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Figure S1. Electrospray mass spectrum of [Cu(POP)(1)][PF6] and expansion of the peak for [M–PF6]+.
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Figure S2. Electrospray mass spectrum of [Cu(xantphos)(1)][PF6] and expansion of the peak for [M–PF6]+.
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Figure S3. Electrospray mass spectrum of [Cu(POP)(2)][PF6] and expansion of the peak for [M–PF6]+.
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Figure S4. Electrospray mass spectrum of [Cu(xantphos)(2)][PF6] and expansion of the peak for [M–PF6]+.
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Figure S5. Electrospray mass spectrum of [Cu(POP)(3)][PF6] and expansions of the peaks for [M–PF6]+ and [M–PF6–3]+.
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Figure S6. Electrospray mass spectrum of [Cu(xantphos)(3)][PF6] and expansion of the peak for [M–PF6]+.
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Figure S7. Aromatic region of the 1H NMR spectrum (500 MHz, acetone-d6, 298 K) of [Cu(POP)(1)][PF6]. Scale: δ / ppm.
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Figure S8. Aromatic region of the 13C{1H} NMR spectrum (126 MHz, acetone-d6, 298 K) of [Cu(POP)(1)][PF6]. Scale: δ / ppm.
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Figure S9. HMQC spectrum of [Cu(POP)(1)][PF6] (1H 500 MHz, 13C{1H} 126 MHz, acetone-d6, 298 K). Scales: δ / ppm.
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Figure S10. HMBC spectrum of [Cu(POP)(1)][PF6] (1H 500 MHz, 13C{1H} 126 MHz, acetone-d6, 298 K). Scales: δ / ppm.
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Figure S11. Aromatic region of the 1H NMR spectrum (500 MHz, acetone-d6, 298 K) of [Cu(xantphos)(1)][PF6]. Scale: δ / ppm.
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Figure S12. Aromatic region of the 13C{1H} NMR spectrum (126 MHz, acetone-d6, 298 K) of [Cu(xantphos)(1)][PF6]. Scale: δ / ppm.
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Figure S13. HMQC spectrum of [Cu(xantphos)(1)][PF6] (1H 500 MHz, 13C{1H} 126 MHz, acetone-d6, 298 K). Scales: δ / ppm.
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Figure S14. HMBC spectrum of [Cu(xantphos)(1)][PF6] (1H 500 MHz, 13C{1H} 126 MHz, acetone-d6, 298 K). Scales: δ / ppm.
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Figure S15. Aromatic region of the 1H NMR spectrum (500 MHz, acetone-d6, 298 K) of [Cu(POP)(2)][PF6]. Scale: δ / ppm.


[image: ]

Figure S16. Aromatic region of the 13C{1H} NMR spectrum (126 MHz, acetone-d6, 298 K) of [Cu(POP)(2)][PF6]. Scale: δ / ppm.
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Figure S17. HMQC spectrum of [Cu(POP)(2)][PF6] (1H 500 MHz, 13C{1H} 126 MHz, acetone-d6, 298 K). Scales: δ / ppm.
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Figure S18. HMBC spectrum of [Cu(POP)(2)][PF6] (1H 500 MHz, 13C{1H} 126 MHz, acetone-d6, 298 K). Scales: δ / ppm.
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Figure S19. Aromatic region of the 1H NMR spectrum (500 MHz, acetone-d6, 298 K) of [Cu(xantphos)(2)][PF6]. Scale: δ / ppm.
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Figure S20. Aromatic region of the 13C{1H} NMR spectrum (126 MHz, acetone-d6, 298 K) of [Cu(xantphos)(2)][PF6]. Scale: δ / ppm.
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Figure S21. HMQC spectrum of [Cu(xantphos)(2)][PF6] (1H 500 MHz, 13C{1H} 126 MHz, acetone-d6, 298 K). Scales: δ / ppm.
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Figure S22. HMBC spectrum of [Cu(xantphos)(2)][PF6] (1H 500 MHz, 13C{1H} 126 MHz, acetone-d6, 298 K). Scales: δ / ppm.
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Figure S23. Aromatic region of the 1H NMR spectrum (500 MHz, acetone-d6, 298 K) of [Cu(POP)(3)][PF6]. Scale: δ / ppm.
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Figure S24. HMQC spectrum of [Cu(POP)(3)][PF6] (1H 500 MHz, 13C{1H} 126 MHz, acetone-d6, 298 K). Scales: δ / ppm.
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Figure S24. HMBC spectrum of [Cu(POP)(3)][PF6] (1H 500 MHz, 13C{1H} 126 MHz, acetone-d6, 298 K). Scales: δ / ppm.
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Figure S25. Aromatic region of the 1H NMR spectrum (500 MHz, acetone-d6, 298 K) of [Cu(xantphos)(3)][PF6]. Scale: δ / ppm.
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Figure S26. HMQC spectrum of [Cu(xantphos)(3)][PF6] (1H 500 MHz, 13C{1H} 126 MHz, acetone-d6, 298 K). Scales: δ / ppm.
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Figure S27. HMBC spectrum of [Cu(xantphos)(3)][PF6] (1H 500 MHz, 13C{1H} 126 MHz, acetone-d6, 298 K). Scales: δ / ppm.
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Figure S28. 31P{1H} NMR spectra (202 MHz, acetone-d6, 298 K) of (a) [Cu(POP)(1)][PF6], (b) [Cu(xantphos)(1)][PF6], (c) [Cu(POP)(2)][PF6], (d) [Cu(xantphos)(2)][PF6], (e) [Cu(POP)(3)][PF6] and (f) [Cu(xantphos)(3)][PF6].
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Figure S29. Cyclic voltammogram of [Cu(POP)(1)][PF6] in CH2Cl2 referenced to Fc/Fc+. The second of three cycles is displayed.
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Figure S30. Cyclic voltammogram of [Cu(xantphos)(1)][PF6] in CH2Cl2 referenced to Fc/Fc+. The second of three cycles is displayed.
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Figure S31. Cyclic voltammogram of [Cu(POP)(2)][PF6] in CH2Cl2 referenced to Fc/Fc+. The second of three cycles is displayed.
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[bookmark: _GoBack]Figure S32. Cyclic voltammogram of [Cu(xantphos)(2)][PF6] in CH2Cl2 referenced to Fc/Fc+. The second of three cycles is displayed.
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