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I. Determination of the experimental conditions of the hydroxybutyl-2-
bromopropionate synthesis 

The reaction between 1,4-butanediol (BTDiOH) and 2-bromopropionyl bromide has led to the formation of the 
hydroxybutyl-2-bromopropionate 4 and butyl-dibromopropionate 4’. A large excess of 1,4-butanediol was necessary to form 
preferentially the expected compound 4. The molar ratio between BTDiOH and 2-bromopropionyl bromide was varied to 
determine the evolution of molar proportion of 4 and 4’. It was showed that 10 equivalents of 1,4-butanediol were necessary 
to form more than 80% of compound 4. There was no significant difference between 20 and 50 equivalents of 1,4-butanediol 
which led to the formation of 4’ in both cases.  
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Fig. S1 Evolution of molar proportion of (4) and (4’) with the molar ratio between 1,4-butanediol and 2-bromopropionyl bromide. 
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II. NMR spectroscopy of dixanthate-terminated PBTB 

Xanthate-end-functionalized poly(butylene terephthalate) 3 synthesized by method B was characterized by NMR 
spectroscopy. Analyses were performed in 1,1,2,2-TCE-d2 (C2D2Cl4) at room temperature after heating for a complete 
solubilization of the sample. Assignments of 1H and 13C NMR peaks are similar to compound 3 synthesized by method A.  

 

 

 Fig. S2: 1H NMR spectrum of xanthate-end-functionalized PBT synthesized by method B (P2) with peak assignments. 

 

 

 Fig. S3: 13C NMR spectrum of xanthate-end-functionalized PBT synthesized by method B (P2) with peak assignments. 
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V. NMR spectroscopy of P(n-BA)-b-PBTA-b-P(n-BA) triblock copolymers 

Fig. S6 reports the NMR spectra of two P(n-BA)-b-PBTA-b-P(n-BA) copolymers in pure CDCl3 and in a 
CDCl3:CHCl2COOH mixture. Experimental molar fraction of PBT (xPBT) was determined by comparing signal d 
characteristic of the two methylene protons next to the ester group in the P(n-BA) repeating unit with signal a corresponding 
to four aromatic protons of the PBT repeating unit. By superposing the spectra in both solvents, it was shown that all signals 
corresponding to the P(n-BA) protons (a, b, c, d, e, f and g) were superposed, while a partial extinction of the signals a, b 
and c corresponding to the PBT block was observed in pure CDCl3. This extinction was decreased with an increase of the 
weight fraction of P(n-BA) in the triblock copolymer. The presence of P(n-BA) in the copolymer allowed partial 
solubilization of the PBT block in pure chloroform but is not enough for complete molecular solubilization. 

 

 
Fig. S6: 1H NMR spectra of P(n-BA)-b-PBT-b-P(n-BA) triblock copolymers in pure CDCl3 (solid line) and in CDCl3:CHCl2COOH (dotted 
line). 
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