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Figure S1. Potential pulsing results in the annihilation pathway at a frequency of 0.5 Hz for 0.1 mM H2Pc(α-OC4H9)8 in DCM with 0.1 M TBAP as the supporting electrolyte, where the current-time (red) and ECL-time (blue) curves are graphed. (A) shows the pulsing between the first oxidation (+0.50 V vs. SCE) and second reduction (−1.17 V vs. SCE), (B) between the second oxidation (+0.74 V vs. SCE) and the first reduction, and (C) between the second oxidation and second reduction.
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Figure S2. Potential pulsing results in the coreactant route at a frequency of 0.5 Hz (A), 1 Hz (B), and 10 Hz (C) for 0.1 mM H2Pc(α-OC4H9)8 in DCM with 5 mM BPO as the coreactant and 0.1 M TBAP as the supporting electrolyte, where the current-time (red) and ECL-time (blue) curves are graphed.
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Figure S3. Photoluminescence of 0.001 mM H2Pc(α-OC4H9)8 with 0.01 M TBAP and 0.71 mM BPO in a DCM solution excited by a 532 nm laser.
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Figure S4. Spectroelectrochemistry of H2Pc(α-OC4H9)8 when excited by a 532 nm laser equipped with a long-pass filter shown in a three-dimensional view (A), intensity-time view (B), and an intensity-wavelength profile (C). CV was scanned between −2.5 V and +2.5 V vs. Fc/Fc+ at a scan rate of 100 mV/s while the spectra was simultaneously obtained using an accumulation time of 10 ms per spectrum.
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Figure S5. Potential pulsing results in the annihilation pathway at a frequency of 0.5 Hz for 0.025 mM ZnPc in DMSO with 0.1 M TBAP as the supporting electrolyte, where the current-time (red) and ECL-time (blue) curves are graphed. (A) shows the pulsing between the first oxidation (+0.26 V vs. SCE) and first reduction (−0.90 V vs. SCE), (B) between the first oxidation and the second reduction (−0.90 V vs. SCE), (C) between the first oxidation and third reduction (−1.63 V vs. SCE), and (D) between the first oxidation and fourth reduction (−1.96 V vs. SCE.

Figure S6. Potential pulsing results in the annihilation pathway at a frequency of 0.5 Hz for 0.025 mM ZnPc in DMSO with 0.1 M TBAP as the supporting electrolyte, where the current-time (red) and ECL-time (blue) curves are graphed. (A) shows the pulsing between the second oxidation (+0.62 V vs. SCE) and second reduction (−1.42 V vs. SCE), (B) between the second oxidation and the third reduction (−1.63 V vs. SCE), and (C) between the second oxidation and fourth reduction (−1.96 V vs. SCE).
[image: ]
Figure S7. Potential pulsing results in the annihilation pathway at a frequency of (A) 0.5 Hz, (B) 1 Hz, (C) 5Hz, and (D) 10 Hz for 0.025 mM ZnPc in DMSO with 0.1 M TBAP as the supporting electrolyte. The current-time (red) and ECL-time (blue) curves are graphed, pulsing between potentials of −2.26 V and +0.71 V vs. SCE.
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Figure S8. Potential pulsing results in the coreactant pathway at a frequency of (A) 0.5 Hz, (B) 5Hz, and (C) 10 Hz for 0.025 mM ZnPc/5mM BPO in DMSO with 0.1 M TBAP as the supporting electrolyte. The current-time (red) and ECL-time (blue) curves are graphed, pulsing between potentials of −3.10 V and −0.20 V vs. SCE.
[image: ]
Figure S9. Curve-fitting of H2Pc(α-OC4H9)8 spectroelectrochemistry at a time of 35 seconds. The spectrum has an accumulation time of 10 ms. Resultant peaks are redshifted by approximately 30 nm from the PL presented in Figure 3B.
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Figure S10. (A) CV (red) and ECL-voltage curve (blue) of 0.025 mM ZnPc in DMSO with 0.1 M TBAP solution. (B) CV (red) and ECL-voltage curve (blue) of 5 mM BPO in DMSO with 0.1 M TBAP solution. A scan rate of 100 mV/s was utilized, cycling between −0.20 V and −3.10 V vs. SCE.
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