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Figure 1. (A) Kinetics and (B) My or Mw/M, vs. conv. of radical homopolymn of MOVE or IBVE using V-601
with various Li* additives at 60 °C in water with LiOH: [VE]o/[V-601]o/[LiOH]o = 500/1/1. [VE]o = 50%. (C) T1
measurements of the carbons for 98 wt% MOVE in water: [MOVE]/[LiOH] = 500/1.
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Scheme 2. Synthesis of PDEGV-b-PVAc via RAFT Emulsion Polymerization in Water
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Figure 2. Representative TEM and AFM (height, 1 um x 1 um) images of latex particles prepared via
RAFT aqueous emulsion polymerization of VAc using DEGV4; at 20 wt% solids concentration at 60 °C
(entries 8, 9, and 12-14). The AFM image is shown on the right side of the same entry (entries 8, 13 and
14). Cross-sectional profiles of A-B and C-D are shown for vesicles of entries 13 and 14.
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Table 1. Results of RAFT Aqueous Emulsion Polymerization of VAc at 60 °C Using PDEGV?

solids
Dy
enfry targeted sample conc.” Mvac® WepEGV? Mye M/ My® PDV  Morphology?
wi%) (nm)
1 DEGV25-b-VAcioo 20 100 0.27 16000 1.53 58 0.27 S
2 DEGV25-b-VAciso 20 150 0.20 20500 1.58 76 0.36 R
3 DEGV25-b-VAc200 20 200 0.16 22400 2.18 116 0.13 R
4 DEGV25-b-VAc2s0 20 250 0.13 26600 2.30 126 021 R
5 DEGV25-b-VAcso 20 298 0.11 31800 2.87 145 0.07 A%
6 DEGV2s-b-VAcsso 20 350 0.10 33500 2.94 163 0.06 A%
7 DEGV2s5-b-VAcaoo 20 400 0.09 36800 3.13 178 0.03 A%
8 DEGVa7-b-VAcioo 20 99 0.42 15000 1.69 47 0.16 S
9 DEGVa7-b-V Ac200 20 199 0.26 20000 2.47 93 0.14 R
10 DEGV47-b-V Acsoo 10 300 0.19 27500 3.68 148 0.20 R
11 DEGV47-b-VAesoo 15 299 0.19 26700 3.24 159 0.19 R
12 DEGV47-b-V Ac3soo 20 282 0.20 25600 2.96 138 0.27 R
14 DEGV47-b-VAcsso 20 348 0.17 33400 3.47 170 0.05 A%
15 DEGV47-b-VAeano 20 396 0.15 36900 3.62 172 0.09 A%
16 DEGV75-b-VAcioo 20 100 0.18 16600 1.63 47 025 S
17 DEGV75-b-VAean 20 200 0.12 22700 2.16 98 0.10 S
18 DEGV75-b-VAesn 20 300 0.09 30400 2.79 126 0.07 R
19 DEGV75-b-V Ac400 20 398 0.07 35500 3.56 148 0.04 R

4[VAc]o/[PDEGV]o/[VA-061]o = 100-400/1/0.8 (molar ratio).
5 [PDEGV macro-CTA (g) + VAc (g)]/[all reaction mixtures (g)] > 100.
€ Determined by 'H NMR data on the basis of DP of PDEGV macro-CTA used.

4 Weight fraction of the PDEGV block in the assembly.
¢ Determined by GPC (PSt standards, DMF eluent with 10 mM LiBr).

/Determined by DLS measurement at 25 °C.
2 Assembly morphologies formed in water 1dentified using either TEM or dynamic-mode AFM: S = spheres, R =

rods or ellipsoids, and V = vesicles.
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