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Figure S1. 1H NMR spectrum ((CD3)2CO, 300 MHz) of P(VDF51-co-HFP4)-XA 

 

 



 
 

 

Figure S2. 19F NMR spectrum ((CD3)2CO, 282 MHz) of P(VDF51-co-HFP4)-XA 

 

S3. VDF and HFP %mol determination from 19F NMR  

*(values extracted from Fig. S2) 
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% 𝑚𝑜𝑙 𝐻𝐹𝑃 = 100 − 92.6 = 𝟕. 𝟒 

(4) 

S4. DP of VDF and DP of HFP determination from 1H NMR data.  

*(values extracted from Figure S1) 

𝐷𝑃𝑉𝐷𝐹 =
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𝐷𝑃𝑉𝐷𝐹 × %𝑚𝑜𝑙𝐻𝐹𝑃

%𝑚𝑜𝑙𝑉𝐷𝐹
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S5. P(VDF-co-HFP) Mn Determination from NMR data 

𝑀𝑛 𝑁𝑀𝑅 = 𝑀𝑛𝐶𝑇𝐴 + (𝐷𝑃𝑉𝐷𝐹 ×  𝑀𝑛 𝑉𝐷𝐹) + 𝐷𝑃𝐻𝐹𝑃  ×  𝑀𝑛 𝐻𝐹𝑃 

𝑀𝑛𝑁𝑀𝑅 =  208.3 + 50.5 ×  64.03 +  4.0 ×  150.02 = 𝟒𝟎𝟒𝟏. 𝟗𝟎 𝒈/𝒎𝒐𝒍 

With MnCTA = 208.3 g/mol, Mn VDF = 64.03 g/mol and, Mn HFP = 150.02 g/mol. 

 

 



 
 

 

Figure S6. 1H NMR spectrum ((CD3)2SO, 400 MHz) of P(VDF51-co-HFP4)-b-PEG136-b- P(VDF51-co-HFP4). 

 



 
 

 

Figure S7. 19F NMR spectrum ((CD3)2SO, 376 MHz) of P(VDF51-co-HFP4)-b-PEG136-b- P(VDF51-co-HFP4). Inset: 

Shift of signals after the “one-pot” (aminolysis and thia-Michael) coupling reaction. 

 

 

S8 Determination of –CH2-CF2H end group proportion from 1H NMR. 

(%) − 𝐶𝐻2 − 𝐶𝐹2𝐻  

=
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6.50

6.05
+

1
2 ∫ −𝐶𝐹2 − 𝐶𝐻2 − 𝑋𝐴
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*Data extracted from Figure S1. 

 



 
 

 

Figure S9. P(VDF-co-HFP) DSC thermograms. Second heating and cooling ramps. 

 

Figure S10. P(VDF-co-HFP)-b-PEG-b-P(VDF-co-HFP) DSC thermogram. Second heating ramp. 
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S11. Calculation of the degrees of crystallinity. 

𝜒𝑐(%) =
𝛥𝐻𝑓

𝛥𝐻𝑓°  ɸ𝑚
× 100 

Where 𝛥𝐻𝑓 is heat of melting (extracted from the DSC trace) and ΔHf°is a reference value and 

represents the heat of melting if the polymer were 100% crystalline (both in J/g ). ɸmis the weight 

fraction of the different polymer forming the triblock copolymer. 

𝛥𝐻𝑓° of PVDF and PEG were extracted from the literature as 104.7 J·g-1 and 196.8 J·g-1 respectively.1,2 

The molar mass of the triblock copolymer is estimated to be 14100 g·mol-1 and the Weight fraction of 

the PVDF and PEG blocks (ɸm) are 0.56 and 0.44 respectively. 

χc PVDF = (5.857/(104.7·0.56))x100= 9.90% 

χc PEG = (78.05/(196.8·0.44))x100=90.10%  
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Figure S12. (a) XRD pattern of P(VDF-co-HFP)-b-PEG-b-P(VDF-co-HFP). Blue Rhombus and red dots 

correspond to PEG and PVDF characteristic diffraction signals respectively. (b, c) SAED patterns recorded during 

TEM analysis of ovoids and squares presented in figures 5a 6e and 6f respectively. 

 

 

Figure S13. DLS characterization of P(VDF-co-HFP)-b-PEG-b-P(VDF-co-HFP) aggregates prepared by  (a) Thin 

film hydration in water and (b) nanoprecipitation of a DMF solution in ethanol as non-solvent. 



 
 

 

Figure S14. TEM images of self-assembled structures obtained by micellization of 1 mg mL-1 solutions of the 

P(VDF-co-HFP)-b-PEG-b-P(VDF-co-HFP) triblock copolymer in THF employing: (a) ethanol, (b) water, as 

selective solvent for PEG. Final concentration of all samples = 0.14 mg mL-1, solvent: selective solvent final 

ratio=1:6. 

 

Figure S15. TEM image of the self-assembled structures obtained after micellization of a DMF solution using 

ethanol as non-solvent and thermal annealing treatment. 

 


