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Figure S1. '"H NMR spectra of L4 (blue) and Ci4 (red).
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Figure S2. 'H NMR spectra of La; (blue) and Ca; (red).
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Figure S3. '"H NMR spectra of Ly (blue) and Cae (red).
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Figure S4. 'H NMR spectra of Lag (blue) and Ca9 (red).
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Figure S5. '"H NMR spectra of Las (blue) and Cy;3 (red).
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Figure S6. Full and expanded MALDI-TOF MS spectra of Li4 (blue) and C4 (red).
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Figure S7. Full and expanded MALDI-TOF MS spectra of La; (blue) and Cyq (red).
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Figure S8. Full and expanded MALDI-TOF MS spectra of Lae (blue) and Css (red).
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Figure S9. Full and expanded MALDI-TOF MS spectra of L9 (blue) and Cg (red).
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Figure S10. Full and expanded MALDI-TOF MS spectra of L43 (blue) and Cg3 (red).
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Figure S11. Analytical SEC traces of linear (blue) and cyclic (red) P3HT.
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Figure S12 Cisoid (left) and transoid (right) structures of cyclic P3HT.
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Figure S13. Raman spectra of linear and cyclic P3HT (Lz1, Ci4, Ca1, Ca6, Ca3).
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Figure S14. Optical band gaps (E,°™) of linear (blue square) and cyclic (red circle) P3HT calculated from
the So — S, absorption band.
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Figure S15. Cyclic voltammograms of (a) Ls, (b) Cia, (C) Lzs, (d) Cas, (€) Lao, (f) Cag, (g) Las, and (h)
Cas (Linear P3HT, 2nd-10th cycles; Cyclic P3HT, 2nd-5th cycles). For C2s and Cas, the current density
slightly increased due to the residual linear impurities.
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Figure S16. Photographs of (a) L21 and (b) C21 upon oxidation by AgSbFs. ESR spectra of (c) L21 and (d)
Co1 upon oxidation. “eq” indicates the molar equivalent of added AgSbFs with respect to the P3HT

A

macromolecules.
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Figure S17. Photographs of (a) Lz and (b) C29 upon oxidation by AgSbFs. ESR spectra of (c) L2y and (d)
Co9 Upon oxidation. “eq” indicates the molar equivalent of added AgSbFs with respect to the P3HT

macromolecules.
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Figure S18. Photographs of (a) Las and (b) Caz upon oxidation by AgSbFs. ESR spectra of (¢) Laz and (d)
C4z upon oxidation. “eq” indicates the molar equivalent of added AgSbFs with respect to the P3HT

macromolecules.
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Figure S19. VT 'H NMR spectra of L4 with 2 equiv of AgShFe.
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Figure S20. VT *H NMR spectra of L4 with 6 equiv of AgSbFe.

S13



C,,2eq.
1w<® cHCl d e

(a) 293 K H,0
H,0 4
L A
(b) 270 K J
(c) 250 K
(d) 230 K J—}L

I I I 1
3 2 1 075 70 6520 15 10 05
) S (ppm) & (ppm)

Figure S21. VT *H NMR spectra of Ci4 with 2 equiv of AgSbFe.
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Figure S22. VT 'H NMR spectra of C14 with 6 equiv of AgSbFe.
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