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Table S1. Cationic polymerization of -myrcene under different conditionsa

Entry T (ºC) Time (h) Conv. (%) Mn (g mol-1) Mw/Mn

1 40 19 95 164000 4.2

2b 40 19 0 - -

3 30 19 0 - -
a YbCl36H2O: 0.21 g; H2O; 3.5g; -myrcene : 1.5 mL; DBSNa: 0.78 g.
b Without YbCl36H2O.

Table S2. Copolymer composition for copolymerization of -myrcene with styrene at 40C and at 
different monomer conversions a

Entry Time (h) Conv. (%) Myr:St (mol%)b

1 12 28 82:18

2 12.5 74 79:21

3 13 99 75:25
a YbCl36H2O: 0.21 g; H2O; 3.5g; monomers: 1.5 mL; DBSNa: 0.78 g;
Myr: St =50:50 (in comonomers feed).
b In copolymer, determined by 1H NMR spectroscopy.
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Fig. S1. (a) Conversion vs. time and (b) Mn, Mw/Mn vs. conversion plots for -myrcene (Myr) and 
isoprene (IP)1 polymerization at 40ºC in the presence of LASC prepared from YbCl36H2O and 
branched DBSNa: YbCl36H2O: 0.21 g; H2O: 3.5 g; monomer: 1.5 mL; DBSNa: 0.78 g. 

1 I. V. Vasilenko, H. Y. Yeong, M. Delgado, S. Ouardad, F. Peruch, B. Voit, F. Ganachaud, and S. V. Kostjuk, Angew. 
Chem., Int. Ed. 2015, 54, 12728.
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Fig. S2. Optical micrographs of emulsions generated upon addition of -myrcene (a, b, c) and 
isoprene (d, e, f) to LASC solution in water after agitation during 10 min (a, d) and then 10 min (b, 
e) and 60 min (c, f) after stopping the agitation.
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Fig S3. Size distribution of emulsion of -myrcene or isoprene as determined by optical microscopy 
and image analyses (see main text for details).

Fig. S4. 1H - 1H COSY 2D NMR spectrum of synthesized poly(-myrcene) (Mn=164,000 g mol-1; 
Mw/Mn=2.7).

5



140 130 120 110 100 90 80 70 60 50 40 30 20 10

CH2 CH C CH2

CH2

H2C

CH
C

CH3

H3C

1234

5

6

7
89

10

M2 
M8 

M3, M7 

M1 M6 
M4, M5 

M10 

ppm

M9 

*

Fig. S5. 13C NMR spectrum of synthesized poly(-myrcene) (Mn=164,000 g mol-1; Mw/Mn=2.7).

Fig. S6. DSC thermogram of poly(-myrcene) obtained via LASC mediated emulsion 
polymerization of -myrcene (see Table 1 for details). 
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Fig. S7. (a) Conversion vs. time and (b) Mn, Mw/Mn vs. conversion plots for homopolymerization 
of -myrcene, styrene as well as copolymerization of -myrcene and styrene (molar monomer 
content is 50 : 50) at 40ºC in the presence of LASC prepared from YbCl36H2O and branched 
DBSNa: YbCl36H2O: 0.21 g; H2O; 3.5g; monomer: 1.5 mL; DBSNa: 0.78 g. 
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Fig. S8. SEC traces of poly(-myrcene-co-styrene) at different (and normalized by) monomer 
conversions for copolymers synthesized at molar -myrcene : styrene ratio of (a) 75 : 25 and (b) 
25 : 75. 
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Fig S9. Size distribution of emulsions of -myrcene/styrene mixtures as determined by optical 
microscopy and image analyses (see main text for details).
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Fig. S10. Particle size distributions as determined by dynamic light scattering of emulsions of 
-myrcene, styrene and their mixtures with LASC, analyzed during the induction period prior to 
polymerization.
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Fig. S11. 1H NMR spectrum of poly(-myrcene-co-styrene) obtained at Myr : St ratio of 50 : 50 
mol/mol.
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Fig. S12. 13C NMR spectrum of poly(-myrcene-co-styrene) obtained at Myr : St ratio of 50 : 50 
mol/mol.
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Fig. S13. DSC thermograms of poly(-myrcene-co-styrene)s obtained at different Myr : St molar 
ratios (from top to bottom): 75 : 25; 50 : 50, 40 : 60 and 25 : 75.
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Fig. S14. X-ray diffraction pattern of inorganic salt contained in DBSNa.
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Fig. S15. X-ray diffraction pattern of ytterbium salt after its recovery from reaction mixture and 
treatment by aqueous HCl (run R3*, Table 3).

Fig. S16. X-ray diffraction pattern of ytterbium salt after its second recovery from reaction mixture 
(run R2, Table 3).
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