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Compounds characterization: 'H, *C NMR, ESI-MS and MALDI-TOF spectra

Ethyl 3-(7-hydroxy-4,8-dimethyl-2-oxo-2H-chromen-3-yl)propanoate (1)
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S01- 'H NMR (400 MHz, CDCls) spectrum of compound 1.
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S02- 3C NMR (101 MHz, CDCls) spectrum of compound 1.

Ethyl 3-(4,8-dimethyl-2-oxo-7-(prop-2-yn-1-yloxy)-2H-chromen-3-yl)propanoate (2)
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S03- 'H NMR (400 MHz, CDCls) spectrum of compound 2.
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S04- 3C NMR (101 MHz, CDCls) spectrum of compound 2.
3-(4,8-Dimethyl-2-oxo-7-(prop-2-yn-1-yloxy)-2H-chromen-3-yl)propanoic acid (3)
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S05- '"H NMR (400 MHz, DMSO-ds) spectrum of compound 3.



Supplementary Materials

—173.8

~ o
QN
O un
v
I/

,150.5
Z147.7
1233
1212
1143
,79.0
1787
—56.3
—326
229
—14.7
—8.0

L

{9000

8500

{8000

L7500

7000

6500

{6000

5500

5000

{4500

4000

t 3500

L3000

{2500

{2000

t 1500

t 1000

500

t-500

T
170

T T T T T T T T
160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
f1 (ppm)

S06- *C NMR (101 MHz, DMSO-ds) spectrum of compound 3.

4-methyl-7-(prop-2-yn-1-yloxy)-2H-chromen-2-one (6)
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S07- 'TH NMR (400 MHz, CDCls) spectrum of compound 6.
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S08- 3C NMR (101 MHz, CDCls) spectrum of compound 6.

2-Azidoethanamine (7)
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S09- 'TH NMR (400 MHz, CDCls) spectrum of compound 7.
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S10- 3C NMR (101 MHz, CDCls) spectrum of compound 7.
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S11- 'H NMR (400 MHz, DMSO-ds) spectrum of compound 8.
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S12- 3C NMR (101 MHz, DMSO-ds) spectrum of compound 8.
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S13- ESI-MS spectrum of compound 8.



Supplementary Materials

AcO

T A A e T 7S ’T
~ N T o M = O o — QO —
- ex e ® T 0N s < Qe

54 52 50 48 46 44 42 40 3.8 3.6 34 32 30 28 26 24 22 20
f1 (ppm)

S14- 'H NMR (400 MHz, CDCls-ds) spectrum of compound 12.
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S15- 'TH NMR (400 MHz, CDCls) spectrum of compound 13.
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S16- 3C NMR (101 MHz, CDCls) spectrum of compound 13.

5"-O-[(4-Methylphenyl)sulfonyl] thymidine (15)
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517- "H NMR (400 MHz, DMSO-ds) spectrum of compound 15.
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518- 3C NMR (101 MHz, DMSO-ds) spectrum of compound 15.

5’-Azide-5"-deoxythymidine (16)
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520- 3C NMR (101 MHz, CDsOD) spectrum of compound 16.

a-Coumarin 3-carboxylate-w-hydroxyl PEGioo (17)
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a-Coumarin 3-carboxylate-w-tosyl PEGooo (18)
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525- 3C NMR (101 MHz, CDCIs) spectrum of the compound 18.

+-500

90000

85000

80000

75000

70000

65000

60000

55000

50000

45000

+-40000

35000

30000

25000

20000

15000

10000

~5S000

r-S000

13



Supplementary Materials

* MALDI_BARROS_CRD487_HCCA_DD\0_J9\1\1SRef, "Baseline subt."

€0L°€SEL-

Wi veLl- S

180°06.1-
6v0'90LL- —
1002991 —
5562191 > g
o_m.m%r n1

. I.
8986k 198 LG —— 3
28 Sepl-

S8 Lo l—x 4
3: 7848

o\k.mmvﬂ

L L6E ) 835|||w~-
069'5€€l———x 2
159 162 ——— 3
YR —
18G°€0ZL—— 3

3

3

1400

o960 1~
829'59C1-
6§ 1ech-

1200

log 211
0ESEeL b
005680}~ =
0LV SYO L ~—nd
PPy LO0L =S
515196
£9Y'S1L6-
vhyLLe-
9y 128
oLyesL-
S6E6EL
11659
642159

TRTH Y RS W GRS SV SR YN |

ze1r'e6s- 3-8
122695-
702616

J

04

[

S x1

T T T
© © 2
— o o

‘ne] ‘'susju|

526- MALDI-TOF spectrum of compound 18.

a-Coumarin 3-carboxylate-w-azide PEGooo (19)
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a-Coumarin 3-carboxylate-w-[(1H-1,2,3-triazol-4-yl)methoxygalactopyranosyl] PEGaooo (20)
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S30- "H NMR (400 MHz, CDCls) spectrum of the compound 20.
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531- 3C NMR (101 MHz, CDCls) spectrum of compound 20.
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533- 'H NMR (400 MHz, CDCls) spectrum of compound 21.
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534- 3C NMR (101 MHz, CDCls) spectrum of compound 21.

a-Azide-w-azide PEGiooo (22)
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535- TH NMR (400 MHz, CDCls) spectrum of compound 22.
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536- 3C NMR (101 MHz, CDCls) spectrum of compound 22.
a-Azide-w-[7-((1H-1,2,3-triazol-4-yl)methoxy)-2H-chromen-2-one)] PEGoo (23)
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S37-TH NMR (400 MHz, CDCls) spectrum of compound 23.
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538- 3C NMR (101 MHz, CDCls) spectrum of compound 23.
a—[7-((1H-1,2,3-triazol-4-yl)methoxy)-2H-chromen-2-one)]-w-[(1H-1,2,3-triazol-4-
yl)methoxygalactopyranosyl] PEGioo (24)
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539- TH NMR (400 MHz, CDCls) spectrum of compound 24.
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540- 3C NMR (101 MHz, CDCls) spectrum of compound 24.
35000 ~ o * MALDI_MTBARROS_CRD633_HCCA_DD\0_O2\1\1SRef, "Baseline subt."
G ¢ 3
0‘5000'.‘ T T
2 q o
€ ]
4000 |§
3000
20003
je g © ®w©v® g < N
10008 $8 &8¢ 8 3 5 58
] K T T T TN
— o;%& e
36000 * MALDI_MTBARROS_HCCA_DD\0_M2\1\1SRef, "Baseline subt."
A 1 =1
$5000 4
goood §
<4000 3
30004
ie
20004 &
19| o
1000 7 3
3 %
0'-1"1--v-| T T 1 T 1 T 1 T 1 T 1 T — T T T
500 750 1000 1250 1500 1750 2000 2250 2500 2750

m/z

541- MALDI-TOF spectrum of compound 24.
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a—[7-((1H-1,2,3-triazol-4-yl)methoxy)-2H-chromen-2-one)]-w—-[(1H-1,2,3-triazol-4-

yl)methoxymannopyranosyl] PEGion (25)
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542- "H NMR (400 MHz, CDCls) spectrum of compound 25.

T T T T
30 28 26 24

o o ~ o~ (=] o T oo -
B @o o < oo o o oo T oo s
“e 2 L3 - ja i i 1 RRREANRREEE 3
N \/ [ ~ = SNV
o)
3 BH
) 10 e O 2 Vi
43 FE7 N3 14 2 '
4\
3 0 NeN Ney' N g OHon
230’82 8 [oR|
s}
1 1
|
—————— T T T
U5 170 165 160 155 150 145 140 135 130 125 120 1S 1 105 100 95 %0 65 0 5 70 65 60 S5 S0 45 40
1

{ppm)

543- 3C NMR (101 MHz, CDCl) spectrum of compound 25.
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S44- MALDI-TOF spectrum of compound 25.

a-3-[3-(4,8-dimethyl]-7-(2-propynyloxy)]-coumarinyl propanoate-w-3-[3-(4,8-dimethyl]-7-(2-propynyloxy)]-
coumarinyl propanoate PEGiooo (26)
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545- TH NMR (400 MHz, CDCls) spectrum of compound 26.
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546- 13C NMR (101 MHz, CDCls) spectrum of compound 26.

a- thymidinyl-5-((1,2,3-triazol-1-yl)-3-[3-(4,8-dimethyl)-7-(methyloxi)-cumarinyl)propanoate -w- thymidinyl-
5-((1,2,3-triazol-1-yl)-3-[3-(4,8-dimethyl)-7-(methyloxi)-cumarinyl)propanoate PEGiow (27)
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547- TH NMR (400 MHz, CDCls) spectrum of compound 27.
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548- 3C NMR (101 MHz, CDCls) spectrum of compound 27.
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549- MALDI-TOF spectrum of compound 27.
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1-[1"-Ethylamide-triazolyl-4]-1-O-methyl-D-glucopyranoside-PLGA conjugate (28)
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S50- 'TH NMR (400 MHz, CDCls) spectrum of compound 28.

7-((1-(2-Amide-ethyl)-1H-1,2,3-triazol-4-yl)methoxy)-4-methyl-2H-chromen-2-one -PLGA conjugate (29)
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S51- TH NMR (400 MHz, CDCls) spectrum of compound 29.
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