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Figure SI1. Cyclic voltammograms (potential area: 200-1200 mV) of ferrocene (1.0 mmol-L-") in dichloromethane
(solid), acetone (dashed), acetonitrile (dotted) and propylene carbonate (dash-dotted) at 25 °C; scan rate:
100 mV-s"; supporting electrolyte: 0.1 mol-L-" [NBu4][CI}; working electrode: glassy carbon electrode. *Please
note that in order to reach reversibility of the ferrocene oxidation in the electrolyte system acetone/[NBua][Cl] scan
rates of 1.5 V/s had to be used.
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Figure SI2. Cyclic voltammograms (potential area: -900-400 mV) of 1 (1.0 mmol-L-') in dichloromethane (solid),
acetone (dashed), acetonitrile (dotted) and propylene carbonate (dash-dotted) at 25 °C; scan rate: 100 mV-s*;
supporting electrolyte: 0.1 mol-L-" [NBu4][CI]; working electrode: glassy carbon electrode.
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Figure SI3. Cyclic voltammograms (potential area: -900-500 mV) of 2 (1.0 mmol-L-") in dichloromethane (solid),
acetone (dashed), acetonitrile (dotted) and propylene carbonate (dash-dotted) at 25 °C; scan rate: 100 mV-s;
supporting electrolyte: 0.1 mol-L-* [NBu4][CI]; working electrode: glassy carbon electrode.
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Figure Sl4. Cyclic voltammograms (potential area: -900-500 mV) of 3 (1.0 mmol-L-") in dichloromethane (solid),
acetone (dashed), acetonitrile (dotted) and propylene carbonate (dash-dotted) at 25 °C; scan rate: 100 mV-s*;
supporting electrolyte: 0.1 mol-L-" [NBu4][CI]; working electrode: glassy carbon electrode.
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Figure SI5. Cyclic voltammograms (left; potential area: -400-700 mV; scan rate: 100 mV-s*") and square wave
voltammograms (right) of 1 (1.0 mmol-L-") in dichloromethane (solid)", acetone (dashed), acetonitrile (dotted) and
propylene carbonate (dash-dotted) at 25 °C; supporting electrolyte: 0.1 mol-L-' [NBus][PFs]; working electrode:
glassy carbon electrode.
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Figure SI6. Cyclic voltammograms (left; potential area: -300-400 mV; scan rate: 100 mV-s") and square wave
voltammograms (right) of 2 (1.0 mmol-L-") in dichloromethane (solid), acetone (dashed), acetonitrile (dotted) and
propylene carbonate (dash-dotted) at 25 °C; supporting electrolyte: 0.1 mol-L-" [NBu4][PFs]; working electrode:
glassy carbon electrode.
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Figure SI7. Cyclic voltammograms (left; potential area: -500-400 mV; scan rate: 100 mV-s') and square wave
voltammograms (right) of 3 (1.0 mmol-L-") in dichloromethane (solid), acetone (dashed), acetonitrile (dotted) and
propylene carbonate (dash-dotted) at 25 °C; supporting electrolyte: 0.1 mol-L-' [NBus][PFs]; working electrode:
glassy carbon electrode.
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Figure SI8. Cyclic voltammograms (left; potential area: -400-700 mV; scan rate: 100 mV-s') and square wave
voltammograms (right) of 1 (1.0mmol-L-") in dichloromethane (solid)', acetone (dashed), acetonitrile (dotted) and
propylene carbonate (dash-dotted) at 25 °C; supporting electrolyte: 0.1 mol-L-* [NBu4][BArF]; working electrode:
glassy carbon electrode.
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Figure S19. Cyclic voltammograms (left; potential area: -400-700 mV; scan rate: 100 mV-s') and square wave
voltammograms (right) of 3 (1.0 mmol-L-") in dichloromethane (solid)2, acetone (dashed), acetonitrile (dotted) and
propylene carbonate (dash-dotted) at 25 °C; supporting electrolyte: 0.1 mol-L-' [NBu4][BArF]; working electrode:
glassy carbon electrode.

250

200 +

150 +

100

g /L-mol*-cm™

50

T T T T T T T T T T - 1 T T T T T T 1
500 1000 1500 2000 2500 3000 6000 8000 10000 12000
A/ nm vi/cm™

Figure SI10. Left: UV/Vis-NIR spectra of 1 at 25 °C in acetone (2.0 mmol-L-") at rising potentials (bottom: -200-
700 mV; top: 700-1300 mV vs Ag/AgCl); [NBu4][BArF] as supporting electrolyte (red; [1], green: [1]*, blue: [1]%*).
Right: Deconvolution of the NIR absorptions of [1]* using two Gaussian shaped bands determined by
spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves, blue
IVCT curve).
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Figure SIM1. Left: UV/Vis-NIR spectra of 1 at 25 °C in acetonitrile (2.0 mmol-L-") at rising potentials
(bottom: -200-675 mV; top: 675-1300 mV vs Ag/AgCl); [NBus][BArF] as supporting electrolyte (red; [1], green: [1]*,
blue: [1]2*). Right: Deconvolution of the NIR absorptions of [1]* using two Gaussian shaped bands determined by
spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves, blue
IVCT curve).
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Figure SI12. Left: UV/Vis-NIR spectra of 1 at 25 °C in propylene carbonate (2.0 mmol-L-") at rising potentials
(bottom: -200-600 mV; top: 600-1300 mV vs Ag/AgCl); [NBus][BArF] as supporting electrolyte (red; [1], green: [1]*,
blue: [1]?*). Right: Deconvolution of the NIR absorptions of [1]* using two Gaussian shaped bands determined by
spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves, blue
IVCT curve).
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Figure SI13. Left: UV/Vis-NIR spectra of 1 at 25 °C in dichloromethane (2.0 mmol-L-") at rising potentials
(bottom: -200-800 mV; top: 800-1300 mV vs Ag/AgCl); [NBu4][PFs] as supporting electrolyte (red; [1], green: [1]*,
blue: [1]2*). Right: Deconvolution of the NIR absorptions of [1]* using two Gaussian shaped bands determined by
spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves, blue
IVCT curve).
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Figure SI14. Left: UV/Vis-NIR spectra of 1 at 25 °C in acetone (2.0 mmol-L-") at rising potentials (bottom: -200-
650 mV; top: 650-1300 mV vs Ag/AgCl); [NBus][PFe] as supporting electrolyte (red; [1], green: [1]*, blue: [1]%).
Right: Deconvolution of the NIR absorptions of [1]* using two Gaussian shaped bands determined by
spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves, blue
IVCT curve).
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Figure SI15. Left: UV/Vis-NIR spectra of 1 at 25 °C in acetonitrile (2.0 mmol-L-") at rising potentials
(bottom: -200-725 mV; top: 725-1300 mV vs Ag/AgCl); [NBua][PFs] as supporting electrolyte (red; [1], green: [1]*,
blue: [1]2*). Right: Deconvolution of the NIR absorptions of [1]* using two Gaussian shaped bands determined by
spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves, blue
IVCT curve).
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Figure SI16. Left: UV/Vis-NIR spectra of 1 at 25 °C in propylene carbonate (2.0 mmol-L-') at rising potentials
(bottom: -200-875 mV; top: 875-1300 mV vs Ag/AgCl); [NBu4][PFs] as supporting electrolyte (red; [1], green: [1]*,
blue: [1]2*). Right: Deconvolution of the NIR absorptions of [1]* using two Gaussian shaped bands determined by
spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves, blue
IVCT curve).
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Figure SI17. Left: UV/Vis-NIR spectra of 2 at 25 °C in acetone (2.0 mmol-L-") at rising potentials (bottom: -200—
525 mV; top: 525-1300 mV vs Ag/AgCl); [NBu4][BArF] as supporting electrolyte (red; [2], green: [2]*, blue: [2]%*).
Right: Deconvolution of the NIR absorptions of [2]* using three Gaussian shaped bands determined by
spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves, blue

IVCT curve).
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Figure SI18. Left: UV/Vis-NIR spectra of 2 at 25 °C in acetonitrile (2.0 mmol-L-") at rising potentials
(bottom: -200-325 mV; top: 325-1300 mV vs Ag/AgCl); [NBus][BArF] as supporting electrolyte (red; [2], green: [2]*,
blue: [2]%). Right: Deconvolution of the NIR absorptions of [2]* using three Gaussian shaped bands determined
by spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves,

blue IVCT curve).
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Figure SI19. Left: UV/Vis-NIR spectra of 2 at 25 °C in propylene carbonate (2.0 mmol-L-') at rising potentials
(bottom: -200-575 mV; top: 575-1300 mV vs Ag/AgCl); [NBus][BArF] as supporting electrolyte (red; [2], green: [2]*,
blue: [2]%). Right: Deconvolution of the NIR absorptions of [2]* using three Gaussian shaped bands determined
by spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves,

blue IVCT curve).
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Figure SI20. Left: UV/Vis-NIR spectra of 2 at 25 °C in dichloromethane (2.0 mmol-L*) at rising potentials
(bottom: -200-225 mV; top: 225-1300 mV vs Ag/AgCl); [NBus][PFe] as supporting electrolyte (red; [2], green: [2]",
blue: [2]%). Right: Deconvolution of the NIR absorptions of [2]* using three Gaussian shaped bands determined
by spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves,

blue IVCT curve).
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Figure SI21. Left: UV/Vis-NIR spectra of 2 at 25 °C in acetone (2.0 mmol-L-") at rising potentials (bottom: -200—
700 mV; top: 700-1300 mV vs Ag/AgCl); [NBus][PFe] as supporting electrolyte (red; [2], green: [2]*, blue: [2]%).
Right: Deconvolution of the NIR absorptions of [2]* using three Gaussian shaped bands determined by
spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves, blue
IVCT curve).
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Figure SI22. Left: UV/Vis-NIR spectra of 2 at 25 °C in acetonitrile (2.0 mmol-L-") at rising potentials
(bottom: -200-475 mV; top: 475-1300 mV vs Ag/AgCl); [NBu4][PFs] as supporting electrolyte (red; [2], green: [2]*,
blue: [2]%). Right: Deconvolution of the NIR absorptions of [2]* using three Gaussian shaped bands determined
by spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves,
blue IVCT curve).
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Figure SI23. Left: UV/Vis-NIR spectra of 2 at 25 °C in propylene carbonate (2.0 mmol-L-') at rising potentials
(bottom: -200-650 mV; top: 650-1300 mV vs Ag/AgCl); [NBua][PFs] as supporting electrolyte (red; [2], green: [2]*,
blue: [2]%). Right: Deconvolution of the NIR absorptions of [2]* using three Gaussian shaped bands determined
by spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves,
blue IVCT curve).
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Figure SI24. Left: UV/Vis-NIR spectra of 3 at 25 °C in acetone (1.0 mmol-L-") at rising potentials (bottom: -200-
400 mV; top: 400-1300 mV vs Ag/AgCl); [NBus][BArF] as supporting electrolyte (red; [3], green: [3]*, blue: [3]%*).
Right: Deconvolution of the NIR absorptions of [3]* using three Gaussian shaped bands determined by
spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves, blue
IVCT curve).
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Figure SI25. Left: UV/Vis-NIR spectra of 3 at 25 °C in acetonitrile (1.0 mmol-L-") at rising potentials
(bottom: -200-225 mV; top: 225-1300 mV vs Ag/AgCl); [NBus][BArF] as supporting electrolyte (red; [3], green: [3]*,
blue: [3]%). Right: Deconvolution of the NIR absorptions of [3]* using three Gaussian shaped bands determined
by spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves,
blue IVCT curve).
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Figure SI26. Left: UV/Vis-NIR spectra of 3 at 25 °C in propylene carbonate (1.0 mmol-L-") at rising potentials
(bottom: -200-400 mV; top: 400-1300 mV vs Ag/AgCl); [NBu4][BArF] as supporting electrolyte (red; [3], green: [3]*,
blue: [3]%). Right: Deconvolution of the NIR absorptions of [3]* using three Gaussian shaped bands determined
by spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves,
blue IVCT curve).
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Figure SI27. Left: UV/Vis-NIR spectra of 3 at 25 °C in dichloromethane (1.0 mmol-L-") at rising potentials
(bottom: -200-275 mV; top: 275-1300 mV vs Ag/AgCl); [NBu4][PFs] as supporting electrolyte (red; [3], green: [3]*,
blue: [3]%). Right: Deconvolution of the NIR absorptions of [3]* using three Gaussian shaped bands determined
by spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves,
blue IVCT curve).
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Figure SI28. Left: UV/Vis-NIR spectra of 3 at 25 °C in acetone (1.0 mmol-L-") at rising potentials (bottom: -200-
350 mV; top: 350-1300 mV vs Ag/AgCl); [NBus][PFe] as supporting electrolyte (red; [3], green: [3]*, blue: [3]%).
Right: Deconvolution of the NIR absorptions of [3]* using three Gaussian shaped bands determined by
spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves, blue
IVCT curve).
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Figure SI29. Left: UV/Vis-NIR spectra of 3 at 25 °C in acetonitrile (1.0 mmol-L-") at rising potentials
(bottom: -200-275 mV; top: 275-1300 mV vs Ag/AgCl); [NBua][PFs] as supporting electrolyte (red; [3], green: [3]*,
blue: [3]%). Right: Deconvolution of the NIR absorptions of [3]* using three Gaussian shaped bands determined
by spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves,
blue IVCT curve).
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Figure SI30. Left: UV/Vis-NIR spectra of 3 at 25 °C in propylene carbonate (1.0 mmol-L-") at rising potentials
(bottom: -200-450 mV; top: 450-1300 mV vs Ag/AgCl); [NBua][PFs] as supporting electrolyte (red; [3], green: [3]*,
blue: [3]%). Right: Deconvolution of the NIR absorptions of [3]* using three Gaussian shaped bands determined
by spectroelectrochemistry in an OTTLE cell (red: experimental spectrum, solid black: sum of Gaussian curves,
blue IVCT curve).
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