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Fig. S1. 'HNMR spectrum of N-1 in CDCl;,
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Fig. $2. 3C NMR spectrum of N-1 in CDCl;.



—8.68
~7.94
R
—432

NC
p CN
\ CN
NC
N-2
S & - A
S < S
11.0 9.5 8.5 75 6.5 5.5 45 3.5 25 1.5 0.5
11 (ppm)
Fig. 3. ' HNMR spectrum of N-2 in CDCl;,
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Fig. §4. 3 C NMR spectrum of N-2 in DMSO-ds.
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Fig. §5. LCMS of N-3.
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Fig. S6. ' H NMR spectrum of N-3 in CDCls.
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Fig. §7. 3 C NMR spectrum of N-3 in CDCl;.
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§8. MALDI-TOF of N-4.
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Fig. §9. '"H NMR spectrum of N-4 in CDCl;.

1€vl -
¥6'0C —

8819 -

€L 9L
mo.hhw
LELL

ss0zI
6T €Tl
6€€Tl
€T
Lsel |
19'8T1
9z0€1 -~

YO0rl —

0 Ivl J
No.ww_\

6651 -

88'8LI —

N-4

20 10

70 60 50 40 30

80

f1 (ppm)

150 130 110

170

Fig. $10. 3 C NMR spectrum of N-4 in CDCl;.
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Fig. S11. MALDI-TOF of N-5.
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Fig. S12. ' H NMR spectrum of N-5 in CDCl;.
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Fig. $13. 3 C NMR spectrum of N-5 in CDCl;.
30000
EtOZC 639.19
-
=
20000
g 640.20
g
1’ ‘@
’ £ 10000
[ 641.20
’ b
! £ 642.20
M-1 / § A
I i L M 1 L
A 638 639 640 641 642 643
,’ ,' m/z
% 406G16MS Raw
154
104
P 820269
053os9141 %8425 413277 448147 496168 615875 662184 713158 14 BT
ol —= e e ot e o L

Fig. §14. MALDI-TOF of M-1.
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Fig. S15. ' HNMR spectrum of M-1 in CDCl;.
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Fig. $16. 3 C NMR spectrum of M-1 in CDCls;.
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Fig. §17. MALDI-TOF of M-2.
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Fig. §18. 'H NMR spectrum of M-2 in CDCl;.
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Fig. $19. 3 C NMR spectrum of M-2 in CDCl;.
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Fig. $21. ' H NMR spectrum of M-3 in CDCls;.

eevl—
[N

€679 —
€C0L —
€L9L ¢
mo.hhx
LELL

PO Ell

:u.v:w
Py ell —
60°6Cl ~
Y0 0€l ~
LLEEL -~

€0 erl —

e1'est -

90'651 —
69191/

80 70 60 50 40 30 20 10 O

150 130 110 90

170

{1 (ppm)

12

Fig. $22. 3 C NMR spectrum of M-3 in CDCls;.
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Fig. $24. ' H NMR spectrum of M-4 in CDCls;.
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Fig. $25. 3 C NMR spectrum of M-4 in CDCls;.
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Fig. $26. Normalized absorption spectra of M-1, M-2, M-3 and M-4 in THF and M-1, M-2, M-3 and

M-4 NPs in H,O.
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Fig. §27. Size distributions and SEM images of a) M-1 NPs, b) M-2 NPs, ¢) M-3 NPs, d) M-4 NPs.
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Fig. $28. Photothermal performance of a) M-1 NPs (20 uM, 660 nm, 2 W/cm?), b) M-2 NPs (20 uM,

660 nm, 2 W/cm?), ¢) M-3 NPs (10 uM, 808 nm, 1 W/cm?), and d) M-4 NPs (10 uM, 808 nm, 1

W/cm?) by cooling to room temperature with linear analysis.
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Fig. S$29. Photothermal stability of a) M-1 NPs and b) M-2 NPs upon 660 nm laser irradiation (20

uM, 2 W/cm?). Photothermal stability of ¢) M-3 NPs and d) M-4 NPs upon 808 nm laser irradiation

(10 uM, 1 W/em?).

17



Q
'
(=)

S

--H,0
~ 60f o m-1NPs
O -a-M-2 NPs
® M-3 NPs o
= 50}-o-M-4NPs -
= ~
® 2
B c
2 40 3
5 o
@
-
30
. = . . N 0 " 1 i L i 1
0 2 4 6 ) 900 1050 1200 1350
Time (min) Wavelength (nm)
CL O-O—Blank d)A o 0.00 Wiem”
O 70Fo-s5um ©  60Fo-0.25 wiem’
~ Pl :g “m ~  }o-0.50 wiem?
@ 60F  oim o 0.75 Wicm’
2 2 S0F . 1.00 Wi’
T 50 ©
g 2 s}
£ 40 £
(<] (<}
F 30t W = 30t
r ————a—0—0—0—0
b4 " N N M i N M 2 "
0 2 4 6 8 0 2 4 6
Time (min) Time (min)

Fig. $30. a) Temperature changes of M-1 NPs, M-2 NPs, M-3 NPs and M-4 NPs (10 uM) in H,O
under laser irradiation. b) PL spectrum of M-4 in solid state. ¢) Photothermal curves of M-4 NPs at
different concentrations (0, 5, 10, 15, 20 uM) under 808 nm (I W/cm?) laser irradiation. d)

Photothermal curves of M-4 NPs (10 pM) under 808 nm laser irradiation at different power density

(0.00, 0.25, 0.50, 0.75, and 1.00 W/cm2).
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Fig. §31. a) Photothermal properties of AMDR hydrogels under irradiation of 808 nm laser (1
W/cm?) containing different concentrations of M-4 NPs (0, 5, 10, 15, 20 uM). b) Photothermal

stability of AMDR hydrogel with M-4 NPs concentration of 10 uM under irradiation of 808 nm laser

(1 W/em?).

a) b)
20} = mm Dark
' g mm Laser
o I — =’ .
pg 15—?%’.{L3 i 1 £ wa
= ?7 60
= ] —a— A+L * *
% —-AM E
10k —o—AM+L =
s ~a- AMD T 40
3 —o— AMD+L g
] 5 -@- AMR -
m —a- AMR+L 0 20
—a-AMDR &
0 L 1 i i A i ;AMDR+1L =
0 3 6 9 12 15 18 21 = 9
Time (day) A AM AMD AMR AMDR

Fig. §32. a) Body weight changes of mice during different treatments. b) Numbers of tumor
metastatic nodules in lung of mice (n = 5) after different treatments for 21 days. *p < 0.05, **p <

0.01, and ***p < 0.001.
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