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Figure S1. *'P{'H} NMR spectra (81 MHz, CDCl3) of 7 (top) and 8 (bottom), showing the structural

differences of both compounds. 7 is a symmetric complex leading to one singlet at & = 48.4 ppm (@)

with platinum satellites (]Jppt 2748 Hz). 8, bearing two different P atoms, gives a set of two doublets,

each showing Pt satellites in an AB spin system. d = 49.1 ppm (A" Jpp 2720 Hz, *Jpp 12 Hz), 48.8 ppm

(*, ' Jppe 2778 Hz, “Jpp 12 Hz). Due to a strong roof effect, the satellite signals at 65.9 ppm appear

merged to a pseudo-singlet.
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Figure S2. Molecular Structure of 6. Disorders at the dithiolato moiety have been omitted for clarity.

Thermal ellipsoids are given at the 50 % propability level.
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Figure S3. Molecular Structures of 7 and 8. Disorders at the dithiolato moiety have been omitted for

clarity. Thermal ellipsoids are given at the 50 % propability level.
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Figure S4. Molecular Structures of 9 and 10. Disorders at the dithiolato moiety have been omitted for

clarity. Thermal ellipsoids are given at the 50 % propability level.
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Figure S5. Deconvoluted ESI-MS spectrum of 1, incubated with cyt ¢ at a 1:3 ratio for 24 h at 37 °C.

A low-intensity signal (3 % r.i.) of a [cyt ¢ + Pt(PPh;),] fragment can be observed at 13077.46 Da.
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Figure S6. Deconvoluted ESI-MS spectrum of 2, incubated with cyt ¢ at a 3:1 ratio for 24 h at 37 °C.
Weak signals corresponding to 2 Pt(dppe) units and Pt(dppe) + Pt(dppe)Cl bound to cyt c are observed
in the 13500-13600 Da range. The signal at 14233.6 Da, belonging to [cyt ¢ + 3 Pt(dppe)] is weaker

(15 % r.1.) than the one at 14170.6 Da ([cyt ¢ + 2 Pt(dppe) + Pt(dppe)Cl], 30 % r.1.).
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Figure S7. Isotope pattern of the ESI-MS peak of 2, assigned to cyt ¢ with 3 [Pt(dppe)]*" fragments at

Z =+8. Top, theoretical pattern; bottom, observed signal.
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Figure S8. Isotope pattern of the ESI-MS peak of 3, assigned to cyt ¢ with 2 Pt(dppm) and 1

[Pt(dppm)H,0]*" bound fragments at Z = +8. Top, theoretical pattern; bottom, observed signal.
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Figure S9. Deconvoluted ESI-MS spectrum of 4, incubated with cyt ¢ at a 1:1 ratio for 96 h at 37 °C.

Various adducts can be observed and progressive loss of the PTA ligands is indicated.
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