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Table S1: Results of ARGET ATRP of St in GVL in the absence of Na,CO;

Entry t(h) Conv. M. cec Mph AM, %" My/M,
(%)* (x10° (x10®
g/mol)® g/mol)®
1 1 13.0 31 27 12.9 117
2 1.5 215 5.7 45 211 1.37
3 2 29.4 8.8 6.1 30.7 1.58
4 25 434 11.9 9.1 23,5 1.65
5 3 53.8 14.8 1.2 243 173

Polymerization conditions: [Stlo/[EBPA]o/[CuBr,]o/[TPMA]/[AsAc-Na]p=200/1/0.1/1.25/1 in GVL, T = 110 °C, Vs = 3 mL, Vgy = 1.5 mL. (a) Determined
gravimetrically, reaction time = 24 h. (b) Determined using GPC against PMMA standard. (¢) My theo = Megpa *+ [Stlo/[EBPA], x conversion x Ms; (d) AM,,
% = (Mn,gpc = M, tn)/ M gpe % 100%. (d) AM% = (Mn,gpc = Mn,tn)/Mn e X 100%.
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Table S2: Results of ARGET ATRP of St in GVL in the prsence of Na,CO3
Entry t (h) Conv. M. cec Mo h AM, % My/M,,
(%)° (x10® (x10®
g/mol)® g/mol)®
1 1 19.5 4.8 4.0 17.2 1.50
2 2 324 7.5 6.7 10.7 1.38
3 4 47.5 10.8 9.9 8.3 1.29
4 8 57.8 12.8 12.0 6.3 1.27
5 14 721 16.1 15.0 6.8 1.28

Polymerization conditions: [St]:[EBPA]:[CuBr,]:[TPMA]:[AsAc-Na]:[Na,COs] = 200:1:0.001:0.1:1:0.15 in GVL, T = 110 °C, Vs = 3 mL, Vg = 1.5 mL. (a)

Determined gravimetrically, reaction time = 24 h. (b) Determined using GPC against PMMA standard. (¢) My theo = Megpa + [Stlo/[EBPA], X conversion x

Ms; (d) AMn% = (Mn,Gpc = Mnn)/Mn,Gec x 100%.
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Figure S1: GPC traces for the polymerization of St in GVL at different

monomer conversions. Reaction conditions as shown in Table S2.
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