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Fig. S1. 1H NMR (400 MHz, CDCl3) spectrum of compound 6.
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Fig. S2. 13C NMR (100 MHz, CDCl3) spectrum of compound 6.
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Fig. S3. HRMS (ESI) analysis of compound 6: m/z [M+H]+ calculated for C17H21O4+ 289.1434; found: 289.1436.
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Fig. S4. 1H NMR (400 MHz, CDCl3) spectrum of compound 7.
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Fig. S5. 1H NMR (500 MHz, CDCl3) spectrum of compound 8.
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Fig. S6. 1H NMR (400 MHz, CDCl3) spectrum of compound 9.
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Fig. S7. 1H NMR (500 MHz, CDCl3) spectrum of glycocluster 10.
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Fig. S8. 13C NMR (125 MHz, CDCl3) spectrum of glycocluster 10.
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Fig. S9. HRMS (ESI) analysis of glycocluster 10: m/z [M+Na]+ calculated for C73H96N12NaO40+ 1803.5739; found: 1803.5736.
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Fig. S10. 1H NMR (500 MHz, CDCl3) spectrum of glycocluster 11.

[image: ]
Fig. S11. 13C NMR (125 MHz, CDCl3)   spectrum of glycocluster 11.
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Fig. S12. HRMS (ESI) analysis of glycocluster 11: m/z [M+Na]+ calculated for C69H96N12NaO36+ 1691.5942; found: 1691.5912.
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Fig. S13. 1H NMR (300 MHz, CD3OD) spectrum of glycocluster 12.
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Fig. S14. 13C NMR (75 MHz, CD3OD) spectrum of glycocluster 12.
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Fig. S15. ESI MS analysis of glycocluster 12: m/z [M+Na]+ calculated for C97H132N16NaO52+ 2375.8069; found: 2375.8075.
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Fig. S16. 1H NMR (300 MHz, CDCl3) spectrum of compound 13.
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Fig. S17. 13C NMR (75 MHz, CDCl3) spectrum of compound 13.
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Fig. S18. HRMS (ESI) analysis of compound 13: m/z [M+Na]+ calculated for C18H25NNaO5+ 358.1625; found: 358.1625.
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Fig. S19. 1H NMR (300 MHz, CDCl3) spectrum of compound 14.
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Fig. S20. 13C NMR (75 MHz, CDCl3) spectrum of compound 14.
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Fig. S21. HRMS (ESI) analysis of compound 14: m/z [M+H]+ calculated for C60H83N10O32+ 1455.5169; found: 1455.5162; [M+Na]+ calculated for C60H82NaN10O32+ 1477.4989, found: 1477.5040.
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Fig. S22. 1H NMR spectrum (500 MHz, CDCl3) of compound 15.
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Fig. S23. 13C NMR (125 MHz, CDCl3) spectrum of compound 15.
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Fig. S24. ESI MS analysis of compound 15: m/z [M+Na]+ calculated for C57H82N10NaO29+ 1393.5140; found: 1393.5140; [M+K]+ calculated for C57H82N10KO29+ 1409.4881, found: 1409.4866.
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Fig. S25. 1H NMR (300 MHz, CDCl3) spectrum of compound 18.
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Fig. S26 A. 13C NMR (75 MHz, CDCl3) spectrum of compound 18.
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Fig. S26 B. 13C NMR spectrum (75 MHz, CDCl3) of compound 18 after deconvolution with Lorentzian shape with detection sensitivity set to 1.4 and peak overlapping factor of 0.5 ppm (Software: Bruker TopSpin 2.1).
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Fig. S27. HRMS (ESI) analysis of compound 18: m/z [M+H]+ calculated for C55H73N12O30+1381.4550; found: 1381.4520; [M+Na]+ calculated for C55H72NaN12O35+1403.3070, found: 1403.4330; [M+K]+ calculated for C55H72KN12O35+1419.4109, found: 1419.4161.


[image: ]
Fig. S28. 1H NMR spectrum (500 MHz, CDCl3) of compound 19. 
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Fig. S29 A. 13C NMR (125 MHz, CDCl3) spectrum of compound 19.


[image: ]
Fig. S29 B. 13C NMR spectrum (125 MHz, CDCl3) of compound 19 after deconvolution with Lorentzian shape with detection sensitivity set to 1.4 and peak overlapping factor of 0.5 ppm (Software: Bruker TopSpin 2.1).
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Fig. S30. ESI MS analysis of compound 19: m/z [M+H]+ calculated for C52H73N12O27+1297.4703; found: 1297.4699; [M+Na]+ calculated for C52H72N12NaO27+ 1319.4522, found: 1319.4492; [M+K]+ calculated for C52H72KN12O27+1345.4261, found: 1345.4243.
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Fig. S31. 1H NMR (500 MHz, CDCl3) spectrum of glycocluster 21.
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Fig. S32. 13C NMR (125 MHz, CDCl3) spectrum of glycocluster 21.
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[bookmark: _GoBack]Fig. S33. ESI MS analysis of glycocluster 21: m/z [M+Na]+ calculated for C78H103NaN13O43+ 1932.6165; found: 1932.6019; [M+K]+ calculated for C78H103KN13O43+ 1948.5804; found: 1948.5742.
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Fig. S34. 1H NMR spectrum (500 MHz, CDCl3) of compound 22.
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Fig. S35 A. 13C NMR (125 MHz, CDCl3) spectrum of compound 22.
[image: ]
Fig. S35 B. 13C NMR spectrum (125 MHz, CDCl3) of compound 22 after deconvolution with Lorentzian shape with detection sensitivity set to 1.4 and peak overlapping factor of 0.5 ppm (Software: Bruker TopSpin 2.1).
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Fig. S36. ESI MS analysis of compound 22: m/z [M+Na]+ calculated for C75H103NaN13NaO40+ 1848.6317; found: 1848.6336; [M+K]+ calculated for C75H103KN13NaO40+ 1864.6057, found: 1864.6061.
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Fig. S37. 1H NMR (300 MHz, D2O) spectrum of glycocluster 1.
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Fig. S38. HRMS (ESI) analysis of glycocluster 1: m/z [M+Na]+ calculated for C41H64N12NaO24+  1131.4049; found: 1131.4031. 
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Fig. S39. 1H NMR spectrum of glycocluster 2.
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Fig. S40. HRMS (ESI) analysis of compound 2: m/z [M+H]+ calculated for C45H73N12O24+1165.4855; found: 1165.4852; [M+Na]+ calculated for C45H72NaN12O24+1187.4675, found: 1187.4678.
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Fig. S41. 1H NMR (300 MHz, D2O) spectrum of glycocluster 3.
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Fig. S42. HRMS (ESI) analysis of compound 3: m/z [M+Na]+ calculated forC61H92N15NaO36+1647.5752; found: 1647.5749. 
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Fig. S43. 1H NMR (500 MHz, D2O) spectrum of glycocluster 4.
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Fig. S44. HRMS (ESI) analysis of compound 4: m/z [M+H+Na]+ calculated for C45H70N13NaO272+1247.4391; found: 1247.4311. 
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Fig. S45. 1H NMR (300 MHz, D2O) spectrum of glycocluster 5.
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Fig. S46. ESI MS analysis of glycocluster 5: m/z [M+Na]+ calculated for C48H76N13O27+ 1266.4968; found: 1266.4968.
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