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Table S1. ATRPA of VBBIB: conditions and characterization of the products.

Figure S1. GPC traces for reactions performed using (A) PMDETA and (B) HMTETA ligands

recorded at various reaction time; (C) Vinyl groups conversion vs reaction time for
ATRPA performed with various ligands. Polyaddition conditions were as followed:
VBBIiB/CuBr,/Cu® powder/L = 50/1/2/3 (or 6 in the case of dNBpy) with [VBBiB], = 1.8
M in anisole at 10 °C.

Figure S2. 'H NMR spectra (400 MHz, CDCl;) of reaction mixture from the ATRPA in anisole
performed with PMDETA after 8, 20, 45 h and after evaporation of solvent.

Figure S3. 'H NMR spectra (400 MHz, CDCl3) of reaction mixture from the ATRPA in anisole
performed with HMTETA after 8, 20, 45, 70 and 168 h.

Figure S4. GPC traces for reactions performed in (A) DMF and (B) DMSO solvents recorded at
various reaction time; (C) Vinyl groups conversion vs reaction time for ATRPA
performed in various solvents. Polyaddition conditions were as followed:
VBBIiB/CuBr,/Cu® powder/dNBpy = 50/1/2/6 with [VBBiB], = 1.8 M at 10 °C.

Figure S5. TH NMR spectra (400 MHz, CDCl;) of reaction mixture from the ATRPA in DMF
performed with dNBpy after 7, 20, 45, 70 and 168 h.
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Figure S6. IH NMR spectra (400 MHz, CDCl;) of reaction mixture from the ATRPA in DMSO
performed with dNBpy (A) after 20, 31, 50 and 70 h, and (B) after evaporation of

solvent.
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Table S1. ATRPA of VBBIB: conditions and characterization of the products.

Entry? Composition? Catalyst Temp. (°C) Time (h) Conv. (%) M,? pb
S1 50/1/2/3  CuBr,/PMDETA/anisole 10 45 97 30800 8.86
S2 50/1/2/3 CuBr,/HMTETA/anisole 10 168 90 4950 2.45
S3 50/1/2/6 CuBr,/dNBpy/DMSO 10 168 51 640 1.41
S4 50/1/2/6 CuBr,/dNBpy/DMF 10 168 52 611 1.63

a Compositions consisted of VBBiB/CuX,/Cu®/Ligand, respectively.

b'M,, and B were determined by GPC using THF as an eluent and PS standards.
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Figure S1. GPC traces for reactions performed using (A) PMDETA and (B) HMTETA ligands
recorded at various reaction time; (C) Vinyl groups conversion vs reaction time for ATRPA
performed with various ligands. Polyaddition conditions were as followed: VBBiB/CuBr,/Cu®

powder/L =50/1/2/3 (or 6 in the case of dNBpy) with [VBBiB]y = 1.8 M in anisole at 10 °C.
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Figure S2.'H NMR spectra (400 MHz, CDCl3) of reaction mixture from the ATRPA in anisole

performed with PMDETA after 8, 20, 45 h and after evaporation of solvent.
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Figure S3. H NMR spectra (400 MHz, CDCl;) of reaction mixture from the ATRPA in anisole

performed with HMTETA after 8, 20, 45, 70 and 168 h.
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Figure S4. GPC traces for reactions performed in (A) DMF and (B) DMSO solvents recorded at
various reaction time; (C) Vinyl groups conversion vs reaction time for ATRPA performed in
various solvents. Polyaddition conditions were as followed: VBBiB/CuBr,/Cu® powder/dNbpy =

50/1/2/6 with [VBBIB], = 1.8 M at 10 °C.



Electronic Supplementary Material (ESI) for RSC Advances.
This journal is © The Royal Society of Chemistry 2016

CuBrz/Cug/dNBpy/DMF@10 °C (7h)

. NN PR T .

CuBr,/Cug/dNBpy/DMF@10 °C (20h)

qu. ; JJUMLJLL

CuBr2/Cugy/dNBpy/DMF@10 °C (45h)

S NI FONTRRN T TR |

CuBrz/Cu,)/dNBpy/DMF@10 °C (70h)

S, VAV PO T W 1T A

CuBry'CU(D;,r’d NBp\_.f!DM F@10 °C

g Br

o

S8 e Bl l A Oihen 7 & 558 AN

‘E’f Il:,-,;l\; = 1' \l _,,o g ﬂ\/lg ° "W’]‘"’O 3 \_{-,L__ Br 6 5
@ d

d’

7'.'5 ?.‘U 6‘.5 ‘ 6.‘0 5‘.5 ‘ 5.‘0 4—‘.5 ‘ 4.‘0 3‘.5 3.0 2‘.5 210 1.‘5 1
Figure S5. 'H NMR spectra (400 MHz, CDCls) of reaction mixture from the ATRPA in DMF
performed with dNBpy after 7, 20, 45, 70 and 168 h.
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Figure S6. 'H NMR spectra (400 MHz, CDCl3) of reaction mixture from the ATRPA in DMSO
performed with dNBpy (A) after 20, 31, 50, and 70 h and (B) after evaporation of solvent.



