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Figure S1: 'TH NMR spectra of cumyl chloride, cumyl ether and a-methylstyrene. (from top to
bottom)
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Figure S2: Maldi-TOF MS spectra of oligoisoprenes obtained by the system

IP/CumylCl/B(CgFs);/d'BP at 20°C.
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Figure S3: Typical HSQC NMR spectrum of the polyisoprene obtained with

[P/CumylOCHj3/TiCly/d'BP system.
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Figure S4: SEC spectra of polyisoprenes obtained varying IP/CumylOCH;/TiCly ratio.
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Figure S5: '"H NMR spectrum

systems.

of the polyisoprene obtained with IP/cumylOCH;/TiCl,/d'BP
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Figure S6: JMOD NMR spectrum of the polyisoprene obtained with

IP/cumylOCH;/TiCly/d'BP system.



Ay a o ag
CH CH CH CH e CH
[ °H, [ °H, [Hy [ ° Hz ) [Hz | 5| Ho H4 -| [
¢ _(H:=C_cc'+%z_c=ﬁ_cc' TCT c¢ G=C—G=CH,
Cox D 2 n 5 '
CHs ~ by b, L C/CHJ Hoo ¢C\CH?J bs bs' °
2 e de A dp
4 m N
} [ 0.5
{b2*,a2%}{4.97,1.163, {c2/c2,a2} ||| ¢4 10
{b2,a2} {5.10,1.62}°  (4.69,1.57} {2.04,156} .« 5
b2,c2/c2’} {5.09,1.99} . « {2.25,1.96} :
{b2,c2/c2’} { 99}, 64563 |5,
(4.98,1.97} Vg
{b2*,c2*[c2’*} v 'h 2.5
11 3.0
Artefacts 35 £
" v o
o* | | a0 =
1 ! z
2 ELl v 4.5
& B b ot 5.0
! " 5.5
@
6.0
: 6.5
{7.25,7.12} i 7.0
#® |
: : ! 7.5
7.0 6.0 5.0 4.0 3.0 2.0 1.0
\_ f2 (ppm) )
Figure S7: TOCSY NMR spectrum of the polyisoprene obtained with
IP/cumylOCH3/TiCl,/d'BP system.
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Figure S8: NOESY NMR spectrum of the polyisoprene obtained with

IP/cumylOCH;/TiCls/d'BP system.
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Figure S9: COSY NMR spectrum of the polyisoprene obtained

IP/cumylOCH;/TiCly/d'BP system.
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Figure S10: HMBC NMR spectrum of the polyisoprene
IP/cumylOCH3/TiCl,/d'BP system.
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