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Table S1. Melting temperatures (°C) of stabilized PPP/PPO mixtures when heated at 2 °C-min™.

Polymorph PPP 95PPP_ 9QOPPP  85PPP_ 8OPPP_ 75PPP__ 70PPP 65PPP
B'1-3L (PPO) 341+05
B-2L (ss) 67.9+07 664+10 665+07 658+11 663+20 643+04 641+07 63.2+04
Polymorph  60PPP_ 50PPP___ 40PPP__ 30PPP__ 20PPP___ 10PPP 5PPP PPO
p1-3L (PPO) 358+06 360+10 352+06 355+08 355+03 356+06 360+03 361+13
B-2L (ss) 629+05 61.9+08 603+09 583+06 555+04 51.8+06 454+04

ss: solid solution

Table S2. Peak top temperatures (°C) of the main polymorphic events of PPP/PPO mixtures when heating at 2 °C-min soon after a melt

crystallization process at the same rate.

PPP/PPO ratio

a (PPP) + ' (PPP) — f3 (PPP) S (PPP) melting

90/10 445%04 65.6 £ 0.6

B’ (PPO) melting B' (PPP) — B (PPP) B (PPP) melting
80/20 31.2+£0.8 41.6 £0.3 65.0£ 0.4
70/30 30.9+05 395+1.2 63.9+0.6
60/40 305+1.1 39.0+£0.7 62.7+£0.9

B2 (PPO) melting p' (PPP) — melt — § (PPP) B (PPP) melting
50/50 30.6£0.8 424 +04 61.7+0.6
40/60 304+06 40.5+04 60.0+ 0.4
30/70 30.3+£0.6 39.3+£0.6 57.6+0.8
20/80 31.2+0.7 39.4+04 55.3+04

o1 (PPO) melting B2 (PPO) crystallization B2 (PPO) melting B’ (PPP) — melt — § (PPP)  j (PPP) melting
10/90 18.8+£0.3 19.7+0.4 31.4+0.3 41.5+0.6 49.6 £ 0.5




Table S3. Melting temperatures (°C) of stabilized PPP/MCpoppro mixtures when heated at 2 °C-min.

Polymorph PPP 95PPP 90PPP 85PPP 80PPP 75PPP 70PPP 65PPP 60PPP 55PPP 50PPP
B-2L (MCerorsrro) - - 328+04 33412 332+05
B-2L (ss) 67.5+06 664+06 660+05 65705 65615 650+06 64710 63.4+0.9 62.7+ 0.4 62.0+0.5 61.4+0.8

Polymorph 45PPP 40PPP 35PPP 30PPP 25PPP 20PPP 15PPP 10PPP 5PPP MCropirro
B-2L (MCrorirro) 333+02 337+04 331+03 336%x0.7 335+06 336+05 336+08 33.2+0.8 33.6+0.6 336+04
B-2L (ss) 60.4+06 59.7+04 582+03 582+06 564+06 545+08 529%0.7 49.6+1.0 43.7+0.6

ss: solid solution

Table S4. Peak top temperatures (°C) of the main polymorphic events of PPP/MCpopirro Mmixtures when heating at 2 °C-min-t soon after a melt
crystallization process at the same rate.

PPP/MCporirro ratio
o (PPP) + ' (PPP) — f3 (PPP) B (PPP) melting
90/10 441+03 65.5+0.5
80/20 40.6 £0.3 64.5+03
o (MCpoppro) melting ' (MCpopipro) melting S’ (PPP) — f (PPP) S (PPP) melting
70/30 146 £0.3 286+1.1 39.4+0.6 63.5+0.6
60/40 147+0.3 285104 38.7+04 62.6+04
a. (MCpopipro) Melting B’ (MCpopipro) melting S’ (PPP) — melt —  (PPP)  f (PPP) melting
50/50 147+05 28.0+0.3 39.8+0.2 61.1+£05
40/60 14.7+£0.3 28.0+04 40.3+0.4 59.7+0.3
30/70 149+0.3 27.2+0.6 37.0+£0.9 57.3+05
20/80 151+04 27.2+05 340105 54.6 £0.7
a (MCpopipro) — melt — B’ (MCropipro) B’ (MCeroppro) melting g’ (PPP) — melt — B (PPP) S (PPP) melting
10/90 155+0.5 28.0+0.5 346+£1.2 489 0.6
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Figure S1. DSC thermograms (up) and SR-XRD patterns (down) obtained when equimolecular (A) PPP/PPO and (B) PPP/MCroppro Mixtures were
cooled to -30 °C at 15 °C-min and subsequently heated at 2 °C-min‘*. (c): crystallization; (m): melting. d-spacing values are given in nm.



