7-3FL Glc EG: 4 E 9 8593.53 8593.27
G7-LeX Glc EG> D 4 9406.30 9405.90
G8-LeA Glc EGs 5 D 6 9758.72 9758.91
G8-LeB Glc EGs 5 E 9 10343.28 | 10343.15
G8-3FL Glc EGs 5 E 5 8945.95 8945.57
G8-LeX Glc EGs 5 D 4 9758.72 9758.17
G9-LeA Gal EG, 2 D 9470.34 9470.37
G9-LeB Gal EG> 2 E 9 10054.91 | 10055.16
G9-3FL Gal EG, 2 E 11 8657.57 8657.34
G9-LeX Gal EG> 2 D 5 9470.34 9470.65
G10-LeA Gal EGs 3 D 2 9758.72 9758.70
G10-LeB Gal EGq 3 E 5 10343.28 | 10344.70
G10-3FL Gal EGs 3 E 6 8945.96 8945.61
G10-LeX Gal EGq 3 D 4 9758.72 9757.78
G11-LeA Man EG, 1 D 4 9406.30 9407.10
G11-LeB Man EG> 1 E 5 9990.86 9990.28
G11-3FL Man EG, 1 E 5 8593.53 8593.78
G11-LeX Man EG> 1 D 3 9406.30 9406.76
G12-LeA Man EGs 4 D 9 9758.72 9758.30
G12-LeB Man EGs 4 D 3 10343.28 | 10343.20
G12-3FL Man EGy 7 D 9 8964.98 8964.56
G12-LeX Man EGs 4 D 6 9758.72 9759.02
G12-SLeX | Man EGy 4 G 4 10923.72 | 10922.53




S6: HPLC chromatograms and MALDI-ToF spectra of oligoglycoclusters with 3-Fucosyl-Lactose (3-FL)
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S7: HPLC chromatograms and MALDI-ToF spectra of oligoglycoclusters with Lewis?
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S8: HPLC chromatograms and MALDI-ToF spectra of oligoglycoclusters with Lewis®
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S9: HPLC chromatograms and MALDI-ToF spectra of oligoglycoclusters with Lewis*
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S10: HPLC chromatograms and MALDI-ToF spectra of oligoglycoclusters with Sialyl Lewis*
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