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Figure S1. A crystal packing representation of compound 1 viewed down the crystallographic b axis, showing
the shortest intermolecular contacts described in Table 3. Only the atoms involved in the contacts are
labelled. Distances and angles of each contact are highlighted along the pertinent interaction.
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Figure S2. A crystal packing representation of compound 2 viewed down the crystallographic ¢ axis, showing
the shortest intermolecular contacts described in Table 3. Only the atoms involved in the contacts are
labelled. Distances and angles of each contact are highlighted along the pertinent interaction.

Figure S3. A crystal packing representation of compound 2 viewed down the crystallographic b axis, showing
in particular the O2....H16 close contact that pairs two proximal chains propagating along the crystallographic
a axis. Distances and angles of the contact are highlighted along the interaction.
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Figure S4. A crystal packing representation of compound 8 viewed down the crystallographic b axis, showing
the shortest intermolecular contacts described in Table 3. Only the atoms involved in the contacts are
labelled. Distances and angles of each contact are highlighted along the pertinent interaction.

Figure S5. A crystal packing representation of compound 3 viewed down the crystallographic b axis, showing
the only intermolecular contact not depending on the PFs anion described in Table 3, i.e., the C15....H37
contact that defines a linear chain motif propagating along the crystallographic a axis. Only the atoms involved
in the contacts are labelled. Distance and angle of the contact highlighted along the interaction.



Figure S6. A crystal packing representation of compound 3 viewed down the crystallographic b axis, showing
the alternate layers containing the cationic complex and the hexafluorophosphate anion piled up along the
crystallographic c axis.

Figure S7. A crystal packing representation of compound 3 viewed down the crystallographic a axis, showing
the zigzag chain motif developing along the crystallographic c¢ axis that involves the F2, F2A, F5A and F6A
positions occupied by the hexafluorophosphate anion. Only the atoms involved in the contacts are labelled.
Distances and angles of the contacts highlighted along the interactions.



Figure S8. A crystal packing representation of compound 3 viewed down the crystallographic b axis, showing
another chain motif which runs along the -1, 1, 0 plane involving the F1A, F3, F4 and F4A positions occupied
by the hexafluorophosphate anion that criss-crosses with the zigzag motif running along the crystallographic
c axis as well with the C15....H37 contact (also these atoms labelled). Distances and angles of the contacts
highlighted along the interactions.
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Figure S9. FT-IR spectrum of HL2°PZ (1),
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Figure $10. 'H-NMR spectrum of HL2PZ (1) in CDCls.
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Figure S11. '"H-NMR spectrum of HL2PZ (1) in DMSO-de.
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Figure S12. '"H-NMR spectrum of HL?Z (1) in Acetone-ds.
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Figure $13. "3C{'H}-NMR spectrum of HL2°" (1) in CDCls.
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Figure S14. 3C{'H}-NMR spectrum of HL°" (1) in Acetone-ds.
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Figure S16.

"H-NMR spectrum of HL2"2Me (2) in CDCls.
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Figure $17. "*C{'H}-NMR spectrum of HLa®zMe (2) in CDCls.
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Figure S$18. FT-IR spectrum of [Cu(HL2°"2)(PPh;3),]PFs (3).
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Figure $19. 'H-NMR spectrum of [Cu(HL?2°"Z)(PPh3),]PFs (3) in Acetone-ds.
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Figure S20.
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1BC{'H}-NMR spectrum of [Cu(HL2P?)(PPhs)2]PFs (3) in Acetone-ds.
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Figure S21. 3'P{'"H}-NMR spectrum of [Cu(HL?2°PZ)(PPh3).]PFs¢ (3) in CDCls.
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Figure S22. FT-IR spectrum of [Cu(HL?aP2)y(LacPz),] (4).
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Figure S23. FT-IR spectrum of [Cu(HLaP?Me)(PPhj3),]PFs - 2CH3CN (5).
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Figure S24. "H-NMR spectrum of [Cu(HL2P?Me)(PPhs),]PFs - 2CH3CN (5) in Acetone-de.
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Figure $25. '3C{'H}-NMR spectrum of [Cu(HL2"?Me)(PPhs),]PFs - 2CH3CN (5) in Acetone-ds.
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Figure S26. 3'"P{'H}-NMR spectrum of [Cu(HL2°P?Me)(PPh3),]PFs -
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Figure S27. FT-IR spectrum of [Cu(HLaPzMe),(|acPzMe),] (),
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Figure S28. FT-IR spectrum of P"P2MEK (7).
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Figure $29. 'H-NMR spectrum of P"P2ZMEK (7) in CDCls.
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Figure S30. "*C{'H}-NMR spectrum of P""2MEK (7) in CDCls.
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Figure S31. FT-IR spectrum of PhPz2Me2\EK (8).
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Figure S32. "H-NMR spectrum of PhPz2Me2\EK (8) in CDCls.
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Figure S33. 3C{'H}-NMR spectrum of P""2Me2\MEK (8) in CDCls.
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