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Figure S1. FT-IR spectrum of HC(pz),COOPr (LOPr).
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Figure S2. "H-NMR spectrum of HC(pz),COO'Pr (L°Pr) in CD;CN.
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Figure S3. 3C{'H}-NMR spectrum of HC(pz),COOPr (L°Pr) in CD3CN.
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Figure S4. FT-IR spectrum of HC(3,5-Me,pz),CH(COO'Pr) (L2°Pr).
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Figure S6. 13C{'H}-NMR spectrum of HC(3,5-Me»pz),CH(COOPr) (L2CPr) in CDCls.
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Figure S7. FT-IR spectrum of [Cu(L°P")(PPh3)]PFs (1).
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Figure S8. "H-NMR spectrum of [Cu(L9Pr)(PPh3)]PFs (1) in CDsCN.
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Figure $10. '3C{'H}-NMR spectrum of [Cu(LOP")(PPhs)]PFs (1) in CD5CN.
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Figure S11. 3'P{'H}-NMR spectrum of [Cu(L°P")(PPh3)]PFg (1) in CD3CN at 293K.
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Figure S12. 3'P{'H}-NMR spectrum of [Cu(L°P)(PPh3)]PFs (1) in CD3CN at 243K.
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Figure S13. ESI-MS(+) spectrum in CH3CN of [Cu(L°P")(PPh3)]PF¢ (1).
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Figure S14. FT-IR spectrum of [Cu(LOP")(PTA)]PFs (2).
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Figure S16. "H-NMR spectrum of [Cu(L9P")(PTA)]PF¢ (2) in CD30D.
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Figure S18. 3'P{'H}-NMR spectrum of [Cu(LoP")(PTA)]PFs (2) in CDsCN at 293K.
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Figure S$19. 3'P{'"H}-NMR spectrum of [Cu(L°Pr)(PTA)]PF¢ (2) in CD3CN at 243K.
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Figure S20. ESI-MS(+) spectrum in CH3CN of [Cu(L°Pr)(PTA)]PFs (2).
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Figure S21. FT-IR spectrum of [Cu(L2°Pr)(PPh3)]PFs (3).
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Figure S22. '"H-NMR spectrum of [Cu(L2°"")(PPh3)]PFs (3) in CD3;CN.
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Figure S24. '3C{'H}-NMR spectrum of [Cu(L2CPr)(PPh3)]PFg (3) in CD3CN.



mmmmmmm
[ T i
1200
+1100
1000
+o00
800
700
600
rs00
+400
r300

200

ri00

¥ T T LI T T
150 100 50 0 -50 -100 -150 -200 -250
f1 (ppm)

Figure $25. 3'P{'H}-NMR spectrum of [Cu(L2°"")(PPh3)]PFs (3) in CD;CN at 293K.
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Figure S26. 3'P{'"H}-NMR spectrum of [Cu(L2°"r)(PPh3)]PFs (3) in CD3CN at 243K.
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Figure S27. ESI-MS(+) spectrum of [Cu(L2CPr)(PPh3)]PFg (3).
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Figure S28. FT-IR spectrum of [Cu(L2OP")(PTA)]PF¢ (4).
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Figure S30. '"H-NMR spectrum of [Cu(L2°P)(PTA)]PFg (4) in CD5;CN.
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Figure S31. *C{'H}-NMR spectrum of [Cu(L?°"")(PTA)]PF; (4) in CD;CN.
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Figure S$32. 3'P{'"H}-NMR spectrum of [Cu(L2°"r)(PTA)]PF¢ (4) in CD3CN at 293K.
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Figure S33. 3'P{'"H}-NMR spectrum of [Cu(L2°"r)(PTA)]PFs (4) in CD3CN at 243K.
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Figure S34. ESI-MS(+) spectrum in CH3;CN of [Cu(L?°Pr)(PTA)IPFg (4).
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Figure S35. Stability Studies. The stability of the new complexes 1-4 in 0.5% DMSO/saline
solution was also evaluated by using 'H-NMR.



Table S1. XPS data (BE, FWHM, experimental and theoretical atomic ratios and proposed

assignments) collected on complex (3).

Sample | Signal BE (eV) | FWHM | atomic ratios | atomic ratios | Assignment
(eV) (exp.) (theor.)
(3) C1s 284.70 1.6 11.3 26 C-C+C-P (C1)
286.0 1.6 4.3 5 C-N (C2)
287.6 1.6 1.2 1 C-O0 (C3) + imp.
288.6 1.6 1 1 COOR (C4) +imp
N1s 400.7 2.6 N/Cu_tot = N/Cu_tot =4 | N-C amine-like
4.4
P2ps;, 132.2 3.8 P-C P Ph; (P1)
136.4 4.6 P-F PFg (P2)
F1s 685.9 22 F-P PFg
CuZps, | 932.8 25 1 1 Cu(l) complex
935.3 25 0.1 0 Cu(ll) Cu(OH),
O1s 531.6 1.80 1.7 1 O=C (+ impurities)
532.5 1.80 1 1 o-C
534 .1 1.80 physisorbed H,O




