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Figure S1. WAXS analysis of the PVDF homopolymer and P(VDF-co-TrFE) copolymers after a
cooling scan at 20 °C/min. The d values were added in order to appreciate the TrFE inclusion in
the PVDF crystals.



Table S1. List of the parameters obtained through the Lauritzen and Hoffman theory applied in

the PLOM experiments.

Sample Kg® (K?)  R? oe (erglcm?)  o(erg/cm?)  Q (erg)
PVDF homopolymer ~ 6.73x10*  0.970 60.4 7.86 2.2x1013
P(VDFgo-co-TrFE20) 3.86x10* 0.998 35.1 7.86 1.29x1013
P(VDF7s-co-TrFE2s) 9.70x10* 0.970 87.5 7.86 3.23x101
P(VDF7o-co-TrFEzo) 5.84x10* 0.970 52.4 7.86 1.93x1013

The values of K¢® observed in Table S1 are the parameters obtained from Figure

3. These values are valid for the overall crystallization temperatures as the L-H solid lines

exhibit in Figure 3. In the case of the neat PVDF, at high temperatures the G values are

higher than the copolymer values, however when the isothermal temperature decreases

the G values of the neat PVDF decreases and tends to lower values. Therefore, the K¢®

values of the samples do not have any tendency with the proportion of TrFE or PVDF,

because the overall values are compensated for the whole range of temperatures.

Table S2. All the parameters calculated through the Lauritzen and Hoffman theory applied for
every sample by DSC experiments.

Sample Kg® (K?) R2 oc (erglcm?) o (erg/cm?) g (erg)
PVDF homopolymer ~ 1.29x10°  0.996 116.2 7.86 4.29x1013
P(VDFso-cO-TrFEz)  1.26x10°  0.998 113.9 7.86 4.20x1013
P(VDF75-co-TrFEzs)  1.46x10°  0.994 131.8 7.86 4.86x1013
P(VDF7o-co-TrFE3)  1.63x10°  0.995 146.7 7.86 5.42x1013

In this case the Ky values have a logical tendency with the composition of the

copolymer samples. The neat PVDF and P(VDFgo-co-TrFE20) samples have similar

values as can be observed in Figure 6a. When the content of TrFE increases the values

of Kq also increases. In addition, the values of K¢ are higher than the values of Kq®, these



results are consistent because the values of Kq© only includes the growth of the crystals

whereas the Kg* includes growth and nucleation processes.
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Figure S2. (a) G/Ghomopolymer relation against the TrFE content at T.= 139 °C, and (b)
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Figure S3. Isothermal crystallization temperature against the melting temperature in order to
achieve the equilibrium melting temperature (Tn°) by Hoffman-Weeks method for neat PVDF
and the copolymers.

Table S3. Equilibrium melting temperature values for each sample obtained by Hoffman-Weeks
theory.

Sample PVDF P(VDFgo-co- P(VDF7s-co- P(VDFzo-co-
TrFE2o) TrFE2s) TrFEzo)
T (°C) 163.3 158.4 161.1 163.0
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Figure S4. DSC curves of all the isothermal crystallization experiments of (a) PVDF
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homopolymer, (b) P(VDFg-co-TrFE2), (¢) P(VDF7s-co-TrFEzs) and (d) P(VDFo-co-TrFEzp).
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Figure S5. Crystallization and melting enthalpies in each Ts value for the (a) P(VDFgo-co-TrFExo),
(b) P(VDF75-co-TrFEzs) and (c) P(VDFzo-co-TrFEsp). The green part indicates the temperatures
that belong to the Domain 111 and the red part corresponds to the Domain I.
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Figure S6. Melting and crystallization temperatures at respective Ts values for (a) P(VDFso-co-
TrFEx), (b) P(VDFzs-co-TrFE2s) and (¢) P(VDFz-co-TrFEsg). The green part indicates the
temperatures that belong to the Domain 111 and the red part corresponds to the Domain 1.
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Figure S7. Representation of each Domain in the self-nucleation process in a standard melting
curve of (a) P(VDFgo-co-TrFEz), (b) P(VDFss-co-TrFEzs) and (c) P(VDFzo-co-TrFEsg) samples.



