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Figure S1: expansion of the 0.8-3.6 ppm zone in the 'H NMR spectrum of poly(PFP-co-
VDF) recorded in acetone-ds. (Run No 1 in Table 1).
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Figure S2: expansion of the -59 to -76 ppm zone in the ’F NMR spectrum of poly(PFP-
co-MAF-TBE) recorded in acetone-ds. (Run No 5 in Table 1).
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Figure S3: '"H NMR spectrum of poly(PFP-co-MAF-TBE) recorded in acetone-de. (Run
No 5in Table 1).
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Figure S4: ’F NMR spectrum of poly(PFP-co-HFP) recorded in acetone-d6 (Run No 2,
Table 2)
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Figure S5: ’F NMR spectrum of poly(PFP-co-PMVE) cooligomer recorded in acetone-ds
(Run No 7, Table 2)
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Figure S6: "TH NMR spectrum of poly(PFP-co-PMVE) cooligomer recorded in acetone-ds,
(Run No 7 in Table 2).
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Figure S7: °’F NMR spectrum of poly(PFP-co-TFP) cooligomer recorded in acetone-d6
(Run No 9, Table 2)
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Figure S8: '"H NMR spectrum of poly(PFP-co-TFP) cooligomer recorded in acetone-ds.

(Run No 9 in Table 2).

10



C a b

CF,—CH-\ /CF,_CF

AN

R R S E— L
1.0 21 429 82 27 11

I‘II\ ‘IHII\IH'\II\II \II\II‘II\II\IH' HIHl\II\II\II‘II\ ‘IHII\IH'HI\II \II\II‘IHII\I\I'\ IIHl\II

-50 60 -70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180

Figure S9: ’F NMR spectrum of poly(PFP-co-CTFE) copolymer recorded in acetone-d6
(Run No 1, Table 4)
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Figure S10: expansion of the zone between 1.2 to 3.8 ppm in the 'TH NMR spectrum of
poly(PFP-co-CTFE) copolymer recorded in acetone-ds. (Run No 1 in Table 4).
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Figure S11: expansion of the zone between -65 to -120 ppm in the ’F NMR spectrum of
poly(VDF-co-MAFTBE) copolymer recorded in acetone-ds. (Run No 3 in Table 3).
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Figure S12: 'H NMR spectrum of poly(VDF-co-MAF-TBE) copolymer recorded in
acetone-ds. (Run No 3 in Table 3).
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Figure S13: ’F NMR spectrum of poly(VDF-co-HFP) copolymer recorded in acetone-ds.
(Run No 3 in Table 2).
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Figure S14: 'TH NMR spectrum of poly(VDF-co-HFP) copolymer recorded in acetone-ds.
(Run No 3 in Table 2).
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Figure S15: Expansion of the 0.8-3.4 ppm zone in the "H NMR spectrum of poly(PFP-zer-
VDF-ter-MAF-TBE) terpolymers (recorded in acetone-ds) (Runs 6-10 in Table 3)

17



a a b
CHZ—CFQJECF;TDF—(-CHZ—CFZ%CFQ—TH
/ CF, CF,

Acetone

at6.l ppmnotr
of tr ~CH,CF,H

\ direct initiation chain end

297 79

38 36 3.4 32 30 28 26 24 22 20 18 16 14 12 10

Figure S16: expansion of the 0.9-3.9 ppm zone of the "H NMR spectrum of poly(PFP-ter-
VDF-ter-HFP) terpolymer recorded in acetone-ds (Run No 5, Table2 )

18



<¥]
=
g a b
D
o~ g *%HQ-CFJQFE-?F-CFZ-?Hj»
J OCF, CF,,
/
/
,
/
/
!
/
/
/
!
!
j
‘,.’
;.
|f
Jatb
/ a
)
; bt e
83 .6 258 24 1.2 1.0
5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

Figure S17: 'H NMR spectrum of poly(PFP-ter-VDF-ter-PMVE) terpolymer (recorded in
acetone d¢) (Run 8 in Table 2).
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Figure S18: 1°’F NMR spectrum of poly(PFP-ter-VDF-ter-TFP) terpolymer (recorded in
acetone d6) (Run 10 in Table 2)
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Figure S19: '"H NMR spectrum of poly(PFP-ter-VDF-ter-TFP) terpolymer (recorded in
acetone d6) (Run 10 in Table 2)
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Figure S20: 'F NMR spectrum of poly(PFP-ter-CTFE-ter-mTMI) terpolymer (recorded
in acetone d6) (Run 3 in Table 4).
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Figure S21: expansion of the 0.6 to 4.0 zone in the 'H NMR spectrum of poly(PFP-ter-
CTFE-ter-mTMI) terpolymer (recorded in acetone d¢) (Run 3 in Table 4)
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Figure S22: ’F NMR spectrum of poly(PFP-ter-CTFE-ter-VDF) terpolymer (recorded in
acetone d6) (Run 2 in Table 4)
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Figure S23: 'H NMR spectrum of poly(PFP-ter-CTFE-ter-VDF) terpolymer, recorded in
recorded in acetone d¢) (Run 2 in Table 4)
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Figure S24: '"H NMR spectrum of poly(PFP-ter-CTFE-ter-VCA) terpolymer (recorded in
acetone d¢) (Run 4 in Table 4)
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Figure S25: ’F NMR spectrum of poly(PFP-ter-CTFE-ter-EVE) terpolymer (recorded in
acetone d6) (Run 5 in Table 4)
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Figure S26: "H NMR spectrum of poly(PFP-ter-CTFE-ter-EVE) terpolymer (recorded in
acetone d¢) (Run 5 in Table4)
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Figure S27: GPC chromatograms (Solvent THF, PMMA standards) of poly (PFP-ter-
VDF-ter-MAF-TBE) terpolymers. The run numbers correspond to experiment numbers
in Table 3.
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Figure S28: GPC chromatograms of co- and ter-polymers based on PFP, VDF and HFP
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Figure S29: TGA thermograms under nitrogen of PFP/VDF, PFP/MAF-TBE, VDF/MAF-
TBE copolymers. The number of the experiments of the caption corresponds to the
number of experiments in Tables 1 and 3.
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Figure S30: TGA thermograms under air of poly(PFP-co-VDF), poly(PFP-co-MAF-
TBE), and poly(VDF-co-MAF-TBE) copolymers. The number of the experiments of the
caption corresponds to the number of experiments in Tables 2-3.
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Figure S31: TGA thermograms under nitrogen of poly(PFP-ter-VDF-ter-MAF-TBE)
terpolymers. The number of the experiments of the caption corresponds to the number of
experiments in Tables 1 and 3.
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Figure S32: TGA thermograms under air of poly(PFP-ter-VDF-ter-MAF-TBE)

terpolymers. The number of the experiments of the caption corresponds to the number of
experiments in Tables 1 and 3.
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Figure S33: TGA thermograms under air of poly(PFP-ter-VDF-ter-HFP) co- and ter-
polymers (Table 2).
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