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ABSTRACT: A soluble ferrate salt was synthetized by treating a novel protonated pyridine-containing
macrocyclic ligand with iron(l11) bromide. Its good activity as a stand-alone catalyst in CO cycloaddition
reactions to epoxides was assessed. Good yields of cyclic organic carbonates were obtained, especially
with terminal epoxides, under solvent-free reaction conditions (T = 100 °C, P (CO2) = 0.8 MPa), without
the need of any Lewis base as the co-catalyst. This system proved to be active and selective towards the
cyclic carbonates formation, with a broad reaction scope. A scale-up reaction on 2.5 mL of propylene

oxide was performed and the robustness of the catalyst was proved up to three recycles (TON = 1020).

1. Introduction

The exponential increase of carbon dioxide (CO2) emission in the atmosphere is becoming an alarming
problem which threatens the whole environment [1,2]. For this reason, many researchers are focused on
developing catalytic systems for the reutilization of carbon dioxide as a feedstock for chemical
production [3]. Its cheapness and non-toxicity represents an interesting possibility to replace other C1
sources. One of the most studied transformation involving CO: is the reaction with epoxides to give

cyclic organic carbonates [4,5], which finds application in many fields as high-boiling non-toxic solvents,
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electrolytes for batteries and as intermediates for further chemical transformations [6]. The mechanism
of such reaction has been deeply investigated, and the combination of a nucleophilic species and a Lewis
acid (usually a transition metal complex) is often required [7-9]. First, the epoxide is activated by the
metal for the nucleophilic attack of a halide anion to form a “metal-alkoxo” species that undergoes CO2
insertion and subsequent “backbiting” to yield the cyclic carbonate. The nucleophilic species for the ring-
opening of the epoxide are very often quaternary ammonium salts, which are active in such

transformations even in absence of any metal complex, albeit with a low activity [10].

The binomial “onium” salt and metal complex seems to be crucial to obtain good conversions of the
starting epoxide and high yields of carbonates, with only poor examples of metal complexes (mainly

dinuclear) active in the absence of any additive [11,12].

We have recently disclosed that a well-defined Zn(Il) complex of a pyridine-containing macrocyclic
ligand (Pc-L) is a competent catalyst for the CO> cycloaddition to terminal epoxides under mild reaction
conditions and without the need of any nucleophilic co-catalyst [13]. In the perspective of using greener
solutions for chemical synthesis, iron represents one of the best choices of metal source. It is considered
one of the most promising metals for homogeneous catalysis given to its natural abundance and non-
toxicity concurrently with its high chemical reactivity [14]. In recent years, quite a few iron complexes

active as catalysts in the chemical fixation of CO, with epoxides have been reported (Figure 1) [15-20].
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Figure 1. Recently reported iron-based homogeneous catalytic systems for the cycloaddition of CO; to epoxides.



In our ongoing studies of ferric complexes of Pc-L as homogeneous catalysts for selective oxidation
reactions [21-23], we become interested in exploring their reactivity as bifunctional catalysts for the CO>
activation and functionalization. Here we report the synthesis and characterization of a new “ferrate”
species obtained by reaction of a protonated Pc-L ligand with FeBrs and its use as a stand-alone catalyst
for the cyclic carbonates production from CO. and epoxides without the addition of any external

nucleophile.

2. Experimental section

2.1. General considerations

All the reactions that involved the use of reagents sensitive to oxygen or to hydrolysis were carried out
under an inert atmosphere. The glassware was previously dried in an oven at 110 °C and was set with
cycles of vacuum and nitrogen. All chemicals and solvents were commercially available and used as
received except where specified. *H NMR analyses were performed with 400 MHz spectrometers at room
temperature. The coupling constants (J) are expressed in hertz (Hz), and the chemical shifts () in ppm.
Catalytic tests were analysed by *H NMR spectroscopy. Low resolution MS spectra were recorded with
instruments equipped with ESI/ion trap sources. The values are expressed as mass—charge ratio and the
relative intensities of the most significant peaks are shown in brackets. Elemental analyses were recorded
in the analytical laboratories of Universita degli Studi di Milano. The ligand and the complex were

synthesized as detailed in the Supporting information.

2.2 Synthesis of complex 3

To an acetonitrile solution of ligand 2 (0.17 mmol in 5.0 mL) an acetonitrile solution of iron(I11) bromide
(0.17 mmol in 3.0 mL) was slowly added. The solution was left stirring for 1 hour. The solvent was
evaporated to dryness in vacuum and the residue was washed several times with hexane to yield a red
powder. The product was fully characterized by ESI-MS and elemental analysis. MS-ESI(+): calculated
for CasHe1N4 645.48, found 645.51 (100%, M+). MS-ESI(-): calculated for FeBrs 375.60, found 375.80
(100%, FeBrys). Elemental analysis calculated for CasHe1BraFeNs C, 51.74; H, 6.02; N, 5.49; found C,
51.41; H, 6.01; N, 5.42.

2.3. General procedure for CO./epoxide cycloaddition

A 250 mL stainless steel autoclave reactor was equipped with three 2.5 mL glass vials, containing the

catalyst/epoxide mixture (0.25 mol% in 250 pL of substrate) and, when required, 125 uL of PC



(propylene carbonate) as a co-solvent. The vials were equipped with magnetic stirring bars and sealed
with specific caps. The autoclave was then charged with 0.5 MPa CO; and vented-off. This operation
was performed twice and then the autoclave was charged with 0.8 MPa CO> and placed in the heating
bath (see tables captions) for 3-6 hours. The reactor was then cooled and the CO> pressure released. To
each vial, the appropriate amount of internal standard (mesitylene) and 1.0 mL of chloroform were added.
An aliquot of the resulting solution (300 pL) was taken and diluted with 350 puL of CDClIsto perform
quantitative *H NMR analysis. Products where isolated by silica-gel chromatography (5b and 5k)
(hexane/AcOet 5:1) or directly collected by filtration as a pure solid from the reaction mixture (5g) (see

Supplementary material).

3. Results and Discussion

Ligand 2 was prepared, albeit in modest yield (<50%) by N-alkylation of ligand 1 in the presence of
DiPEA (N,N-diisopropylethylamine, Scheme 1). Instead of the expected neutral ligand, by cooling down
an acetone solution, we obtained the macrocycle as the bromohydrated salt, which was fully
characterized, including structure determination by single crystal X-Ray Diffraction (Figure 2). The
ligand adopts a cis (+++) conformation [24]. The protonated nitrogen is the one opposite to the pyridinic
ring and the hydrogen points towards the macrocyclic cavity [25], which is hindered by the
N-substituents. Given the fact that isolation and handling of ligand 2 was easier in the protonated form
(see Supplementary material), we decided treating an acetonitrile solution of cationic macrocycle 2 with

iron(111) bromide and the novel ferrate species 3 was isolated in good yields (81%) and purity.
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Scheme 1. Synthesis of the ferrate complex 3.

Figure 2. Molecular structure of the bromohydrated ligand, 2 (50% probability thermal ellipsoids). Selected bond
lengths (A): N1---H41 2.26, N2---H41 2.53, N3---H41 2.59. The "outyl groups are disordered and were refined
with two isotropic models; only the sites with the highest sof are displayed. The water molecule was omitted for

clarity.

A similar formation of a singly protonated macrocycle with the iron incorporated into the anion has been
also reported in the case of sterically encumbered 1,4,7-triazacyclononane complexes [26]. The presence
of the FeBr4 counter-anion was confirmed by ESI(-)-MS spectroscopy and the elemental analysis was
in agreement with the proposed structure. Unfortunately, all the crystallization tests for complex 3 failed.
Block colourless crystals of compound 2 suitable for X-ray analysis were grown precisely in an attempt
to crystalize compound 3 from an ethanolic solution by slow diffusion of water. A sort of equilibrium
between “ate” and free iron bromide species should be considered, as already predicted by Capacchione
and co-workers [27] and as recently disclosed by Hein et al. in the case of indium bromide [28] and this
equilibrium might be the reason of the failure in obtaining pure crystals of complex 3. The formation of
tetrahalogeno-ferrate anions is well described [29] and we have already reported its formation in the case
of a related [Fe""'(Cl)2(*B"Pc-L)](FeCls) complex [22]. These species form upon the reaction of an iron
salt with an ammonium halide or by disproportion of the iron salt. The intermediacy of anionic iron(l11)
bromide complexes as catalyst from the reaction between a ferric complex and TBAB has been proposed
on the basis of kinetic and DFT calculations [17]. Recently, it was shown that indeed ferrate salts may
act as single-component catalyst, without the need of any additional nucleophile [20]. Our assumption
was that the ferrate complex 3 could act as nucleophile and at the same time would guarantee the Lewis
acid behaviour and thus it was a good candidate as catalyst for the cycloaddition of CO> to epoxides. The
macrocyclic ligand, on the other hand, thanks to the presence of bulky 'butyl groups, provides good

solubility. Finally, bromide acts as a better nucleophile for the reaction, in comparison with chloride or



iodide anions, weighting its ability to ring-open the epoxide and acts as a leaving group [20]. The catalytic

activity of 3 was tested using styrene oxide (SO) as the benchmark substrate.

Table 1: Optimization of the reaction conditions.[®

(0]
Ph/QO " eo n:at OJ{O
Ph)\/
4a 5a
Entry Cat. mol% t Con. Sel. TOF!
(h  4a% 5a% (hY)
1 30.5% 3 99 62 66
2 30.25% 3 99 75 132
3 TBAB 0.25% 3 25 92 33
4 30.25%, TBAB 3 99 99 132
0.25%
5l 30.5% 4 99 80 50
6l 30.25% 4 85 83 85
7t 30.1% 4 23 61 57
8l FeBr3 0.5% 4 39 0 20
9ld 20.5% 4 <1 <1 -
10t 30.25% 6 99 86 66
1114 30.25% 24 66 42 11
120 30.25% 60 38 66 2.5

12l Reaction conditions: styrene oxide (SO) 2.19 mmol; P (CO;) = 0.8 MPa; T
=125 °C. Conversion and selectivity determined by *H NMR using
mesitylene as the internal standard. ! Turnover frequency
(MOlaa(converted):MOlcat 1-reaction time™). 1T = 100 °C. 1T = 100 °C, P (CO,) =
0.1 MPa. 1T =25°C, P (CO2) = 0.1 MPa.

Optimization of the reaction conditions, such as the catalyst loading, temperature, pressure and reaction
time (Tables S1-S4), gave promising results: 0.25 mol% of catalyst were able to convert quantitatively
SO in 3 hours at 125 °C and 0.8 MPa of CO; pressure (entry 2, Table 1, TON = 396, TOF = 132 h'}). It
is known, but not always highlighted in recent literature, that simple tetrabutylammonium bromide
(TBAB) [30] alone is active in this transformation (entry 3, Table 1), but when compared to our catalytic
system, a 4-fold difference in the TOF could be observed. However, when TBAB (0.25 mol%) is added
to 3 (0.25 mol%), full conversion with total selectivity in SC (>99%) is observed (entry 4, Table 1). The
optimal pressure of CO. was found to be 0.8 MPa with a loss of activity and selectivity when decreasing
the pressure (Table S2). Slightly better selectivities for styrene carbonate (SC) were obtained at 100 °C
(entries 5 and 6, Table 1). It should be pointed out that iron(l11) bromide completely failed to yield SC
under the optimised conditions (Entry 8, Table 1) and that ligand 2 alone in the absence of ferrate is not
a competent catalyst (Entry 9, Table 1). Finally, a complete SO conversion with good selectivity for SC
was achieved in 6 hours reaction time, with just a 0.25 mol% catalyst loading (entry 10, Table 1), and
the system showed to be active also under mild reaction conditions (room temperature and atmospheric

pressure), albeit upon prolonged reaction times (entries 11 and 12, Table 1).



Once having found the optimised experimental conditions, several others epoxides were screened. If the
reaction proceeded smoothly in SO due to the good solubility of 3, alkyl-substituted substrates were by
far worse solvents for the complex and this resulted in a loss of activity, especially when increasing the
alkyl chain length. To solve this problem, in selected cases, we decided to use propylene carbonate (PC)
as a co-solvent. PC is a high-boiling, strong polar aprotic green solvent [31] that considerably enhanced

the solubility of our complex and boosted the activity (Table 2).

Table 2. Scope of the cycloaddition of CO; to epoxides catalysed by the ferrate complex 3. Results expressed as

conversion (selectivity in brackets).[
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l2l Reaction conditions: epoxide 250 uL; 3 = 0.25 mol% T = 100 °C; P (CO2) = 0.8 MPa; reaction time = 3 — 6h (see Supporting information); neat.
Results expressed as conversion (selectivity) determined by *H NMR using mesitylene as the internal standard. TOF = mola(converted)rmols™*-reaction
time™. [®) Propylene carbonate (PC) as solvent. [ T = 125 °C. [9 P (CO,) = 0.1 MPa, reaction time 24 h.

In general, our complex was performing well in this transformation for the majority of the epoxides, with
a remarkable higher activity in the case of terminal ones. For instance, linear alkyl epoxides 4b-4d could
be converted in high selectivities. Epichlorohydrin carbonate 5e was obtained in a high yield and
selectivity with a remarkable TOF value of 115 h't. A remarkable selectivity in 5e (99%) was obtained
at atmospheric CO- pressure, albeit upon prolonged reaction times (24 h). On the other hand, substrates
such as cyclohexene oxide 4j and 2-methyl-1,2-epoxypropane 4i were found to be converted in a very

poor yield (and only at T = 125 °C), while even more sterically hindered epoxides such as limonene



oxide 4l and stilbene oxide 4m did not react at all. It is interesting to note that, in the case of 4-
vinylcyclohexene dioxide 4k, the only product obtained was the terminal carbonate 5k, in 18% isolated
yield. Glycidyl ethers were generally reactive (4f, 49, 4h) and, for that reason, we tested some di-glycidyl
ethers derivatives, which find place as monomers in polymer chemistry for epoxides thermosets and
NIPUs (non-isocyanate polyurethanes) [32]. Bisphenol-A diglycidyl ether 40 was converted to the
dicarbonate compound 50 in a good yield (48%) and very high selectivity (96%) in PC at 100 °C in just
4 hours. Diglycidylether of hydroquinone 4n was converted into the corresponding di-carbonate 5q in a
moderate yield (35%).

A ten-fold scale-up reaction (2.5 mL of epoxide) was performed to evaluate the activity of our catalytic
system in such conditions, using propylene oxide (PO) 4b as the substrate. The results obtained at 100
°C and 4 h reaction time were highly satisfying with a TON of 396 (TOF = 99 h'!) and PC was isolated
pure, after filtration over a silica plug, in 83% vyield (3.03 g). To evaluate the robustness of the catalyst,
the recyclability of the system was tested, on the same scale, by simply adding fresh PO three times (total
volume 7.5 mL), and we obtained a final conversion of 85% with an overall TON of 1020 (mean TOF =
85 h'1). From this reaction, after purification, 6.76 g of pure PC were obtained, corresponding to a global
yield of 62%. A similar experiment on the catalyst stability and recyclability was repeated, but this time
by distilling out PC at the end of the reaction. The recovered solid catalyst was then used for a second

cycle, yielding pure PC (80%) with 99% selectivity, showing no loss of catalytic activity.

As proposed by Pescarmona and Otten, [20], it is reasonable to assume that in the aprotic medium in
which the reaction was performed, the excess of epoxide favours its coordination/activation to the iron
centre, releasing Br™ in solution that act as nucleophile to ring open the epoxide. CO; insertion, followed
by ring closure give the cyclic carbonate and restore the ferrate catalyst. As a further evidence of that,
ESI(-)-MS spectroscopy of the solid recovered material at the end of the catalytic reaction (vide supra)

confirmed the presence of intact FeBrs counter-anion.

4. Conclusions

In conclusion, we synthetized a new “ferrate” salt of a pyridine-containing macrocyclic ligand which
proved to be a robust and active catalyst for the cycloaddition of CO- to epoxides without the addition of
any additive or co-catalyst. The complex proved to be active under mild conditions (38% conversion of
SO at room temperature and atmospheric pressure of CO2 in 60 h) and a competent catalyst at higher
temperatures, with reasonably good TOF values (up to 132 h at T = 125 °C and P = 0.8 MPa), which



compares well with state of the art iron homogeneous catalysts,*® but in this case without the need of any
co-catalysts. In the literature, when a combination of a Lewis acid (catalyst) and a Lewis base (co-
catalyst) in the reaction between CO> and epoxides is employed, TOF values have been calculated usually
considering the amount of the sole catalyst [33]. However, the existence of a reaction pathway catalysed
by the sole Lewis base should always be considered. We have indeed shown that, under the reaction
conditions employed in the present study, TBAB alone is also a competent catalyst, but higher
conversions were obtained at lower catalyst loading with our ferrate complex and a 4-fold increase in the
TOF was observed. Worth to note, the metal complex synthesis is straightforward, starting from cheap
iron(111) bromide, to yield a stable and easy-to-handle ferrate. The scope of the reaction was investigated
and the catalyst showed to be active on most of the substrates tested. Scale-up and catalyst recycle
experiments where successful. Further studies to expand the scope of the reaction and elucidate the

mechanism of this transformation are actually ongoing in our laboratories.

CRediT authorship contribution statement

Nicola Panza: Data curation, Writing - original draft, Visualization. Armando di Biase: structure
determination by single crystal X-Ray Diffraction, Data curation. Emma Gallo: Writing - review &
editing. Alessandro Caselli: Conceptualization, Methodology, Writing - review & editing, Supervision,

Project administration, Funding acquisition.

Declaration of Competing Interest

There are no conflicts to declare.

Acknowledgements

We thank the MUR-Italy (Ph.D. fellowships to N. P. and A.d.B.) and the University of Milan (PSR 2020
— financed project ‘‘Catalytic strategies for the synthesis of high added-value molecules from bio-based

starting materials’”) for financial support.

Appendix A. Supplementary data

Supplementary data associated with this article can be found, in the online version, at: .......



References

1 Full crystal structure data of 2 are reported in the Supporting information. CCDC-2071881 contains
the supplementary crystallographic data for this paper. These data can be obtained free of charge from

The Cambridge Crystallographic Data Centre via www.ccdc.cam.ac.uk/data_request/cif.

[1] J.A. Martens, A. Bogaerts, N. De Kimpe, P.A. Jacobs, G.B. Marin, K. Rabaey, M. Saeys, S.
Verhelst, N. De Kimpe, P.A. Jacobs, G.B. Marin, K. Rabaey, M. Saeys, S. Verhelst, The
Chemical Route to a Carbon Dioxide Neutral World, ChemSusChem. 10 (2017) 1039-1055.
https://doi.org/10.1002/cssc.201601051.

[2] M. Mikkelsen, M. Jagrgensen, F.C. Krebs, The teraton challenge. A review of fixation and
transformation of carbon dioxide, Energy Environ. Sci. 3 (2010) 43-81.
https://doi.org/10.1039/b912904a.

[3] A. Modak, P. Bhanja, S. Dutta, B. Chowdhury, A. Bhaumik, Catalytic reduction of CO2into
fuels and fine chemicals, Green Chem. 22 (2020) 4002-4033.
https://doi.org/10.1039/d0gc01092h.

[4] L.Guo, R. Zhang, Y. Xiong, D. Chang, H. Zhao, W. Zhang, W. Zheng, J. Chen, X. Wu, The
application of biomass-based catalytic materials in the synthesis of cyclic carbonates from
CO2and epoxides, Molecules. 25 (2020) 3627. https://doi.org/10.3390/molecules25163627.

[5] F. Della Monica, A. Buonerba, C. Capacchione, F. Della Monica, A. Buonerba, C. Capacchione,
Homogeneous Iron Catalysts in the Reaction of Epoxides with Carbon Dioxide, Adv. Synth.
Catal. 361 (2019) 265-282. https://doi.org/10.1002/adsc.201801281.

[6] M. Aresta, A. Dibenedetto, E. Quaranta, State of the art and perspectives in catalytic processes
for CO2 conversion into chemicals and fuels: The distinctive contribution of chemical catalysis
and biotechnology, J. Catal. 343 (2016) 2-45.
https://doi.org/https://doi.org/10.1016/j.jcat.2016.04.003.

[7] A Kilic, B. Sobay, E. Aytar, R. S0ylemez, R. Yavuz, R. S6ylemez, Synthesis and effective
catalytic performance in cycloaddition reactions with CO2 of boronate esters versus N-
heterocyclic carbene (NHC)-stabilized boronate esters, Sustain. Energy Fuels. 4 (2020) 5682—
5696. https://doi.org/10.1039/DOSE01189D.

[8] C. Damiano, P. Sonzini, D. Intrieri, E. Gallo, Synthesis of cyclic carbonates by ruthenium(\V1)

bis -imido porphyrin/TBACI-catalyzed reaction of epoxide with CO2, J. Porphyr.


https://onlinelibrary.wiley.com/page/journal/16154169/homepage/www.ccdc.cam.ac.uk/data_request/cif

[9]

[10]

[11]

[12]

[13]

[14]

[15]

[16]

[17]

[18]

Phthalocyanines. 24 (2020) 809-816. https://doi.org/10.1142/S1088424619501888.

D. Intrieri, C. Damiano, P. Sonzini, E. Gallo, Porphyrin-based homogeneous catalysts for the
CO 2 cycloaddition to epoxides and aziridines, J. Porphyr. Phthalocyanines. 23 (2019) 305-328.
https://doi.org/10.1142/S1088424619300015.

V. Cald, A. Nacci, A. Monopoli, A. Fanizzi, Cyclic carbonate formation from carbon dioxide
and oxiranes in tetrabutylammonium halides as solvents and catalysts, Org. Lett. 4 (2002) 2561—
2563. https://doi.org/10.1021/01026189w.

A. Buchard, M.R. Kember, K.G. Sandeman, C.K. Williams, A bimetallic iron(iii) catalyst for
CO2/epoxide coupling, Chem. Commun. 47 (2011) 212-214.
https://doi.org/10.1039/c0cc02205e.

E.Y. Seong, J.H. Kim, N.H. Kim, K.-H.H. Ahn, E.J. Kang, Multifunctional and Sustainable Fe-
Iminopyridine Complexes for the Synthesis of Cyclic Carbonates, ChemSusChem. 12 (2019)
409-415. https://doi.org/10.1002/cssc.201802563.

M. Cavalleri, N. Panza, G. Tseberlidis, S. Rizzato, G. Abbiati, A. Caselli, [ Zinc ( 11 )( Pyridine-
Containing Ligand )] Complexes as Single-Component Efficient Catalyst for Chemical Fixation
of CO 2 with Epoxides, Eur. J. Org. Chem. 2021 (2021) 2764-2771.
https://doi.org/10.1002/ejoc.202100409.

I. Bauer, H.-J. Kndlker, Iron Catalysis in Organic Synthesis, Chem. Rev. 115 (2015) 3170-3387.
https://doi.org/10.1021/cr500425u.

K.A. Andrea, F.M. Kerton, Iron-catalyzed reactions of CO2 and epoxides to yield cyclic and
polycarbonates, Polym. J. 53 (2021) 29-46. https://doi.org/10.1038/s41428-020-00395-6.

X. Sheng, L. Qiao, Y. Qin, X. Wang, F. Wang, Highly efficient and quantitative synthesis of a
cyclic carbonate by iron complex catalysts, Polyhedron. 74 (2014) 129-133.
https://doi.org/10.1016/j.poly.2014.02.047.

F. Della Monica, B. Maity, T. Pehl, A. Buonerba, A. De Nisi, M. Monari, A. Grassi, B. Rieger,
L. Cavallo, C. Capacchione, [OSSO]-Type Iron(l1l) Complexes for the Low-Pressure Reaction
of Carbon Dioxide with Epoxides: Catalytic Activity, Reaction Kinetics, and Computational
Study, ACS Catal. 8 (2018) 6882-6893. https://doi.org/10.1021/acscatal.8b01695.

O.J. Driscoll, C.H. Hafford-Tear, P. McKeown, J.A. Stewart, G. Kociok-K6hn, M.F. Mahon,

M.D. Jones, The synthesis, characterisation and application of iron(iii)-acetate complexes for



cyclic carbonate formation and the polymerisation of lactide, Dalt. Trans. 48 (2019) 15049—
15058. https://doi.org/10.1039/c9dt03327k.

[19] K.A. Andrea, E.D. Butler, T.R. Brown, T.S. Anderson, D. Jagota, C. Rose, E.M. Lee, S.D.
Goulding, J.N. Murphy, F.M. Kerton, C.M. Kozak, Iron Complexes for Cyclic Carbonate and
Polycarbonate Formation: Selectivity Control from Ligand Design and Metal-Center Geometry,
Inorg. Chem. 58 (2019) 11231-11240. https://doi.org/10.1021/acs.inorgchem.9b01909.

[20] A.J. Kamphuis, F. Milocco, L. Koiter, P.P. Pescarmona, E. Otten, Highly Selective Single-
Component Formazanate Ferrate(ll) Catalysts for the Conversion of CO2 into Cyclic
Carbonates, ChemSusChem. 12 (2019) 3635-3641. https://doi.org/10.1002/cssc.201900740.

[21] G. Tseberlidis, D. Intrieri, A. Caselli, Catalytic Applications of Pyridine-Containing Macrocyclic
Complexes, Eur. J. Inorg. Chem. 2017 (2017) 3589-3603.
https://doi.org/10.1002/ejic.201700633.

[22] G. Tseberlidis, L. Demonti, V. Pirovano, M. Scavini, S. Cappelli, S. Rizzato, R. Vicente, A.
Caselli, Controlling Selectivity in Alkene Oxidation: Anion Driven Epoxidation or
Dihydroxylation Catalysed by [Iron(I11)(Pyridine-Containing Ligand)] Complexes,
ChemCatChem. 11 (2019) 4907-4915. https://doi.org/10.1002/cctc.201901045.

[23] N.Panza, A. di Biase, S. Rizzato, E. Gallo, G. Tseberlidis, A. Caselli, Catalytic Selective
Oxidation of Primary and Secondary Alcohols Using Nonheme [Iron(I11)(Pyridine-Containing
Ligand)] Complexes, European J. Org. Chem. 2020 (2020) 6635-6644.
https://doi.org/10.1002/ejoc.202001201.

[24] V. Félix, M.J. Calhorda, J. Costa, R. Delgado, C. Brito, M.T. Duarte, T. Arcos, M.G.B. Drew,
Tetraaza macrocycles containing pyridine and their copper(ll) and nickel(I) complexes: X-ray,
spectroscopic, molecular mechanics and molecular orbital studies, J. Chem. Soc. - Dalt. Trans.
(1996) 4543-4553. https://doi.org/10.1039/DT9960004543.

[25] B. Castano, S. Guidone, E. Gallo, F. Ragaini, N. Casati, P. MacChi, M. Sisti, A. Caselli,
Asymmetric cyclopropanation of olefins catalysed by Cu(i) complexes of chiral pyridine-
containing macrocyclic ligands (Pc-L*), Dalt. Trans. 42 (2013) 2451-2462.
https://doi.org/10.1039/c2dt32347h.

[26] J.L. Sessler, J.W. Sibert, V. Lynch, Bulky substituent effects on the iron(111) complexation of
1,4,7-triazacyclononane, Inorganica Chim. Acta. 216 (1994) 89-95.



[27]

[28]

[29]

[30]

[31]

[32]

[33]

https://doi.org/10.1016/0020-1693(93)03718-P.

F. Della Monica, A. Buonerba, V. Paradiso, S. Milione, A. Grassi, C. Capacchione, F. Della
Monica, A. Buonerba, V. Paradiso, S. Milione, A. Grassi, C. Capacchione, [OSSO]-Type Fe(ll1)
Metallate as Single-Component Catalyst for the CO2 Cycloaddition to Epoxides, Adv. Synth.
Catal. 361 (2019) 283-288. https://doi.org/10.1002/adsc.201801240.

H.A. Baalbaki, H. Roshandel, J.E. Hein, P. Mehrkhodavandi, Conversion of dilute CO 2 to
cyclic carbonates at sub-atmospheric pressures by a simple indium catalyst , Catal. Sci. Technol.
(2021). https://doi.org/10.1039/d0cy02028a.

D. Wyrzykowski, R. Kruszynski, U. Kucharska, Z. Warnke, Structural and physicochemical
characteristics of tetrabutylammonium tetrahalogenoferrates(l11), [(C4H9)4N] [FeBr4-nCin],
Zeitschrift Fur Anorg. Und Allg. Chemie. 632 (2006) 624—628.
https://doi.org/10.1002/zaac.200500472.

J.Q. Wang, K. Dong, W.G. Cheng, J. Sun, S.J. Zhang, Insights into quaternary ammonium salts-
catalyzed fixation carbon dioxide with epoxides, Catal. Sci. Technol. 2 (2012) 1480-1484.
https://doi.org/10.1039/c2cy20103h.

J. S. Bello Forero, J. A. Herndndez Mufioz, J. Jones Junior, F. M. da Silva, Propylene Carbonate
in Organic Synthesis: Exploring its Potential as a Green Solvent, Curr. Org. Synth. 13 (2016)
834-846. https://doi.org/10.2174/1570179413999160211094705.

E. Rix, E. Grau, G. Chollet, H. Cramail, Synthesis of fatty acid-based non-isocyanate
polyurethanes, NIPUs, in bulk and mini-emulsion, Eur. Polym. J. 84 (2016) 863-872.
https://doi.org/10.1016/j.eurpolymj.2016.07.006.

V. Campisciano, C. Calabrese, F. Giacalone, C. Aprile, P. Lo Meo, M. Gruttadauria,
Reconsidering TOF calculation in the transformation of epoxides and CO2 into cyclic
carbonates, J. CO2 Util. 38 (2020) 132-140.
https://doi.org/https://doi.org/10.1016/j.jcou.2020.01.015.



