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1. The 'H NMR spectra of the polymerization solution and the equations
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Figure S1. The *H NMR spectra of the polymerization solution after the RAFT dispersion
polymerization of 4VP and St.
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in which, ny, and n,, are the initial molar quantity of the feeding styrene and

4-vinylpyridine, respectively.
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2. Summary of the synthesized polymers

Table S1. Summary of the synthesized polymers.

Entry Polymer SUHAVPL, Ti(”f?; COnVs(((z;/rS ot COMVsune” : Mn (kg/ m:") . PDI'
(%) Mt Mh.cpc Mi nvR

1A PEG4-TTC - 0 - - 24 2.9 2.3 1.05

1B PEGy5-b-PSsg 6.0:0 2 9.9/--- 9.9 6.4 9.2 6.5 1.08

1C PEG5-b-PSs, 6.0:0 4 13.4/--- 134 8.0 111 7.9 1.07

1D PEGy5-b-PSeg 6.0:0 6 17.4/--- 17.4 9.5 12.3 9.2 1.18

1E PEGy5-b-PSg, 6.0:0 8 23.0/--- 23.0 11.7 15.0 11.3 1.11

Figs2-4 1F PEG45-b-PS158 6.0:0 10 32.0/--- 320 15.7 19.6 15.2 1.12

1G PEGy5-b-PS140 6.0:0 12 40.1/--- 40.1 19.0 225 18.5 1.11

1H PEG45-b-PSy50 6.0:0 15 62.4/--- 62.4 26.0 29.8 27.1 1.09

11 PEG5-b-PS304 6.0:0 18 76.0/--- 76.0 34.0 38.2 35.3 1.11

1 PEGy5-b-PS373 6.0:0 21 93.2/--- 93.2 41.2 46.1 43.0 1.10

1K PEG5-b-PS3g4 6.0:0 24 96.6/--- 96.6 423 50.3 47.3 1.12

2A PEG5-b-PSsg4 6.0:0 24 96.6/--- 96.6 42.3 50.3 47.3 1.12

2B PEGs-b-P(4VPs;-c0-Sta;s) 5.0:1 36 94.5/85.9 93.1 41.2 45.7 42.2 1.10

2C PEGs5-b-P(4VP7;-c0-St3gs) 4.0:1 36 95.4/88.2 94.0 41.6 48.6 43.9 1.10

Figi-4 2D PEGs5-b-P(4VPg;-c0-Styg,) 3.0:1 36 94.1/87.3 92.4 40.9 47.7 43.2 1.11

2E PEGs5-b-P(4VPgg-C0-Stys7) 251 36 93.5/85.4 91.2 40.6 46.6 42.9 1.18

2F PEG5-b-P(4VP113-C0-Sty47) 2.0:1 36 92.5/84.5 89.8 40.2 453 42.7 1.10

2G PEGy5-b-P(4VP133-C0-St;,3) 151 36 93.0/83.4 89.2 40.1 49.5 455 1.23

3A PEG4-TTC - - - 24 2.9 2.3 1.05

3B PEGys-b-P(4VP14-c0-Sty;) 3.0:1 4 13.8/13.7 13.7 8.1 12.2 9.1 1.11

3C PEGy5-b-P(4VP,5-c0-Styg) 3.0:1 26.0/24.8 25.7 131 17.9 14.7 1.12

3D PEGy5-b-P(4VP36-c0-Sty15) 3.0:1 10 38.4/36.3 37.9 18.1 21.9 185 1.10

3E PEGy5-b-P(4VPsy-c0-Styg4) 3.0:1 13 54.8/49.7 53.5 24.7 29.4 255 1.11

Fig5-7 3F PEGy5-b-P(4VPg,-c0-Styg) 3.0:1 16 67.1/62.0 65.8 29.8 337 30.2 1.12

3G PEGy5-b-P(4VPgg-c0-Sty,1) 3.0:1 18 73.6/68.1 72.2 325 36.7 34.0 1.10

3H PEGy5-b-P(4VP3-c0-Stys7) 3.0:1 20 78.9/72.7 77.3 34.7 39.2 36.2 1.09

3l PEGu-b-P(4VPrco-Stys) ~ 30:1 25  86.2/793 845 376 425 399 110

3J PEGy5-b-P(4VPg4-c0-Sty75) 3.0:1 30 91.6/84.1 89.7 39.8 44.7 41.9 1.10

3K PEGy5-b-P(4VPg;-c0-Styg)) 3.0:1 36 94.1/87.3 92.4 40.9 47.7 43.2 111

4A PEGy5-b-PS1g9 6.0:0 24 99.9/--- 99.9 12.8 145 134 1.18

4B PEG5-b-PS5q0 6.0:0 24 99.9/--- 99.9 23.2 26.8 25.1 1.16

4C PEG5-b-PS;94 6.0:0 24 98.2/--- 98.2 33.0 38.9 36.7 1.15

) 4D PEGy5-b-PS3s4 6.0:0 24 96.6/--- 96.6 423 50.3 47.3 1.12

Flo8 4E PEGys-b-P(4VP,4-c0-St7,) 3.0:1 36 98.9/96.1 98.2 12.6 15.9 14.2 111

4F PEGy5-b-P(4VP47-c0-St147) 3.0:1 36 98.3/94.6 97.4 22.6 28.7 26.4 1.17

4G PEGu-b-P(4VPeco-Stpy) 301 36  97.6/91.1  96.0 324 386 361 112

4H PEGy5-b-P(4VPg;-c0-Styg)) 3.0:1 36 94.1/87.3 92.4 40.9 47.7 43.2 111

% The conversion of the St and 4VP monomers determined by *H NMR analysis. ® The
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St/4VP conversion calculated by equation S3. © Theoretical molecular weight determined
by monomer conversion. ¢ The molecular weight determined by GPC analysis. ¢ The
molecular weight determined by *H NMR analysis. " The PDI (M,/M,) value determined
by GPC analysis.

3. Polymerization Kinetics of the dispersion RAFT polymerization of St
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Figure S2. The monomer conversion-time plot for the dispersion RAFT polymerization
of St (m) and the dispersion RAFT copolymerization of St/4VP (V). Polymerization
conditions: [St]o: [PEG45-TTC]Jo:[AIBN]o = 1200: 3:1 or
[St]o:[4VP]o:[PEG4s-TTC]o:JAIBN]o = 900:300:3:1, 70 TC. Note: the St/4VP conversion is

defined by eq S3.
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Figure S3. The GPC traces (A) and evolution of the molecular weight and the PDI
(My/My) value (B) of the E-b-S diblock copolymer synthesized through the dispersion
RAFT polymerization of St. Polymerization conditions can be found in the caption for

Figure S2.
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Figure S4. TEM images of the synthesized E-b-S diblock copolymer nano-objects
prepared at the polymerization times. Polymerization conditions can be found in the

caption for Figure S2.
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