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Table S1. Selected bond lengths [A ] and angles [°] for compound 1

‘ Bond lengths

Cd(2)-0(15) 2.241(7) Cd(4)-0(12) 2.189(9)
Cd(2)-0(7) 2.258(8) Cd(4)-0(5W) 2.316(10)
Cd(2)-0(2w) 2.291(8) Cd(4)-0(22) 2.412(9)
Cd(2)-0(4) 2.321(7) Cd(4)-0(4W) 2.59(2)
Cd(2)-0(3) 2.400(8) Ni(2)-N(3) 1.815(7)
Cd(2)-CI(1) 2.514(3) Ni(2)-N(4) 1.829(7)
Cd(3)-0(8) 2.208(8) Ni(2)-0(5) 1.832(6)
Cd(3)-0(11) 2.215(7) Ni(2)-O(6) 1.866(6)
Cd(3)-0(24) 2.229(8) Ni(1)-N(2) 1.820(8)
Cd(3)-0(25) 2.460(10) Ni(1)-N(1) 1.832(7)
Cd(3)-0(3W) 2.480(14) Ni(1)-0(2) 1.823(7)
Cd(3)-0(23) 2.613(9) Ni(1)-0(1) 1.870(6)
’ Cd(3)-0(7) 2.643(7) Ni(3)-0(9) 1.839(6)
Cd(1)-O(16) 2.195(7) Ni(3)-N(5) 1.853(8)
Cd(1)-0(19) 2.291(8) Ni(3)-N(6) 1.858(8)
Cd(1)-0(1wW) 2.267(7) Ni(3)-0(10) 1.860(6)
Cd(1)-0(17) 2.351(8) Ni(4)-O(13) 1.807(7)
Cd(1)-0(6W) 2.378(13) Ni(4)-N(8) 1.833(8)
Cd(1)-Cl(1) 2.603(4) Ni(4)-O(14) 1.840(7)
Cd(4)-0(21) 2.122(9) Ni(4)-N(7) 1.831(9)
Cd(4)-0(23) 2.138(7)
Bond angles
0O(15)-Cd(2)-0(7) 173.1(3) 0(16)-Cd(2)-0(17) 88.3(3)
0O(15)-Cd(2)-0(2W) 96.4(3) 0(19)-Cd(2)-0(17) 81.8(3)
O(7)-Cd(2)-0(2w) 78.5(3) O(1W)-Cd(1)-0(17) 165.9(3)
0O(15)-Cd(2)-0(4) 87.3(3) 0(16)-Cd(1)-0(6W) 91.7(4)
O(7)-Cd(2)-0(4) 99.4(3) 0(19)-Cd(1)-0(6W) 83.9(4)
O(2W)-Cd(2)-0(4) 149.0(3) O(1W)-Cd(1)-O(6W) 84.5(4)
0O(15)-Cd(2)-0(3) 86.3(3) O(17)-Cd(1)-0(6W) 88.3(4)
O(7)-Cd(2)-0(3) 98.6(3) 0(16)-Cd(2)-CI(2) 93.3(2)
O(2W)-Cd(2)-0(3) 94.8(3) 0(19)-Cd(2)-CI(2) 90.1(2)
0O(4)-Cd(2)-0(3) 54.6(3) O(1W)-Cd(1)-CI(1) 100.0(2)
0O(15)-Cd(2)-Cl(2) 90.5(2) O(17)-Cd(2)-CI(2) 85.9(2)
0(7)-Cd(2)-CI(1) 86.6(2) O(6W)-Cd(1)-CI(1) 172.2(4)
O(2W)-Cd(2)-CI(1) 107.1(3) 0(21)-Cd(4)-0(23) 167.6(4)
O(4)-Cd(2)-Cl(1) 103.6(2) 0(21)-Cd(4)-0(12) 91.9(4)
0O(3)-Cd(2)-Cl(1) 158.1(2) 0(23)-Cd(4)-0(12) 98.9(3)
0O(8)-Cd(3)-0(11) 130.6(3) 0O(21)-Cd(4)-0O(5W) 100.6(4)
0O(8)-Cd(3)-0(24) 82.0(3) 0(23)-Cd(4)-0(5W) 86.3(4)
0O(11)-Cd(3)-0(24) 143.8(3) 0(12)-Cd(4)-0(5W) 86.1(4)

0(8)-Cd(3)-0(25) 86.8(4) 0(21)-Cd(4)-0(22) 56.3(3)
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0(11)-Cd(3)-0(25)  78.6(3) 0(23)-Cd(4)-0(22) 112.4(3)
0(24)-Cd(3)-0(25)  89.9(4) 0(12)-Cd(4)-0(22) 147.93)
0(8)-Cd(3)-0(3W)  99.7(4) O(BGW)-Cd(4)-0(22)  102.8(4)
0(11)-Cd(3)-0(3W)  89.3(3) 0(21)-Cd(4)-0(4W)  91.8(5)
0(24)-Cd(3)-0(3W)  101.3(4) 0(23)-Cd(4)-0(4W)  83.9(4)
0(25)-Cd(3)-0(3W)  167.7(3) 0(12)-Cd(4)-0(4W)  81.1(5)
0(8)-Cd(3)-0(23) 132.2(3) O(5W)-Cd(4)-0(4W)  162.5(6)
0(11)-Cd(3)-0(23)  96.3(2) 0(22)-Cd(4)-0(4W)  94.4(6)
0(24)-Cd(3)-0(23)  50.4(3) 0(16)-Cd(1)-0(17) 88.3(3)
0(25)-Cd(3)-0(23)  95.3(3) 0(24)-Cd(3)-0(7) 132.4(3)
0(8)-Cd(3)-0(23) 132.2(3) 0(25)-Cd(3)-0(7) 99.4(3)
0(11)-Cd(3)-0(23)  96.3(2) O(3W)-Cd(3)-0(7) 76.8(4)
0(24)-Cd(3)-0(23)  50.4(3) 0(23)-Cd(3)-0(7) 165.0(3)
0(25)-Cd(3)-0(23)  95.3(3) 0(16)-Cd(1)-0(19) 169.3(3)
O(3BW)-Cd(3)-0(23)  88.1(4) 0(16)-Cd(1)-0(1W)  103.9(3)

0(8)-Cd(3)-0(7) 52.5(3) 0(19)-Cd(1)-01W)  85.4(3)
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Fig. S2. ®CNMR spectrum of ligand HaL
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Fig. S3. IR spectrum of Ni-H,L

——— YETIS
——— Tees
__— 61669
— z9tel
—— T6'58L
——— ¥5vs8

—— <E696
— Tr'1E0T
11°680T
SP'29TT
— 15'%0CT
——cgelan
———Zeeeer
———0ce8eT

YSTEST
—— 01’5091

Ly'29ge

—— 96'Sv6e
—91'820¢

———807.6Ee

[%6] @oueNIWISUERLL

500

1000

1500

2000

2500

3000

3500

Wavenumber cm-1
Fig. S4. IR spectrum of ligand CMOF 1
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Fig. S5. UV-vis spectrum of Ni-H,L

Fig. S6. Space-filling model of 1 as viewed along the b-axis.
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Fig. S7. TGA curve for 1.
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Fig. S8. GC of racemic PC.
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Fig. S9. GC of PC catalyzed by CMOF 1 and NBu,Br (Table 1, entry 3).
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Fig. S10. The influence of the reaction time on the conversion of PO. Reaction conditions: PO (15
mmol), co-catalysts (2 mol %), catalyst (100 mg), CO, pressure (2 MPa), reaction temperature (25
°C).



