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Table S1. Hansen solubility parameters of P(NDI2OD-T2), side chain, and backbone of
P(NDI20D-T2) and of four solvents.!-2

dp (MPal?) 3p (MPa'?) Sy (MPal?)

P(NDI20OD-T2) 18.0 22 3.5
P(NDI20OD-T2) side chain 15.9 0.1 0.1
P(NDI20OD-T2) backbone 23.0 5.1 7.1
CF 17.8 3.1 5.7

CB 19 4.3 2
MeTHF 16.9 5 4.3
CN 20.5 4.8 2.5

Table S2. Crystallographic and optical fingerprints of P(NDI20OD-T2) polymorphs identified

from GIWAXS and UV—vis.
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Figure S1. Solubility test of Img/mL P(NDI20D-T2) solutions in different solvents: a) all
solvents at room temperature. b) 130 °C in CN solvent, 100 °C in MeTHF solvent, and room
temperature in CB and CF solvents.
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Figure S2. 1D line profiles of films without and with SVA along the IP direction a) as-cast
films, b) 300 °C films, c) 340 °C films.
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Figure S3. 1D line profiles along OOP direction of films without and with SVA: a) as-cast
films + SVA, b) 300 °C films + SVA, c¢) 340 °C films + SVA.
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Figure S4. Peak area ratio quantification for P(NDI2OD-T2) films under TA and TA + SVA
treatments.
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Figure S5. 1D line profiles along IP direction extracted for as-cast P(NDI2OD-T2) films under
SVA treatment: a) full region; b) selected region at composite of (200) and (001) peaks; c)
selected region at (300) and (002) peaks.
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Figure S6. 1D line profiles along IP direction extracted for 300 °C P(NDI2OD-T?2) films under
SVA treatment: a) full region; b) selected region at (100) peak; c) selected region at composite
of (200) and (001) peaks; d) selected region at (300) and (002) peaks.
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Figure S7. Full region and selected region of 1D line profiles along IP direction for: a) TA
only films, b) TA + CF films, c) TA + CB films, d) TA + MeTHF films, ¢) TA + CN films.
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Figure S8. Comparison of 1D line profiles between 340 and 340 + CF: a-c) along IP direction,
OOP direction and along q,, = 0.24 A~!, respectively.
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Figure S9. Corrected intensity pole figures for TA and TA + SVA films.
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Figure S10. Thermal stability of end-on oriented form III after two thermal cycles of melting-
annealing followed by slow cooling.
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