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Table S1 Polymerization of SPMA

Entry T v M Vi Con. M, tn M,cec M,/M,
(min) (mL/min) (mL/min) (mL/min) (%) (g/mol) (g/mol)
1 3.0 4.810 4.210 0.600 52 1300 7900 1.15
2 5.0 2.886 2.526 0.360 25.7 6300 10500 1.16
3 7.0 2.061 1.804 0.257 45.2 11100 13100 1.16
4 9.0 1.603 1.403 0.200 58.0 14300 15900 1.14
5 11.0 1.312 1.148 0.164 68.8 16900 17800 1.15
6 13.0 1.110 0.972 0.138 74.2 18300 18500 1.14
7 15.0 0.962 0.842 0.120 79.2 19500 19000 1.14
8 18.0 0.802 0.702 0.100 85.6 21100 20400 1.16
9 21.0 0.687 0.601 0.086 923 22700 22100 1.16
10 40.0 0.361 0.316 0.045 >99 24400 22700 1.15

Polymerization conditions: [SPMA]/[CTBCOOH]y/[AIBI]y = 100/1/0.2, m (SPMA) = 7.28 g, Vyater =
24 mL, L (tube length) = 6 m, V, (tube volume) = 14.43 mL, v; = vy + vy, 7 (retention time) = V, /vy,

15 temperature = 70 °C.
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Table S2 Polymerization of the 2" block PEGMA

Entry 15t block PSPMA 2nd block PPEGMA
Con. M, Grc M,/M, L T Con. M M, Gpc M,/M,
(%) (g/mol) (m) (min) (%) (g/mol) (g/mol)
la >99 23900 1.13 2 5.8 3.2 23900 23500 1.14
2a >99 22800 1.18 3 8.8 27.2 29600 25400 1.24
3a >99 22900 1.17 5 14.6 59.5 37800 27300 1.25
4a >99 23500 1.16 7 20.4 74.7 42400 28100 1.24
5a >99 21300 1.17 15 43.8 96.9 45500 29000 1.26
1b >99 22100 1.16 3 8.8 6.3 23700 23000 1.2
2b >99 21600 1.16 6 17.5 244 26200 24400 1.18
3b >99 22300 1.15 13 37.9 493 31000 26000 1.21
4b >99 22800 1.19 15 43.8 62.2 33700 27700 1.21
5b >99 21600 1.16 21 61.3 75.0 34700 28400 1.22

Polymerization conditions: 1% block PSPMA, [SPMA],/[CTBCOOH]y/[AIBI], = 100/1/0.2, m
(SPMA) = 7.28 g, Vyarer = 24 mL, v; = 0.361 mL/min, retention time = 40 min; 2" block PPEGMA,
entries la ~ 5a, [PEGMA]y/[macro-CTA]y/[AIBI], = 50/1/0.1, entries 1b ~ 5b, [PEGMA]y/[macro-
5 CTA]o/[AIBI]y = 50/1/0, Vpggma = 7.05 mL, v, = 0.463 mL/min, v = v; + v, = 0.824 mL/min, 7
(retention time) = V; (tube volume)/v, L represents lengths of the tube and the tube inner diameter (ID)

= 1.75 mm, temperature = 70 °C.
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Fig. S1. '"H NMR spectrum (300MHz, D,0) of PSPMA, PSPMA-b-PPEGMA obtained in a
continuous tubular reactor and PSPMA-H-PPEGMA-H-PNaSS triblock copolymer after chain
extension in ampoules. Chain extension polymerization conditions: [NaSS]y/[PSPMA;-b-
5 PPEGMA 4]¢/[AIBI], = 1000/1/0.2, m (NaSS) = 0.31 g, Vyater = 3.5 mL, t = 50 min, temperature = 70
°C.



