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I. Supplementary Flow Cytometry Data
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Figure S1: Flow cytometry results of HEK293 cell treated with 200 uM of 1 (A) or 2 (B) (red) against cell treated with PBS (control
group, black) for 48 h, followed by click reaction with DBCO-Cy5 (50 uM, 37 °C, 1 h). More than 10,000 events were recorded during
each experiment and three replicate experiments were performed.
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Figure S2: Flow cytometry results of MCF-7 cell treated with PBS (control) or with 200 uM of 1 or 2 for 48 h and then with DBCO-
Cy5 (50 uM, 37 °C, 1 h). Data are presented as mean + standard deviation of three parallel experiments and analyzed by two-tailed
student’s ¢ test: **statistically very different (P < 0.01) from the PBS group; ***statistically extremely different (P < 0.001) from the
PBS group; NS, no significant difference (P > 0.05).
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Figure S3: Flow cytometry results of MCF-7 cell treated with PBS (control) or with various concentrations (100-800 uM) of 1 for 48
h and then with DBCO-Cy5 (50 uM, 37 °C, 1 h). Data are presented as mean + standard deviation of three parallel experiments. Difference
of the treatment groups with the control (PBS) group was all statistically significant (P < 0.05).
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Figure S4: Flow cytometry results of HepG2 cell treated with PBS (control) or with 200 uM of 2 or 4 for 48 h and then with DBCO-
Cy5 (50 uM, 37 °C, 1 h). Data are presented as mean + standard deviation of two parallel experiments and analyzed by two-tailed
student’s ¢ test: **statistically very different (P < 0.01) from the PBS group; NS, no significant difference (P > 0.05).
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I1. NMR and MS Spectra of Compounds
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x104 |+ES| Scan (0.477-0.743 min, 33 Scans) Frag=175.0V 28144_zsy-2-174_ESI-02.d Subtract Theoretical [M+H]* = 450.2599 (2.9 ppm)
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Theoretical [M+H]*=412.2078 (1.7 ppm)
[M+Na]*=434.1898 (4.4 ppm)
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Theoretical [M+H]* = 510.2446 (0.6 ppm)
[M+NH,]* = 527.2712 (0.4 ppm)
[M+Na]* = 532.2266 (0.6 ppm)
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x104 |+ESI Scan (0.282-0.673 min, 48 Scans) Frag=175.0V 28145_zsy-3-33_ESl.d Subtract Theoretical [M+NH4]+ =533.2089 (1.7 ppm)
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29 M 13
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2.71 . .
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254 Exact Mass: 538.1643
24
2.3
221
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2
1.9
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0.1
04
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x104 |+ES| Scan (0.256-0.613 min, 44 Scans) Frag=175.0V 28151_zsy-3-45_ES|.d Subtract Theoretical [M+Na]* = 434.1898 (3.9 ppm)

3.5-
344

3.3
3.2 [M+Na]*
T AllO OAc 4341915

' AllO OAll
3- N3 + Na

| 16
g

264 Chemical Formula: C1gH9N3NaO;*

ifj Exact Mass: 434.1898

2.3
2.2
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2
1.9
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164
154
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12
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0.9-
0.8-
0.7 435.1929
0.6-
0.5
0.4
0.3
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0.1
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Counts vs. Mass-to-Charge (m/z)
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Chemical Formula: Cy4H35N3NaOg*
Exact Mass: 532.2266

[M+NH,]*
527.2718

5282742
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Counts vs. Mass-to-Charge (m/z)
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[M+Na]*
532

2287

533.2307

Theoretical [M+NH,]* = 527.2712 (1.1 ppm)
[M+Na]* = 532.2266 (3.9 ppm)

536.1666
537.1670
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Exact Mass: 538.1643
[M+NH,]*
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Counts vs. Mass-to-Charge (m/z)
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Theoretical [M+NH,]* = 533.2089 (1.5 ppm)
[M+Na]* = 538.1643 (2.8 ppm)
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x104 |+ESI Scan (0.242-0.691 min, 55 Scans) Frag=175.0V 28146_2sy-3-51_ES|.d Subtract Theoretical [M+NH,]* = 435.1722 (0.9 ppm)
7.2 [M+Na]* = 440.1276 (3.4 ppm)
74
6.8
6.6 AcO_ OAc [M+Na]*

6.4 AcO OAc 4401291
624 HO O/\/ N3 + Na

5.8- 3
5.6 Chemical Formula: C1gH23N3NaO 4"

Exact Mass: 440.1276

26+
244
22 [M+NH,]*
2 4351726
184
1.6
144
1.24 4411308
14
0.8+
0.6
044 436.1748
0.2+

4421326

-=Ir I - T - I - I I - T - T I - 1T - T - 1- I — T - 1 JT1T - I+ T+ T T+ 1T — 1+ ‘T T+ 1 T1T- 1T 1T
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Counts vs. Mass-to-Charge (miz)
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1 -
0.95-
0.9
0.85-
0.8
0.754
0.7
0.65-
064
0.554
0.54
0.45
0.4
0.354
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0.05-

+ES| Scan (0.247-0.505 min, 32 Scans) Frag=175.0V 28153_zsy-3-28_ES|.d Subtract

O
0 )LNH
P A
N/\/\/\”/
H (0] OH + Na
22
[M+H]* Chemical Formula: C47H25N3NaO,*
336.1924 Exact Mass: 358.1737
337.1945
338.1956

335 336 337 338 339 340 341 342 343 344 345 346 347 348 349 30 351

Counts vs. Mass-to-Charge (miz)
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Theoretical [M+H]* = 336.1918 (1.8 ppm)
[M+Na]* = 358.1737 (2.2 ppm)

[M+Nal*
358.1745

359.1768

360.1787

352 353 354 355 356 357 358 359 360 361
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3 |+ESI Scan (0.150-0.500 min, 43 Scans) Frag=175.0V 28113_zsy-3-54 ESId Subtract
x10 n e ro) Frag=1’ S weE Theoretical [M+NH,]* = 600.1784 (2.3 ppm)

372- [M+Na]* = 605.1338 (2.8 ppm)

8.5

8.254 M+Na]*
AcO OAc %5_1355]

AcO OAC.____Nj+Na

7.751 O/\/

e
7.25 0
O,N

75
65':_ Chemical Formula: Co3HpgN4NaO 44"
6.25- Exact Mass: 605.1338

6
5.754
5.5
5.254
5
4754
4.5
4254
4
375
354
3254
3_
2.754

254

- 606.1380
6011819

[M+NH,]*

19 600.1798

1.75

LJ A N

B92 593 554 595 556 bH97 598 599 600 601 602 603 604 605 606 607 608 609 610 611 612 613 614 615 616 617 618
Counts vs. Mass-to-Charge (m/z)
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Current Data Parameters

NAME zsy-3-37
EXPNO 1
PROCNO 1

F2 - Acquisition Parameters
Date_ 20180413
Time 16.09 h
INSTRUM spect
PROBHD 2847801_0073
PULPROG zg30

D 65536
SOLVENT CDC13

NS 8

DS 0

SWH 6009.615 Hz
FIDRES 0.183399 Hz
AQ 5.4525252 sec
RG 114

DW 83.200 usec
DE 6.50 usec
IE 302.0 ¥
D1 1.00000000 sec
DO 1
SFCl 600.1627007 MHz
NUC1 1H

Pl 14.00 usec
PLWL1 5.77099991 w
F2 - Processing parameters
sSI 65536

SF 600.,1600000 MHz
WDW EM

SEB 0

LB 0.30 Hz
GB o]

PC 1.00
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5.8
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5.4-
5.2

4.8+
46
444
424

3.8
36
3.4
3.2

2.8
2.6
2.4
2.2

1.8
16-
141
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14
0.8
0.6
0.4
0.2

04

+ES| Scan (0.336-0.554 min, 32 Scans) Frag=175.0V 28114_zsy-3-37_ES|.d Subtract

M+NH,]*
Eoo_mm“]
N3 + N
AcO OAc ,~ 3" N8
AcO O
o\n/o OAc
/[ j (0]
O,N 20
Chemical Formula: Cy3HogN4NaO 14"
Exact Mass: 605.1338
[M+Na]*
605.1351
601.1825
606.1381

- b e

589 590 591 592 593 594 595 596 597 598 599 600 601
Counts vs. Mass-to-Charge (m/'z)
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Theoretical [M+NH,]* = 600.1784 (3.3 ppm)
[M+Na]*=605.1338 (2.1 ppm)

6121711
610.1841
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244
2.3
224
2.1

1.8
1.84
1.7
16+
1.5
1.4
1.34
1.2-
1.1-

0.54
0.8
0.7
0.6

+ES| Scan (0.446-0.596 min, 19 Scans) Frag=175.0V 28147 _zsy-3-55_ES|.d Subtract
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%0 S g Mo+ e
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(0]
1

Chemical Formula: C34H46NgNaO 5"
Exact Mass: 801.2913

[M+H]*
7793110

780.3142

781.3075
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Theoretical [M+H]* = 779.3094 (2.1 ppm)
[M+Na]* = 801.2913 (3.9 ppm)

[M+MNa]*
801.2944

802 2953

803.2961

b 804 2784

802 803 804 805
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X104 |+ESI Scan (0.209-0575 min. 45 Scans) Frag=175.0V 28148 zsy-3-33_ESI4 Subirac Theoretical [M+H]* = 779.3094 (2.7 ppm)

684 o [M+Na]* = 801.2913 (3.1 ppm)
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