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Figure S1: 'H NMR spectrum (CDCls, 400 MHz, 25 °C) of 1
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Figure S2: PC{'H} NMR spectrum (CDCl;, 100 MHz, 25 °C) of 1
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Figure S3: 'H NMR spectrum (CDCls, 400 MHz, 25 °C) of 2
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Figure S4: 'H NMR spectrum (CDCLs, 400 MHz, 25 °C) of 4
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Figure S5: *C{'H} NMR spectrum (CDCl;, 100 MHz, 25 °C) of 4
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Figure S6: 'H-'3C HSQC NMR spectrum (CDCls, 400 MHz, 25 °C) of 4
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Figure S9: 'H-'3C HSQC NMR spectrum (C¢Ds, 400 MHz, 25 °C) of 5
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Figure S21: ASAP mass spectrum (300 °C) of 9
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Figure S29: MALDI-TOF mass spectrum (DCTB-Matrix) of 9
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Table S1: Crystallographic Data for Compounds 5, 6, and 7

5 6 7
Empirical formula C36H428i2 C44H52$i2 C38H3()
CCDC 2268879 2268880 2268881
M, [g mol™'] 530.87 637.03 492.67
T [K] 150 150 150
Crystal system triclinic triclinic monoclinic
Space group P-1 P2 P2i/c
a[A] 10.7951(11) 9.7922(10) 18.2840(13)
b[A] 12.1001(12) 13.3896(11) 6.5769(4)
c[A] 13.5758(12) 15.6000(15) 22.8564(16)
a[°] 68.871(3) 70.243(3) 90.00
B[°] 82.082(3) 86.464(4) 97.671(3)
v[°] 68.240(3) 79.205(3) 90.00
Volume [A3] 1536.2(3) 1890.9(3) 4878.7(12)
V4 2 2 4
density (calculated) 1.148 1.119 1.249
p [mg mm™’]
Absorption coefficient 0.138 0.123 0.067
u [mm™]
R1 (obs) 0.0406 0.0443 0.0661
wR2 (al)! 0.1124 0.1228 0.1622
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C4 (M%) 0,1 0,1
C6 (M%) 4,7 3,9
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C4 (W%) 0,1 0,1
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Vin ends(/10000C] 2 r 2
Sat ends(/10000C 5 6

Figure S30: C{'H} NMR spectra (1,2,5-trichlorobenzene/C¢Ds, 125 MHz, 135°C) of ethylene/1-hexene
copolymers prepared with complex 9 and corresponding composition determined thereof (Table 3, entries 13 and
14).
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PE : Experimental Product PE: Experimental Product PE: Experimental Product

CP3 CP4 CP5
Hexene (mole%) 4,3 6,8 4,7
Ethylene (mole%) 95,7 93,2 95,3
Hexene (wt%) 11,9 17,9 12,9
Ethylene (wt%) 88,1 82,1 87,1
Butyl/1000C 19,8 29,6 21,4
Sat. Ends /10000C 5,2 9,0 4,3
Vin. Ends/10000C 0,0 0,0 0,0

Figure S31: BC{'H} NMR spectra (1,2,5-trichlorobenzene/C¢Ds, 125 MHz, 135°C) of ethylene/1-hexene
copolymers prepared with complexes 9 and M, and corresponding composition determined thereof (Table 3, entries
15-17).
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CPO-CPR-18-0045 : PP1 PP Experimental Product

Mn 9929
Mw 22994
Mz 133181
D 2.3
D 5.8
T T T T T
2 3 4 5 6 7 { b 8
761385 |og M 8

Figure S32: SEC trace of a PP prepared with complex 9 (Table 2, entry 7).

CPO-CPR-18-0045 : CP1 PE Experimental Product

Mn 27786
Mw 64560
Mz 133312
D 2.3
D 2.1
T T T T T
2 3 4 5 6 7 { D 8
761375
Iog M ToTaL

Figure S33: SEC trace of a poly(ethylene-co-1-hexene) prepared with complex 9 (Table 3, entry 13).
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CPO-CPR-18-0045 : CP2 PE Experimental Product

Mn 31399
Mw 72972
Mz 150110
D 2.3
D' 21

2

761376

5 6 7
log M

O 8
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Figure S34: SEC trace of a poly(ethylene-co-1-hexene) prepared with complex 9 (Table 3, entry 14).
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Figure S35: SEC trace of a poly(ethylene-co-1-hexene) prepared with complex 9 (Table 3, entry 15).

CPO-CPR-18-0045: CP4 PE Experimental Product

Mn 29661
Mw 72635
Mz 136577
D 24
D' 1.9

2 3 4 5 6 7 Q 8
761378 logM

TorauL

Figure S36: SEC trace of a poly(ethylene-co-1-hexene) prepared with complex M (Table 3, entry 16).
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Figure S37: SEC trace of a poly(ethylene-co-1-hexene) prepared with complex M (Table 3, entry 17).
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Sample: 761385-1 File: C18-761385-1.011
Size: 1.2700 mg
Method: DSC_PP_H_C_H_20C.mth
Comment: PP1
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Figure S38: DSC trace of a polypropylene prepared with complex 9 (Table 2, entry 7).
Sample: 761386-1 File: C18-761386-1.013
Size: 1.6400 mg
Method: DSC_PP_H_C_H_20C.mth
Comment: PP2

05

118.36°C

0.0
5
: 41.97°C

-33.11J/

5 05+ g f
i 102.06°C
® 26.30J/g
[
T

1.0 -

48.53°C
1.5 T T T T
0 50 100 150 200 250

Temperature (°C)

Figure S39: DSC trace of a polypropylene prepared with complex 9 (Table 2, entry 8).
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Sample: 761387-1 File: C18-761387-1.013
Size: 1.4800 mg
Method: DSC_PP_H_C_H_20C mth
Comment: PP3
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: 124 48°C
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Figure S40: DSC trace of a polypropylene prepared with complex 9 (Table 2, entry 9).
Sample: 761388-1 File: C18-761388-1.014
Size: 1.7100 mg
Method: DSC_PP_H_C_H_20C.mth
Comment: PP4
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Figure S41: DSC trace of a polypropylene prepared with complex M (Table 2, entry 10).
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Sample: 761389-1 File: C18-761389-1.015
Size: 1.1700 mg
Method: DSC_PP_H_C_H_20C.mth
Comment: PP5
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Figure S42: DSC trace of a polypropylene prepared with complex M (Table 2, entry 11).
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File: C:..\DSC\Essai\2018\C18-761375-1.001
Operator: fma

Run Date: 13-Mar-2018 15:47

Instrument: DSC Q2000 V24.11 Build 124
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Figure S43: DSC trace of a poly(ethylene-co-1-hexene) prepared with complex 9 (Table 3, entry 13).

Sample: 761376-1 File: C:..\DSC\Essai\2018\C18-761376-1.002
Size: 1.3600 mg DSC Operator: fma
Method: DSC_PE_H_C_H_10C.mth Run Date: 13-Mar-2018 16:48
Comment: CP2 Instrument: DSC Q2000 V24.11 Build 124
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Figure S44: DSC trace of a poly(ethylene-co-1-hexene) prepared with complex 9 (Table 3, entry 14).
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Sample: 761377-1 File: C:..\DSC\Essai\2018\C18-761377-1.003

Size: 1.4400 mg DSC Operator: fma
Method: DSC_PE_H_C_H_10C.mth Run Date: 13-Mar-2018 17:49
Comment: CP3 Instrument: DSC Q2000 V24.11 Build 124
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Figure S45: DSC trace of a poly(ethylene-co-1-hexene) prepared with complex 9 (Table 3, entry 15).

Sample: 761378-1 File: C:..\DSC\Essai\2018\C18-761378-1.004
Size: 1.9300 mg DSC Operator: fma
Method: DSC_PE_H_C_H_10C.mth Run Date: 13-Mar-2018 18:51
Comment: CP4 Instrument: DSC Q2000 V24.11 Build 124
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Figure S46: DSC trace of a poly(ethylene-co-1-hexene) prepared with complex M (Table 3, entry 16).
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Sample: 761379-1 File: C:..\DSC\Essai\2018\C18-761379-1.005
Size: 2.0800 mg DSC Operator: fma
Method: DSC_PE_H_C_H_10C.mth Run Date: 13-Mar-2018 19:52
Comment: CP5 Instrument: DSC Q2000 V24.11 Build 124
0.8
0.6
95.46°C
0.4 4
o
Z
s
?, 0.2+
o
—
©
(3]
I
0.0 f f f
77.13°C
67.76J/g
-0.2
-0.4 T T T T T T T T T T T T T T T
0 50 100 150 200
Exo Down Temperature (°C) Universal V4.5A TA Instruments

Figure S47: DSC trace of a poly(ethylene-co-1-hexene) prepared with complex M (Table 3, entry 17).

529



