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Figure S1. 'TH-NMR spectra of complex 1 in CD,Cl,.

£80've——

L2y P —

00€'€S
0.5°€S
ov8’es —_
OLL'PS
08E'¥S

286121
£97'GTh\\
004921 )
8158z}
068217
mmm_rmr\l\
966'2€L
269' 1L~
9GE'GhL -
099061 —

119291 —

wdd

120

T
140

T
160

T
180

I
200

T
ppm

Figure S2. BC-NMR spectra of complex 1 in CD,Cl,.
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Figure S4. BC-NMR spectra of complex 2 in CD,Cl,.



Figure S5. View of the 3D arrangement in the crystal structure of complex 1. Donor and
acceptor atoms are identified. Blue, green, red and purple dashed lines represent C—
H...Cl, C-H...n¢g, Tcg...Tce and 7.7 interactions, respectively.

Figure S6. View of the 3D arrangement in the crystal structure of complex 2. Donor and
acceptor atoms are identified. Blue and red dashed lines represent C-H...Cl and mtc,...7cg
interactions, respectively.



Figure S7. View of the 3D arrangement in the crystal structure of complex 2A, generated
by C-H...ClI interactions (light blue dashed lines). Donor and acceptor atoms are
identified.



M5 Spectrum

4172

Espectro ES| pos. (amostra VR35)

*MSDT SPC, time=0.172:0.335 of C\Chem322\Datal 19LCMS31-33FIAV18LCMS31-33F1A 2019-05-07 11-55-14WR35_19LCMS24-26F1A_2

800 1000 1200

1400

m/g

Figure S8. Mass spectrum of complex 1.
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Figure S9. Mass spectrum of complex 2.
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Figure S10 Mass spectrum of complex 3.




Catalysis NMR: General conditions 0.5 ml of epoxide, 0.2% mol of both catalyst and
co-catalyst (TBABr), 4 MPa and 333K
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Figure S11: Crude 'H-NMR (top) and 13C-NMR (bottom) spectra of entry 1-Table 2.
Epoxide = propylene oxide; Cat =1, 3h.
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Figure S12: Crude '"H-NMR (top) and '*C-NMR (bottom) spectra of entry 10-Table 2.
Epoxide = styrene oxide; Cat = 3; 18h.
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Figure S13: Crude 'H-NMR (top) and 3C-NMR (bottom) spectra of entry 11-Table 2.
Epoxide = styrene oxide; Cat = 3; 24h.
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Figure S14: Crude 'H-NMR (top) and 3C-NMR (bottom) spectra of entry 13-Table 2.
Epoxide = propylene oxide; Cat = 4; 3h.
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Figure S15: Crude 'H-NMR (top) and 13C-NMR (bottom) spectra of entry 14-Table 2.
Epoxide = styrene oxide; Cat = 4; 18h.
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Figure S16: Crude 'H-NMR (top) and 13C-NMR (bottom) spectra of entry 15-Table 2.

Epoxide = styrene oxide; Cat = 4; 24h.



RMN Kinetics:
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Figure S17: "TH-NMR spectra of kinetic data for styrene oxide cycloaddition reaction
with CO, to at 4 MPa, 333 K, and 0.2% mol of catalyst 4 and TBABr co-catalyst.

Bottom to top: 1h, 3h, 5h, 8h and 36h reaction time.
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Figure 18: 3C-NMR spectra of kinetic data for styrene oxide cycloaddition reaction
with CO; to at 4 MPa, 333 K, and 0.2% mol of catalyst 4 and TBABr co-catalyst.

Bottom to top: 1h, 3h, 5h, 8h and 36h reaction time.
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Figure 19: Crude '"H-NMR spectrum of entry 11-Table 2 experiment using mesitylene

as internal standard. Conversion 67%.



1

ppm
—T7270
— 6815

3,138

3,136
—2,290
—1,945
1,843
—1,647
—1,434
—1,254

2 4 6 8 o] 2
Loy by v b v e b o b |

T

Figure 20: Crude '"H-NMR spectrum of entry 4-Table 2 experiment using mesitylene as
internal standard. Conversion 5%.



