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[bookmark: _Hlk523572266]Figure S1: 1H NMR spectrum for ligand L1 recorded in DMSO-d6 at 25 oC.
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Figure S2: 13C NMR spectrum for ligand L1 recorded in DMSO-d6 at 25 oC
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Figure S3: 1H NMR spectrum for complex C1 recorded in DMSO-d6 at 25 oC.
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[bookmark: _Hlk502925858][bookmark: _Hlk501798426][bookmark: _Hlk5018420]Figure S4: Full 1H NMR spectrum for complex C2 recorded in DMSO-d6 at 25 oC .
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Figure S5 Full 1H NMR spectrum for complex C3 recorded in DMSO-d6 at 25 oC.
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Figure S6: Full 13C NMR spectrum for complex C2 recorded in DMSO-d6 at 25 oC .
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Figure S7: Full 13C NMR spectrum for complex C1 recorded in DMSO-d6 at 25 oC.
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Figure S8: Full 13C NMR spectrum for ligand C3 recorded in DMSO-d6 at 25 oC.
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[bookmark: _Hlk523755582]Figure S9: 2D COSY NMR spectrum for complex C1 recorded in DMSO-d6 at 25 oC.
Table S1: Crystallographic information and refinement parameters for complex C3
	Empirical formula 
	C60H72Cl4N4O13Rh2 

	Formula weight 
	1404.83 

	Temperature/K 
	100.01 

	Crystal system 
	monoclinic 

	Space group 
	P21/n 

	a/Å 
	14.4686(9) 

	b/Å 
	17.4806(11) 

	c/Å 
	24.9848(17) 

	α/° 
	90 

	β/° 
	97.812(2) 

	γ/° 
	90 

	Volume/Å3 
	6260.5(7) 

	Z 
	4 

	ρcalcg/cm3 
	1.490 

	μ/mm‑1 
	0.762 

	F(000) 
	2888.0 

	Crystal size/mm3 
	0.22 × 0.10 × 0.02 

	Radiation 
	MoKα (λ = 0.71073) 

	2Θ range for data collection/° 
	2.852 to 56.666 

	Index ranges 
	-18 ≤ h ≤ 19, -23 ≤ k ≤ 22, -33 ≤ l ≤ 33 

	Reflections collected 
	159909 

	Independent reflections 
	15594 [Rint = 0.0500, Rsigma = 0.0264] 

	Data/restraints/parameters 
	15594/0/784 

	Goodness-of-fit on F2 
	1.051 

	Final R indexes [I>=2σ (I)] 
	R1 = 0.0547, wR2 = 0.1434 

	Final R indexes [all data] 
	R1 = 0.0655, wR2 = 0.1511 

	Largest diff. peak/hole / e Å-3 
	2.57/-1.88 

	
	


S1. General procedure for the hydrogenation of CO2 
[bookmark: _Hlk516234918]In a typical experiment pre-catalyst (7 µmol), DBU (4.20 mmol), THF (5 mL) and H2O (1 mL) were mixed in 4 x 50 mL stainless reactor vessels. Each reactor vessel was flushed three cycles with nitrogen gas, followed by addition of CO2 gas (20 bar) and H2 gas (40 bar) (1:2, CO2/H2 bar) to give a total pressure of 60 bar. The reactor vessels were transferred to a preheated EYELA parallel reactor block at 120 oC and at a stirring speed of 1000 rpm with a magnetic stir. The reaction was run for 24 h. The reactor was stopped after 24 h and cooled to room temperature followed by carefully venting of the reactor. The reaction mixture was analyzed by 1H NMR and 13C NMR spectroscopy using DMF (10 µL) as an internal standard. All experiments were done in duplicates. In a separate reaction, the homogeneity of the catalytic reaction was tested by the mercury poisoning test. The mercury poisoning test was performed under the standard conditions mentioned above with the addition of elemental mercury (catalyst to mercury ratio of 1:3).
 Precaution: Proper safety measures must be observed as well as use of personal protective equipment whilst handling H2 and CO2 gases (molecular) at experimental conditions. 
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Figure S10: A typical 1H NMR spectrum after hydrogenation of CO2 using DBU base and pre-catalyst C1 at 120 oC for 24 h recorded in D2O at 25 oC in the presence of DMF internal standard.
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[bookmark: _Hlk524083079][bookmark: _Hlk2936528]Figure S11: Example of 13C{1H} NMR spectrum after hydrogenation of CO2 using DBU base and pre-catalyst C1 at 120 oC for 24 h recorded in D2O at 25 oC in the presence of DMF internal standard.
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Figure S12: A typical 1H NMR spectrum after hydrogenation of CO2 using DBU base and pre-catalyst C1 at 120 oC for 24 h recorded in D2O at 25 oC in the presence of DMF internal standard.
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Figure S13: Example of 13C{1H} NMR spectrum after hydrogenation of CO2 using DBU base and pre-catalyst C1 at 120 oC for 24 h recorded in D2O at 25 oC in the presence of DMF internal standard.
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