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Scheme S1. Synthetic route of Pc3.
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Fig. S1. '"H NMR spectrum of 1 in CDCls.
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Fig. S2. 3C NMR spectrum of 1 in CDCls.
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Fig. S3. HRMS spectrum of 1.
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Fig. S4. 'H NMR spectrum of Pcl in CDCl5+ pyridine-ds.
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Fig. S5. 3C NMR spectrum of Pel in CDCl;.
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Fig. S6. HRMS spectrum of Pel.
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Fig. S7. '"H NMR spectrum of P¢2 in DMSO-dg.
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Fig. S8. °C NMR spectrum of P¢2 in DMSO-dj.
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Fig. S9. HRMS spectrum of Pc2.
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Fig. S10. '"H NMR spectrum of Pe3 (DMSO-d;; + D,0).
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Fig. S11. 3C NMR spectrum of Pe3 in DMSO-dg.
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Fig. S12. HRMS spectrum of P¢3.
Fig. S13. Pc3 aqueous solution with a concentration of 8 mg mL!.
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Fig. S14. Size distribution of Pc1 and Pc2 in H,O detected by DLS (both at 5 uM, self-assembled for 12

h and stored in 4 °C).
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Fig. S15. '0, generation kinetics of Pe3 and ZnPc in DMF and NanoP¢3 in H,O (5 uM) (n = 3). 1, 3-
diphenylisobenzofuran (DPBF) was used as a probe. Agand A are absorbance of DPBF at initial time and

different irradiation time points (A > 610 nm), respectively.
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Fig. S16. (a) Temperature change curves of NanoPc¢3 and NanoPc3H solutions (10 uM) in water over
five cycles of on/off laser irradiation (730 nm, 0.52 W c¢m2). (b) Absorption spectra of NanoPc¢3 and
NanoPc3H solutions (10 uM) in water before and after 730 nm laser irradiation (0.52 W ¢cm2, 1 h).

S9



)
<

= pH7.4(5min) =+ pH7.4(12h)

Q - pH6.5(5min) * pH6.5(12h)
< 151
>
whd
‘» 10
S
E ]
0
10 100 1000 10000
Size (nm)

Fig. S17. Size distribution of NanoP¢3 in PBS at pH 7.4 and pH 6.5 at different time points, detected by

DLS.
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Fig. S18. TEM images of NanoPc3H.
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Fig. S19. Cytotoxicity of NanoPc3 against HepG2 cells in the dark.
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Fig. S20. Fluorescence images of HepG2 cells after incubation with NanoPc3 or NanoPc3H (both at 4
uM) for 2 h in the absence of presence of laser irradiation ((laser: 730 nm, 0.52 W ¢cm™2, 5 min), and then

costained with Calcein-AM (green fluorescence) and propidium iodide (PI) (red fluorescence). Scale bar:

100 puM.
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Fig. S21. Zeta potential of NanoPe¢3 extracted from tumor tissues after intratumoral injection for 8 h.
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Fig. S22. Tissue distribution of NanoP¢3 and Pcl in the mice, measured through an ex vivo extraction

method at 8 h post-injection. (n = 3)
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Fig. S23. Representative tumor images excised from the mice at 14 day post-treatments. (n = 5)
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