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Figure S-1. Cyclic voltammograms of MB-Py (2.5 mM) and Bz-Py (2 mM) in
MeCN:Bz (v:v=1:1) containing 0.1 M TBAPFg4 at Pt electrode(0.027 cm?) with

different scan rates.
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Figure S-2. Cyclic voltammograms of MB-Py (1.0 mM) and Bz-Py (1.0 mM) in
MeCN:Bz (v:v=1:1) containing 0.1 M TBAPFg at Pt electrode (0.027 cm?) with a scan

rate of 0.1 V/s.
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Figure S-3. Cyclic voltammogram of MB-Py (2.5 mM) at a platinum UME (r = 11um)

in MeCN:Bz (v:v=1:1) containing 0.1 M TBAPF, with a scan rate of 10 mV/s.
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Figure S-4. Comparison between simulated and experimental oxidation waves for 2.5

mM MB-Py at different scan rates. The model for these oxidation simulations: EC,

with n = 1, with a heterogeneous rate constant, a = 0.5, &% = 1x10* cm/s and a

homogeneous forward rate constant, keq = 0.8, kr= 20 s’l. Simulated data: E°=1.11 V

vs. SCE; Diffusion coefficient: 1.36 x 10> c¢m?/s, uncompensated resistance 853 Q,

capacitance 3x10¢ F. Experimental conditions: solvent: MeCN:Bz (viv=1:1),

supporting electrolyte: 0.1 M TBAPFg, Pt electrode area 0.027 cm?.
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Figure S-5. Comparison between simulated and experimental reduction waves for 2.5
mM MB-Py at different scan rates. The model for these reduction simulations: ECE,
with n = 2, with a heterogeneous rate constant, o. = 0.5, k= 0.012 cm/s, k,° = 0.015
cm/s. Simulated data: E°;,; = -2.12 V vs. SCE, E°,, = -2.27 V vs. SCE; Diffusion
coefficient: 1.36 x 10~ cm?/s, uncompensated resistance 603 Q, capacitance 1x10-6 F.
Experimental conditions: solvent: MeCN:Bz (v:v=1:1), supporting electrolyte: 0.1 M

TBAPF, Pt electrode area 0.027 cm?.
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Figure S-6. Comparison between simulated and experimental oxidation waves for 2

mM BZ-Py at different scan rates. The model for these oxidation simulations: EC,

with n =1, with a heterogeneous rate constant, oo = 0.5, k% = 1x10* cm/s and a

homogeneous forward rate rate constant, keq = 0.8, k¢ = 18 sl Simulated data: E° =

1.13 V vs. SCE; Diffusion coefficient: 9.80 x 10-% ¢cm?/s, uncompensated resistance

927 Q, capacitance 3x10° F. Experimental conditions: solvent: MeCN:Bz (viv=1:1),

supporting electrolyte: 0.1 M TBAPFg, Pt electrode area 0.027 cm?.
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Figure S-7. Comparison between simulated and experimental reduction waves for 2

mM Bz-Py at different scan rates. The model for these reduction simulations: EC,

with n = 1, with a heterogeneous rate constant, o =

0.5, k% = 1x10* cm/s and a

homogeneous forward rate rate constant, k.q = 0.8, k= 18 s’I. Simulated data: E° = -

1.94 V vs. SCE; Diffusion coefficient: 9.80 x 10°% cm?/s, uncompensated resistance

1011 Q, capacitance 2x10-% F. Experimental conditions: solvent: MeCN:Bz (v:v=1:1),

supporting electrolyte: 0.1 M TBAPFg, Pt electrode area 0.027 cm?.

S-7



A
g 19 MB-Py
5 0.8- / -1 x10% M
B % —=5%10°M
=
& 0.6 f % Co1x104M
< .s' E
N 04- ( L s 1x10° M
= i
L\
5 0.21 i \
Z !

0.0 ‘{ : e N

350 400 450 500 550 600 650

B
> 1.0+ Bz-Py
= e
2 08l 1x10° M
- —5x10°M
= 0.6 1x104M
E ol 1x10° M
=
§ 02-J}
z

0.0

400 450 500 550 600 650

104 |, Py
0.8-
0.6-
0.4

0.2 J

0.0' T T T T - r . . v 7 el
350 400 450 500 550 600 650
Wavelength (nm)

Normalized PL intensity 0

Figure S-8. Absorbance and PL spectra of (A) MB-Py, (B) Bz-Py and (C) Py at

different concentrations in MeCN:Bz (v:v=1:1) (excitation at A b5, max)-
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Figure S-9. Absorbance and PL spectra of (A) MB-Py, (B) Bz-Py and (C) Py in
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Figure S-10. (A) ECL (red) and CV (black) simultaneous measurements for 1 mM
Bz-Py in the presence of 10 mM BPO with a scan rate of 0.1 V/s; (b) ECL spectra for
1 mM Bz-Py in the absence (blue, a) and presence (red, b) of 10 mM BPO; spectra
were generated by pulsing the potential from 0 to -2.3 V versus Ag in MeCN:Bz
(v:iv=1:1) containing 0.1 M TBAPFq. Pulse width is 1 s, negative high-voltage: 600 V,

Pt electrode area: 0.027 cm?
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