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Figure S1. Absolute value of the shear storage modulus as a function of the shear strain amplitude
presented on a log-log scale. The vertical arrow shows the used strain amplitude into the linear
viscoelastic regime.
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Figure S2. Temperature dependence of the storage and loss shear moduli for the PVBTMAC
homopolymer (black symbols), P(OEGMA«¢-co-VBTMACuw) (red symbols) and P(OEGMAso-co-
VBTMAC) (blue symbols) upon heating with a rate of 5 K-min-'. (Insets) Loss factor aa a function of
temperature. The vertical arrows and horizontal lines indicate the interfacial and PVBTMAC glass
transition temperatures, respectively.
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Figure S3. Angular frequency dependence of the storage (filled symbols or solid lines) and loss (open
symbols or dashed lines) shear moduli for (a) PVBTMAC, (b) POEGMA, (c) P(OEGM Aso-co-VBTMACz0)
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and (d) P(OEGMAso-co-VBTMACu), at a temperature of 293 K.

(a)

Figure S4. Angular frequency dependence of (a) the storage (filled symbols) and loss (open symbols)
shear moduli and (b) complex viscosity of P(OEGM Aso-co-VBTMACz) (blue symbols), P(OEGM Aso-co-
VBTMACuw) (red symbols) and the PVBTMAC homopolymer (black symbols) at a temperature of 293
K. Lines with slopes 1 and 2 are also shown in (a). The solid and dashed lines in (b) represent fits by
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Eg. 1 and Eq. 2 of the main manuscript, respectively.
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Figure S5. Temperature dependence of the storage (filled symbols) and loss (open symbols) shear
moduli for P(OEGMAso-co-VBTMAC2) (blue symbols) and POEGMAso-b-VBTMACz (green symbols)
upon heating with a rate of 5 K-min-.
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Figure S6. Dynamic frequency sweeps for the diblock copolymer with 20 wt.% of PVBTMAC at the
temperatures T =293 K (black) and T =373 K (purple).
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Figure S7. Angular frequency dependence of complex viscosity for (a) P(OEGMAso-co-VBTMACz) and
(b) P(OEGMAG&0-co-VBTMACu) at different temperatures. The solid lines represent fits by the CM model
(Eq. 2). (¢) Inverse temperature dependence of the extracted power law index values.

S4



P(OEGMASO-CO-VBTMACm)
.1(@) o ;1 (b) 00?°
10 E ..O 10 3 °O
E O.OOO 3 OO oo
] ® 0% ] o®° o
® op_6© o o° o
10* L OO..OO 10* o o 3°
e 00ge% 0”0 E o 09,20 8
@ 004 0 09 — ] o o o 8§
/CU\ [ J OO. O.... g 1 Oo Oo 088§°
0o 10°+ o 8°00 0,%e =10°{ © 0 052900
~ 8 0 o o 3 o o-.900
®.% 0 0.%0 o° = 1 09.20,900
C o8 ®¢ o ) 1 o o_.900
o ., g ®o o4 ) 0_00o
10°9 @9o%e o © 10%4 0 _00o
0© ®e i 0 00p
20_% ©°5_% 1 © °
1 ..O .. ® ]
10'7 ¢%0.%0 ® 293K O 303K © 323K
©..%0 @ 333K O 343K @ 353K
@ Oegp
] @ 363K @ 373K @ 383K
100 HRRM | L | LR | T ! 100 !""I HRRRL | LR | LR |
10 10° 10" 10? 10 10° 10" 10?
o (rad-s™) o (rad-s™)

Figure S8. Angular frequency dependence of (a) storage and (b) loss moduli for the P(OEGM Aso-co-
VBTMA ) statistical copolymer at the temperatures; 293 K (black), 303 K (gray), 323 K (green), 333 K
(blue), 343 K(cyan), 353 K (magenta), 363 K (dark-yellow), 373 K (navy) and 383 K (purple), as indicated.
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Figure S9. Angular frequency dependence of shear (a) storage and (b) loss moduli for the statistical
copolymer with 40 wt.% VBTMAC content at the temperatures 293 K (black), 313 K (red), 323 K (green),
333 K (blue), 343 K(cyan), 353 K (magenta), 363 K (dark-yellow), 373 K (navy), 383 K (purple), 403 K
(yellow) and 423 K (olive).
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Figure 510. Angular frequency dependence of shear (a) storage (filled symbols) and loss moduli (open
symbols) for the PVBTMAC homopolymer, at the temperatures 323 K (green), 343 K(cyan), 353 K
(magenta), 363 K (dark yellow), 383 K (purple), 393 K (orange), 403 K (yellow), 413 K(wine) and 423 K
(olive).

Figure S11. Fragility at Ty as a function of glass transition temperature for the PVBTMAC homopolymer
(blue symbols). Data from common polymers are included, taken from Refs [S1, S2-57], as indicated.
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Figure S12. Fragility, m , plotted as a function of the number of methylene units on the side chain of
polystyrene (blue star), PVBTMAC (blue circle and square) and the family of poly(p-alkyl
methacrylates) (black symbols), taken from Refs [S1-53].
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