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NMR Numbering Scheme

Figure S1. NMR atom numbering scheme for HL™S,
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NMR data for organic compounds
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Figure S2. 'H NMR spectrum of species A in DMSO-dg.
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Figure S3. 'H NMR spectrum of species B in DMSO-d.
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Figure S4. 'H NMR spectrum of species D in DMSO-d.
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Figure S5. 'H NMR spectrum of species E in DMSO-d.
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Figure S6. 'H NMR spectrum of species F in DMSO-dj.
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Figure S8. 3C NMR spectrum of species G in DMSO-d.
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Figure S9. 2°Si NMR spectrum of species G in DMSO-d.
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Figure S10. '"H NMR spectrum of HL™S in DMSO-dj.
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Figure S11. 3C NMR spectrum of HL™S in DMSO-dj.
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ESI-MS for organic compounds
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Figure S15. ESI(+) mass spectrum of F.
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Figure S17. ESI(+) mass spectrum of HL™S,
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Figure S18. ESI(—) mass spectrum of HLTS,

S20



NMR spectra of Zn(II) complex 2
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Figure S19. "H NMR spectrum of 2 in DMSO-d.
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ESI mass spectra of complexes 1 and 2
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Figure S21. ESI(+) mass spectrum of 1.
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Figure S24. ESI(-) mass spectrum of 2.
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Crystallographic data

Table S1. Crystallographic data and refinement details for complexes studied.

Compound 1 2

empirical formula  C,sHy5ClL,CuNsSi CysHpsCINsSiZn
fw 558.03 559.86
space group monoclinic, P2,/c  triclinic, P1
a, 13.1421(7) 7.2600(14)
b, A 14.3009(7) 12.210(2)
c, A 14.7259(9) 15.930(3)
a,’° 72.75(3)

B, ° 94.735(5) 81.99(3)

v, °© 85.37(3)
VIA3] 2758.2(3) 1334.3(5)
Z 4 2

A[A] 0.71073 0.02508
Pealed> & €M 3 1.344 1.393

cryst size, mm? 0.10 x 0.07 x 0.02  0.005 x 0.0013 x 0.0005
T [K] 100(2) 294(2)

4, mm! 1.051

R 0.0854 0.2068
WR,? 0.2770 0.4689
GOF¢ 0.894 1.382
CCDC no. 2378782 2378723

“ Rl = 2||Fo| - |Fc||/2|F0| b WRZ = {Z[W(Foz - FCZ)Z]/Z[W(F02)2]}1/2. < GOF = {Z[W(Fo2 - Fcz)z]/(n -
p)} 2, where n is the number of reflections and p is the total number of parameters refined.
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Figure S25. UV—-vis absorption spectra recorded over time for HL™S in (a) DMSO, at pH (b) 2.0, (¢)

7.4 (d) 11.7 and (e) at pH 7.4 under constant broad-band irradiation with a diode array photometer (D,

+ W lamp); {c =50 uM (a-d) 12 uM (e); =1 cm; T=25.0 °C}.
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Figure S26. UV—vis absorption spectra recorded for 1 in a) DMSO, at pH b) 2.0, ¢) 7.4 and d) 11.7
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Figure S28. UV-vis absorption spectra recorded for the ligand HL™S and its complexes after
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Figure S29. The time-courses of EPR spectra (SW = 10 mT) monitored upon LED@365 nm
exposure (irradiance 18 mW cm2) of aerated (a) HL™S, (b) 1, (¢) 2 in the DMSO and (d) 2 in the
50% (v/v) DMSO:H,O0 solutions containing spin trap DMPO. Initial concentrations: c(sample) =
33 uM and ¢(DMPO) =35 mM.
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NCI-60 One-Dose Screening
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Figure S30. One-dose mean graph for HL™S,
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Figure S31. One-dose mean graph for 1.
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Figure S32. One-dose mean graph for 2.
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NCI-60 Five-Dose Screening
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S38. Five-dose mean graph
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