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Experimental section

General. All organic solvents were purchased from commercial sources and used as received or dried using standard procedures, unless
otherwise stated. All chemicals were purchased from Aldrich, Merck or Alfa Aesar and used without further purification; thin layer
chromatography (TLC) was performed on precoated Merck 60 GF254 silica gel plates and revealed by spraying (p-anisaldehyde or
H,SO4/EtOH), and detection by means of UV light at 254 and 360 nm. '"H and '*C NMR spectra were recorded on a Bruker Avance 200 MHz
spectrometer. Mass spectra (ESI MS) were recorded on a Brucker (Daltonics Esquire 3000+). HRMS spectra were carried out on a ThermoFisher
Q Exactive plus in ESI mode positive and negative depending on the compounds to identify. We use a pump syringe at a flow of 3ul/mn and with
the mass spectrometer at a resolution of 140 000 at m/z 200 for best accuracy. The purity of compounds was further verified to be >95% by
HPLC analysis using analytical columns Hypersil (C18 (ELITE), 4.6 mm x 250 mm) or Nucleosil (120-5C8 (HICHROM), 4.6 mm x 250 mm)
with an isocratic elution of CH3CN/H,0O, 90/10. The ultrasound-assisted reactions were carried out in a “Branson Bransonic® 5510 DTH
UltraSonic Bath Cleaner”, with a frequency of 40 kHz. The ultrasonic cleaner has a power consumption of 185W (399 x 371 x 401 mm) with
liquid holding capacity of 9.5 L.

General procedure for the synthesis of azidoglycoside (2a-e). To a cold suspension of sodium azide (2 mmol) in dichloromethane (5 mL),
sulfuryl chloride (Immol) is added drop wise. After the completion of the addition the mixture is sonicated for few minutes, and then the
acetylated sugar 1a-e (2 mmol) and Lewis acid catalyst (20 mol %) are added to the mixture. The reaction mixture is sonicated during 45 min.
After the completion of the reaction (TLC monitoring), the mixture was diluted with dichloromethane and washed with a saturated aqueous
solution of NaHCOs. The organic layer was washed with water (2x10 mL), dried over MgSQ,, filtered and the solvent was removed under
reduced pressure. The residue was subjected to purification by silica gel column chromatography [Cyclohexane-EtOAc (9:1)] to give the pure
azidoglycoside 2a-e.

General procedure for one-pot synthesis of 1,2,3-triazolyl glycosides. To a cooled suspension of sodium azide (2 mmol) in dichloromethane
(5 ml), sulfuryl chloride (1 mmol) is added drop wise. After the completion of the addition the mixture was sonicated at room temperature. The
sugar derivative (2 mmol) and anhydrous FeCl; catalyst (20 mol %) were added and sonication continued. After reaction completion (TLC
monitoring), the alkyne (4 mmol), Cul (4 mmol) and diisopropylethylamine (4 mmol) were added to the mixture and then left under sonication.
After completion of the reaction (TLC monitoring), the mixture was diluted with dichloromethane and successively washed with a saturated
solution of NH4CI and water (2x10 mL), dried over MgSQO,, filtered and concentrated under reduced pressure. The crude residue was purified by
silica gel column chromatography (Cyclohexane-EtOAc 8:2 to 5:5) to afford the triazolyl glycosides 3.



Figure S1. '"H NMR (200 MHz) and '3C NMR (50 MHz) and HRMS spectra for compound 2c.
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Figure S2. '"H NMR (200 MHz) and '3C NMR (50 MHz) and HRMS spectra for compound 2d.
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Figure S3. '"H NMR (200 MHz) and *C NMR (50 MHz) and HRMS spectra for compound 2e.
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Figure S4. "H NMR (200 MHz) and 3C NMR (50 MHz) and HRMS spectra for compound 3b.
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Figure S5. '"H NMR (200 MHz) and '3C NMR (50 MHz) and HRMS spectra for compound 3c.
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Figure S6. 'H NMR (200 MHz) and '3C NMR (50 MHz) and HRMS spectra for compound 3d.

80°S
IT's
ET'S
LTS
tE'S
GE'S
s
s
£5's
98'S
06°S

€002 9¢°L

SA LN3T.10.fid

IeL
9t'L
or'L
Er'L
L
£t
8L
es
E6°L

—— Loz
)
R b ¢o1
= h 0T
== @ 80E
-
{
|nu|.Wn,L F sot
hll.nluﬂl.MJ F soe|
|%|lu_ I} soer
001
)

LOEF

ITE
MMG.NH

SOE}

3.0 25 2.0 15 1.0 0.5 0.0

5.0 4.5 4.0 315

ppm

55

6.5 6.0

95 9.0 8.5 8.0 75 7.0

100

1.5

13



82°0C
55°0¢
L9702
0L702
SL0T
Z80e

16°09
B8B'T9
£9°99
60°69
6t0L
LB0L
S6°0L
FLTL—
SL'6L

mm.mhw

€202 9T°4L

SA LN3T.10.fid

95°58—

L TO0T—

T6°L1T—

06'SZT
Qm.mm.nw
T6°8CT 7
¥E'6LT

EEBFT—

01’691
LT69T
£S691
L0°0LT
PTOLT
9z'0LT
BE'OLT

20 10

30

50

180 170 160 150 140 130 120 110 100 20 80 70
ppm

190

14



Figure S7. '"H NMR (200 MHz) and '3C NMR (50 MHz) and HRMS spectra for compound 3e.
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Figure S8. '"H NMR (200 MHz) and *C NMR (50 MHz) and HRMS spectra for compound 3f.
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Figure S9. '"H NMR (200 MHz) and *C NMR (50 MHz) and HRMS spectra for compound 3g.
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Figure S10. 'H NMR (200 MHz) and *C NMR (50 MHz) and HRMS spectra for compound 3h.
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Figure S11. '"H NMR (200 MHz) and *C NMR (50 MHz) and HRMS spectra for compound 3i.
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Figure S12. '"H NMR (200 MHz) and *C NMR (50 MHz) and HRMS spectra for compound 3j.
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Figure S12. '"H NMR (200 MHz) and *C NMR (50 MHz) and HRMS spectra for compound 3k.
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HRMS data
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201407T1NCHAT #79 RT 015 AV 1 ML 2.74E8
T FTMS + p ES] Full leck ms [B0.00-900 00]
T 20721
CazHao Q7 M3 5= 77020729

10 -0.10302 ppm
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