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Supporting Figures and Table
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Fig. S1 Schematic illustration of vapor diffusion method used in this study. Solution
/vapor interface area and depth of the solution are 1.5 cm? and 1.3 cm, respectively.

Fig. S2 SEM micrographs of air-dried CH,Cl,/MeOH (a) and THF/MeOH (b)
suspensions of the precipitates of DOPTMT?2.
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Fig. S3 SEM micrographs of air-dried CH,Cl,/MeOH (a) and THF/MeOH (b)
suspensions of the precipitates of PTTMT?2.

Fig. S4 SEM micrograph of air-dried CH,Cl,/MeOH (a) and THF/MeOH (b)
suspensions of the precipitates of 3,6-CTMT2.
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Fig. SS SEM micr

suspensions of the precipitates of 2,7-CTMT2.

Fig. S6 SEM micrographs of air-dried CHCI;/MeOH (a) and

suspension of the precipitates of DPPTMT?2.
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Fig. S7 Photoluminescence spectra of (a) F8T2 (A = 457 nm), (b) F8TMT2 (A =
368 nm), (c) DOPTMT?2 (Aex = 310 nm), (d) PTTMT2 (Aex = 328 nm), (e) 3,6-CTMT2
(Aex = 319 nm), (f) 2,7-CTMT2 (Aex = 370 nm) and DPPTMT2 (A = 421 nm) for
CHCI; solutions (broken lines) and cast films from suspensions of the self-assembled
spheres or aggregate (solid lines).
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Fig. S8 FP-TRMC profiles of thin films of self-assembled spheres or aggregates (red)
and those cast from CHCIl; solution (black). (a) F8T2,[5!1 (b) FSTMT2,5! (¢) 3,6-
CTMT2, and (d) 2,7-CTMT2. The arrows indicate 7j, of thin films from solution
(green) and those from suspensions of self-assembled spheres or aggregate (blue).

Table S1 Summary of @Xu.x and 7y, for cast films from self-assembled precipitates
and from solutions of 7-conjugated copolymers

P phmax (107 cm? V' s71) 712 (us)
Precipitate Solution Cast | Precipitate Solution Cast Ratiol®
F8T20! 1.1 3.4 0.23 0.099 2.32
F8TMT2[! 4.1 26 3.5 0.097 36.1
DOPTMT2 1.5 0.62 280 0.101 2770
PTTMT2 1.2 3.0 2000 0.085 23500
3,6-CTMT2 1.4 0.91 13 0.755 17.2
2,7-CTMT2 1.4 1.2 1.5 0.0952 15.8
DPPTMT2 1.5 0.48 0.453 0.235 1.92
[a] Ratio of 7, for the precipitate films to that for solution-cast films

[b] Reference S1

Table S2 Summary of ¢p for cast films from self-assembled precipitates and from
solutions of z-conjugated copolymers

(40
Precipitate Solution Cast

F8T2 0.020 0.063
F8TMT?2 0.024 0.014
DOPTMT2 0.007 0.005
PTTMT2 0.012 0.009
3,6-CTMT2 0.007 0.001
2,7-CTMT2 0.007 0.007
DPPTMT?2 0.035 0.054
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