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Figure S1. DSC curve of copolymer A afforded by using complex 1 as catalyst.
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Figure S2. DSC curve of copolymer B afforded by using complex 1-THF as catalyst.
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Figure S3. Plots of In{[St]¢/[St];} vs. time for copolymerization of E and St catalyzed

by complex 2.
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Figure S4. DSC curve of copolymer D afforded by using complex 3 as catalyst.
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Figure S5. XRD spectra of PE (black), copolymer B (red) and copolymer D (green).
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Figure S6. Aliphatic region of 13C NMR spectra of E/St copolymers afforded by using

complex 4 under various ratio of [Al]y/[4]o. .
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Figure S7 4Sc NMR spectrum of complex 1.
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Figure S8 43S¢c NMR spectrum of complex 2.

100 50 0 -5(

—486.7

VAN

T T T T T T

700 650 600 550 500 450 400_ 350 300 250 200 150 100

50 0 =-5¢
f1 (ppm)
Figure S9 4Sc NMR spectrum of FluSc(CH,SiMe3),.
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Figure S10 *Sc NMR spectrum of 3.
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Figure S11. DSC curve of copolymer C afforded by using complex 2 as catalyst under

various initial styrene concentration.

FluSc(CH2SiMe3)2



bl n o
N HOHHOOm®OWMMmMm™ Y o a o
Laalil Sl ol el s ¥ BV JEVS JEVC RV, BV RV VO RV RV - - t ||BRUKER
Current Data Parameters
NAME 1b-20181016-1-h
EXENO 10
BROCNO i
F2 - Acquisition Parameters
Date 20181016
Time™ 9.22 h
INSTRUM spect.
PROBHD  Z150366_0003 (
PULPROG 2930
D 32768
SOLVENT C6D6
N8 18
DS 2
SWH 10000.000 Hz
FIDRES 0.610352 Hz
AQ 1.6384000 sec
RG 30.54
Dw 50.000 usec
DE 10.00 usec
TE 298.0 K
D1 1.00000000 sec
TDO 1
SFO1 500.1330883 MHz
NUC1
Pl 12.00 usec
PLW1 17.45800018 W
F2 - Processing parameters
SI
| SF 500.1300371 MHz
WDW EM
S5B 0
LB 0.30 Hz
GB 0
PC 1.00
|
| | |
| Lo
 — _JLJM e — 7, TR
T T T T T T T T T T
8 7 6 5 4 3 2 1 0 ppm

Figure S12 "H NMR spectrum of complex 3.
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Current Data Parameters
NAME 1b-20181016-c-1
EXPNO 20
PROCNO 1
F2 - Acquisition Parameters
Date 20181016
Time 17.43 h
INSTRUM spect
PROBHD  7150366_0003 (
PULPROG 29pg30
TD 65536
SOLVENT C6D6
NS 1024
Ds 4
SWH 29761.904 Hz
FIDRES 0.908261 Hz
AQ 1.1010048 sec
RG 195.46
DW 16.800 usec
DE 18.00 usec
TE 298.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1
SFO1 125.7703643 MHz
NUC1 13C
P1 10.00 usec
PLW1 72.07299805 W
SF02 500.1320005 MHz
Nucz2 1H
CPDPRG[2 waltzl6
PCPD2 80.00 usec
PLW2 17.45800018 W
PLW12 0.38821521 W
PLW13 0.19457351 W
F2 - Processing parameters
SI 32768
SF 125.7576B65 MHz
WDW EM
SSB a
LB 1.00 Hz

L] g
—_— — PC 1.40
T T T T T T T T T T
180 160 140 120 100 80 60 40 20 ppm

Figure S13 3C NMR spectrum of complex 3.
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NAME 1b-St-E 3 h-110h
EXPNO 2
PROCNO 1
F2 - Acguisition Parameters
Date 20161220
Time 9.46
INSTRUM spect
PROBHD 5 mm PABBO BB/
PULPROG 2930
D 32768
SOLVENT 02C14D2
NS 16
DS 0
SWH 8223.685 Hz
FIDRES 0.250967 Hz
AQ 1.9922944 sec
RG 88.4
1 DwW 60.800 usec
- DE 6.50 usec
h TE 383.0 K
| D1 1.00000000 sec
1

| Pl 9.70 usec
\’ ‘ PLW1 21.00000000 W
| \ ; SFO1 400.1324710 MHz
| f
‘ | F2 - Processing parameters
P
‘\ ‘ | |I ST 65536
‘ ‘ I“ | SF 400.1300000 MHz
‘ " Wow EM
|' | I ‘ ‘ I SSB 0
| i -\ LB 0.30 Hz
|| I\ | \\/ \ | cB 0
Y pC 1.00
A L P~ A N W ;
T T T T T T ¥ T T T T T
9 8 T 6 5 4 3 2 1 0 -1 ppm

Figure S14. 'TH NMR spectrum of polymer D.
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NAME 1b-20160419-12-110c
EXPNO &
PROCNO 1
F2 - Acquisition Parameters
Date_ 20160419
Time 14.31
INSTRUM spect
PROBHD 5 mm PABBO BB/
PULPROG zgig30
TD 32768
SOLVENT C6D4CL12
NS 1024
DS 0
SWH 24038.461 Hz
FIDRES 0.733596 Hz
AQ 0.6815744 sec
RG 199.23
oW 20.800 usec
DE 6.50 usec
TE 383.0 K
D1 65.00000000 sec
D11 0.03000000 sec
TDO 1
= CHANNEL f1l sssssm=s=
NUC1 13C
Pl 8.50 usec
PLW1 99.00000000 W
SFO1 100.6228298 MHz
====s=== CHANNEL f2 ==
CPDPRG([2 waltzlé
NUC2 1H
PCPD2 80.00 usec
PLW2 21.00000000 W
PLW12 0.27112001 W
SFO2 400.1316005 MHz
F2 - Processing parameters
; ST 32768
| | | SF 100.6127690 MHz
| I { l WDH EM
55B o
A A : w) LB 1.00 Hz
GB 0
pC 1.40
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Figure S15. 13C NMR spectrum of polymer D.



