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Experimental

All polymers were synthesized with sequential Group Transfer Polymerization. The GPC traces
for all terpolymers and the precursors are shown in Figure A1l to confirm the successful

sequential one-pot syntheses.

In Figure A2 the rheology curves for all themoresponsive polymers are displayed. Note that they

were solubility issues for some polymers.
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Figure S1. GPC chromatograms of the tetrablock terpolymers (P1-P9 and P11-P14), the triblock
terpolymers (P10 and P15), and their liner precursors. The GPC chromatograms of the
homopolymer, diblock, triblock, and tetrablock (if there is) are shown in light blue solid, red
dotted, green dotted, and blue solid lines, respectively.

S2



Architecture Effect

ABAC BABC CABC ACBC ABC
10000 1 (P2 fiwur s Mar™ ™02 [ 1000 1 (PS5 sttt ur ™o | 01 (B7 Pt ™ ™0 | 1000 1 (POt o et ™ s 0?1000 1 (P10Y /™0t ™S, 0
- o 1000 1) . 1000 1) ' ., 1000 1) o 1000 1 i Re—T" _ 1000 n
- L, 1001 s 100 ] s 100 S 100 1 - Sm e 1004
D) & &
g Sl 1 ;b 10 ;&' 10 + 104 , ?’ 10
= 'I;‘ ~ 1 . 1 r‘ 1 r" 14 : "': 14
2 2L o 2 o = : =
2 o _/ & ot = \ & o & & o H & o1 ,
& [y - 4 . - . - f & e 34
g & QO 0011 ’_\'. A | oo —/c . O 001 g B Vo " o om 5 [ B oot et >:
< © 0,001 fomet ; . o oo Ty S & oon AR gl ": :.-': ® oot \ B 000t {TTTN Yy :
) 0.0001 . - . . - 0.0001 ’ . 0.0001 . . T y 0.0001 . 0.0001 i , ,
- 20 30 40 S0 6 70 20 30 40 50 60 70 20 30 40 50 60 70 20 30 40 50 60 70 2 30 4 50 6 70
8 Temperature(°C) Temperature (°C) Temperature(°C) Temperature(°C) Temperature (°C)
o= 10000 1 (P11 el "™t 0™ | 10000 1 (PL2J M Mipea? ™ g™ g”| 10000 1 (P13t St o | 1000 1 (P14l ™0 N "o 2% 10000 1 (P15 e e
= _ 1000 ~ 1000 ' . 1000 4) ‘ 1000 - : ~ 1000 :
o S 100 e 100 w 100 S 100
= @ 100 [ ] ¥ &
.E lg ;E’ 10 10 ;&" 10 ;&’ 10 w10 ’ \
- T P 3 & A A P g
o WD I ..: = = « 5
4 g & o1 2 & o1 i & o1 3 & ot & o i
2 Q| 001 oA O o0t !_j % o oo A & 0011 O 001 Y S :
E o 0001 {TTT Voo {T N 7y 0.001 b 7 0001 O 0001 M
e 0.0001 . - - - . | 00001 0.0001 . — - » | 0.0001 - . - ] 0.0001 =, . . ]
Q 20 30 40 0 6 70 20 3 40 0 6 70 20 30 40 50 60 70 20 30 40 0 6 70 20 30 40 0 60 70
Temperature (°C) Temperature(°C) Temp erature (°C) Temperature (°C) Temperature (°C)

Figure S2. Rheological results of temperature ramp measurements performed on polymer solutions in phosphate buffered saline (PBS) at a
concentration of 15 w/w%. The effects of architecture and composition on the gelation are shown from the left to the right and from the top to
bottom, respectively. The shear storage modulus (elastic modulus, G’), the shear loss modulus (viscous modulus, G"), and the complex viscosity
(n™*) are shown in dark blue, red, and light blue, respectively. The rheological result of P14 was not recorded as the polymer was not soluble.

S3



