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Introduction

The chemistry of the interstellar medium (ISM) implies a large amount of molecules from the diatomic ones to the polyatomic molecules and with different spectroscopic techniques more than 250 molecules have been detected [START_REF] Rachid | Infrared spectra of complex organic molecules in astronomically relevant ice mixtures, IV. Methylamine[END_REF][START_REF] Rimola | Tracing the Primordial Chemical Life of Glycine: A Review from Quantum Chemical Simulations[END_REF][START_REF] Zamirri | Quantum Mechanical Investigations on the Formation of Complex Organic Molecules on Interstellar Ice Mantles. Review and Perspectives[END_REF]. Three of them, methylamine (MA), CO 2 and H 2 O coexist and are abundant especially in the icy grains [START_REF] Rimola | Tracing the Primordial Chemical Life of Glycine: A Review from Quantum Chemical Simulations[END_REF][START_REF] Zamirri | Quantum Mechanical Investigations on the Formation of Complex Organic Molecules on Interstellar Ice Mantles. Review and Perspectives[END_REF][START_REF] Holtom | A combined experimental and theoretical study on the formation of the amino acid glycine (NH 2 CH 2 COOH) and its isomer (CH 3 NHCOOH) in extraterrestrial ices[END_REF].

The CO 2 -H 2 O and MA-H 2 O van der Waals complexes have been studied by our group in solid neon and these complexes have given rise to many theoretical and experimental studies [5-6 and references therein]. The reactivity of MA and CO 2 in ice or water-dominated ice was studied in many experimental works using FTIR spectroscopy [START_REF] Holtom | A combined experimental and theoretical study on the formation of the amino acid glycine (NH 2 CH 2 COOH) and its isomer (CH 3 NHCOOH) in extraterrestrial ices[END_REF][START_REF] Bossa | Formation of neutral methylcarbamic acid (CH 3 NHCOOH) and Methylammonium methylcarbamate [CH 3 NH 3 + ] [CH 3 NHCO 2 -] at low temperature[END_REF][START_REF] Bossa | Methylammonium methylcarbamate thermal formation in interstellar ice analogs: a glycine salt precursor in protostellar environments[END_REF][START_REF] Bossa | How a usual carbamate can become an unusual intermediate: a new chemical pathway to form glycinate in the interstellar medium[END_REF]. It was shown that these molecules thermally react to form methylammonium methylcarbamate [START_REF] Bossa | Methylammonium methylcarbamate thermal formation in interstellar ice analogs: a glycine salt precursor in protostellar environments[END_REF] and a VUV irradiation induces the formation of methylammonium glycinate [START_REF] Bossa | How a usual carbamate can become an unusual intermediate: a new chemical pathway to form glycinate in the interstellar medium[END_REF]. The purpose of these studies is to understand the formation of the simplest amino acid, glycine (NH 2 CH 2 COOH), in icy grains in the ISM [START_REF] Rimola | Tracing the Primordial Chemical Life of Glycine: A Review from Quantum Chemical Simulations[END_REF][START_REF] Zamirri | Quantum Mechanical Investigations on the Formation of Complex Organic Molecules on Interstellar Ice Mantles. Review and Perspectives[END_REF][START_REF] Holtom | A combined experimental and theoretical study on the formation of the amino acid glycine (NH 2 CH 2 COOH) and its isomer (CH 3 NHCOOH) in extraterrestrial ices[END_REF][START_REF] Soulard | Vibrational investigations of CO 2 -H 2 O, CO 2 -(H 2 O) 2 , and (CO 2 ) 2 -H 2 O complexes isolated in solid neon[END_REF][START_REF] Soulard | Vibrational study of methylamine dimer and hydrated methylamine complexes in solid neon supported by ab initio calculations[END_REF][START_REF] Bossa | Formation of neutral methylcarbamic acid (CH 3 NHCOOH) and Methylammonium methylcarbamate [CH 3 NH 3 + ] [CH 3 NHCO 2 -] at low temperature[END_REF][START_REF] Bossa | Methylammonium methylcarbamate thermal formation in interstellar ice analogs: a glycine salt precursor in protostellar environments[END_REF][START_REF] Bossa | How a usual carbamate can become an unusual intermediate: a new chemical pathway to form glycinate in the interstellar medium[END_REF]. In all these works no reaction occurs at 10 K and no complexes are observed when the MA and CO 2 molecules are together in ice or water-dominated ice [START_REF] Bossa | Formation of neutral methylcarbamic acid (CH 3 NHCOOH) and Methylammonium methylcarbamate [CH 3 NH 3 + ] [CH 3 NHCO 2 -] at low temperature[END_REF][START_REF] Bossa | Methylammonium methylcarbamate thermal formation in interstellar ice analogs: a glycine salt precursor in protostellar environments[END_REF][START_REF] Bossa | How a usual carbamate can become an unusual intermediate: a new chemical pathway to form glycinate in the interstellar medium[END_REF]. The MA-CO 2 and MA-CO 2 -H 2 O complexes have been the subject of five theoretical studies [START_REF] Mindrup | Computational Comparison of the Reactions of Substituted Amines with CO 2[END_REF][START_REF] Kayi | A computational study on the structures of methylamine-carbon dioxide-water clusters: evidence for the barrier free formation of the methylcarbamic acid zwitterion (CH 3 NH 2 + COO -) in interstellar water ices[END_REF][START_REF] Jorgensen | Interaction Energies of CO 2 •Amine Complexes: Effects of Amine Substituents[END_REF][START_REF] Lee | Predicting the Mechanism and Products of CO 2 Capture by Amines in the Presence of H 2 O[END_REF][START_REF] Trung | Interactions of carbon dioxide with model organic molecules: A comparative theoretical study[END_REF] where the binding energy and the structures are computationally predicted but the vibrational data are very limited since only one study gives all the vibrations for MA-CO 2 and only the CO 2 vibrations for MA-CO 2 -H 2 O with DFT B3LYP method [START_REF] Kayi | A computational study on the structures of methylamine-carbon dioxide-water clusters: evidence for the barrier free formation of the methylcarbamic acid zwitterion (CH 3 NH 2 + COO -) in interstellar water ices[END_REF].

Since the experimental works found in the literature are only in ice environment, we have undertaken to study the MA-CO 2 and MA-CO 2 -H 2 O complexes, noted n:m:o, in neon matrix at 3 K. With this approach in very dilute condition we can study the formation of the complexes and try to understand the competition between the molecules to form one complex rather than another. We have studied in the past the hydrated complexes CO 2 -H 2 O and MA-H 2 O [START_REF] Soulard | Vibrational investigations of CO 2 -H 2 O, CO 2 -(H 2 O) 2 , and (CO 2 ) 2 -H 2 O complexes isolated in solid neon[END_REF][START_REF] Soulard | Vibrational study of methylamine dimer and hydrated methylamine complexes in solid neon supported by ab initio calculations[END_REF], first steps before to study the MA-CO 2 -H 2 O complex. We performed harmonic ab initio calculations at the second-order Møller-Plesset (MP2) level with the aim of obtaining homogeneous results (same method and basis set) to be compared with the experimental data in order to determine the structures of the observed complexes and their potential isomers.

The Fourier transform infrared spectrometer permits to obtain vibrational data from the far infrared (intermolecular vibrations region) to the mid infrared. The advantage of neon matrix cage is its weak interaction with the involved molecules or complexes and so observed vibrational data are close to the gas phase values. After a brief description of the experimental conditions and theoretical details, spectra will be presented. An assignment of the different observed bands to 1:1:0 and 1:1:1 complexes will be given and then structures for these complexes will be proposed with the support of our calculations.

Experimental and theoretical details

Experimental apparatus

Samples were prepared by condensing a MA/CO 2 /Ne mixture or by co-condensing separately MA/CO 2 /Ne and H 2 O/Ne mixtures with two injection systems at a rate of 2-15 mmol/h onto one of six highly polished, rhodium-plated copper mirrors maintained at 3 K using a closed-cycle helium cryostat (Cryomech PT-405). The temperature was measured using silicon diodes. We use a Baratron gauge to measure the gas pressures. In the experiments with water it is important to saturate the stainless steel vacuum line to measure accurate pressures.

Absorption spectra were recorded between 80 and 6000 cm -1 on the same sample using a Bruker 120 FTIR spectrometer equipped with suitable combinations of light sources (globar, W filament), beamsplitters (Si/mylar, KBr/Ge) and detectors (liquid N 2 -cooled InSb, liquid N 2 -cooled HgCdTe photoconductor, liquid He-cooled Si-B bolometer). All the spectra have been recorded at 3 K and by coadding 100 scans at 0.1 or 0.5 cm -1 resolution, for the mid and far infrared regions, respectively. MA (Fluka, 99 % purity) was degassed under vacuum before use. Ne (Air Liquide, 99.995 % purity) and CO 2 (Air Liquide, 99.9 % purity) was used without purification.

Computational details

To support the observations and clarify certain structures we have performed ab initio calculations for all the complexes. We have calculated equilibrium geometries, equilibrium (D e ) and ground state (D 0 ) binding energies with BSSE and zero point energy (ZPE) corrections, harmonic vibrational frequencies and infrared intensities with the Mollet-Plesset perturbation theory, MP2 method, and the augmented correlation-consistent basis set aug-cc-pVTZ (AVTZ) of Dunning and co-workers [START_REF] Kendall | Electron affinities of the first-row atoms revisited. Systematic basis sets and wave functions[END_REF][START_REF] Dunning | Gaussian basis sets for use in correlated molecular calculations. I. The atoms boron through neon and hydrogen[END_REF] with the Gaussian09 [START_REF] Frisch | Revision D.01[END_REF] package. These theoretical data are useful to help to the analysis of the experimental ones.

Experimental results

Our experiments were performed using different concentration ratios of MA/CO 2 /Ne and MA/CO 2 /H 2 O/Ne gas mixtures to identify the transitions of the 1:1:0 and 1:1:1 complexes. Figs. 1234567illustrate the IR spectra for different frequencies ranges. Our measured vibrational frequencies of complexes for the MA, CO 2 , and H 2 O spectral regions are given in Table 1. The infrared absorptions of the H 2 O monomer, dimer and trimer trapped in solid neon are well known for the fundamental modes and for many overtones and combinations [START_REF] Tremblay | The vibrational spectrum of the water trimer: Comparison between anharmonic ab initio calculations and neon matrix infrared data between 11,000 and 90 cm -1[END_REF][20]. Ample amount of data is available for the CO 2 [START_REF] Soulard | Vibrational investigations of CO 2 -H 2 O, CO 2 -(H 2 O) 2 , and (CO 2 ) 2 -H 2 O complexes isolated in solid neon[END_REF]20] and MA [START_REF] Soulard | Vibrational study of methylamine dimer and hydrated methylamine complexes in solid neon supported by ab initio calculations[END_REF][START_REF] Mihrin | Highly localized H 2 O librational motion as a far-infrared spectroscopic probe for microsolvation of organic molecules[END_REF] monomers and homodimers and for the hydrated complexes CO 2 -H 2 O and MA-H 2 O [START_REF] Soulard | Vibrational investigations of CO 2 -H 2 O, CO 2 -(H 2 O) 2 , and (CO 2 ) 2 -H 2 O complexes isolated in solid neon[END_REF][START_REF] Soulard | Vibrational study of methylamine dimer and hydrated methylamine complexes in solid neon supported by ab initio calculations[END_REF] in solid neon so their signatures will not be discussed but only mentioned.

MA-CO 2 and MA-CO 2 -H 2 O complexes

In a first step we study the MA-CO 2 complex, MA-H 2 O and CO 2 -H 2 O have been studied in previous work [START_REF] Soulard | Vibrational investigations of CO 2 -H 2 O, CO 2 -(H 2 O) 2 , and (CO 2 ) 2 -H 2 O complexes isolated in solid neon[END_REF][START_REF] Soulard | Vibrational study of methylamine dimer and hydrated methylamine complexes in solid neon supported by ab initio calculations[END_REF], and in a second one we adduct water to study complexes with the three different molecules, MA, CO 2 and H 2 O. When MA and CO 2 are deposited in neon matrix, new bands attributed to the MA-CO 2 complex appear in the mid-and far-infrared regions. When water is added at weak concentration, in addition to the MA 2 , MA-CO 2 , MA-H 2 O and CO 2 -H 2 O complexes bands, new bands attributed to the MA-CO 2 -H 2 O appear and all the observed frequencies are reported in Table 1.

MA spectral regions

In the region of the  9 NH 2 wagging mode, when MA and CO 2 are deposited, a band at 821.7 cm -1 grows near MA and (MA) 2 signatures (Fig. 1b) following linearly the concentration of CO 2 , MA one kept constant. So it belongs to the 1:1:0 complex. We observe two bands at 846.5 and 849.9 cm -1 that appear when the CO 2 concentration becomes high and we conclude that they belong to a ternary 1:2:0 complex since they follow the evolution of the CO 2 dimer. When water is added, we observed a band at 878.9 cm -1 near the (MA) 2 signature around 870 cm -1 and it was attributed to the 1:1:1 complex since it follows linearly the concentration of each partner when the two other ones are kept constant (Fig. 1c). In the Fig. 1 we have also identified for the 1:1:0 complex the  8 CN stretching mode at 1039.0 and 1040.9 cm -1 , two trapping sites. In the region of the  7 CH 3 rock mode (Fig. 2), two bands at 1141.3 and 1154.3 cm -1 are attributed to the 1:1:0 and 1:1:1 complexes, respectively. In the other MA regions (not shown), we observe the signatures of 1:1:0 complex for the  7 ,  3 ,  5 + 6 ,  11 ,  1 , and  10 modes, and only the  7 modes for the 1:1:1 complex. All these bands are reported in Table 1.

Table 1

Observed frequencies (cm -1 ) and assignment in different MA, H 2 O, and CO 2 regions of monomers, MA-CO 2 and MA-CO 2 -H 2 O complexes isolated in solid neon. 

CO 2 spectral regions

When MA and CO 2 are deposited, a new intense absorption appears at 2343.1 cm -1 , near 12 CO 2 ν 3 band, and it is assigned to the ν 3 asymmetric vibration of 12 CO 2 complexed with one MA molecule in the 1:1:0 complex (Fig. 3). In the 12 CO 2 ν 2 region, characterized for the monomer by very strong absorptions at 667.7 and 668.4 cm -1 , two strong features at 640.6 and 673.6 cm -1 appear when MA and CO 2 are deposited and are assigned to the bending vibration of 12 CO 2 perturbed by MA (Fig. 4) in the 1:1:0 complex. At higher CO 2 concentration, a broad band at 657.7 cm -1 is tentatively attributed to the 1:2:0 complex. When water is added, we observe a weak broad band at 652.0 cm -1 near the 13 CO 2 ν 2 band at 649 cm -1 attributed to the 1:1:1 complex (Table 1). In the 12 CO 2 ν 1 and 2ν 2 region (Fig. 5), characterized for the monomer in gas phase by absorptions at 1388.2 and 1285.4 cm -1 [START_REF] Miller | Near infrared spectroscopy of carbon dioxide I. 16 O 12 C 16 O line positions[END_REF], respectively, two bands at 1384.3 and 1320.5 cm -1 appear when MA and CO 2 are co-deposited and are assigned to ν 1 and 2ν 2 vibrations of 12 CO 2 perturbed by MA in the 1:1:0 complex.

FIG. 3 Spectra in the CO

Finally, in the region of the CO 2 monomer combination bands ν 1 +ν 3 and 2ν 2 +ν 3 observable at 3714.0 and 3611.9 cm -1 , we attribute the bands at 3705.2 and 3640.3 cm -1 to the same combinations of the 1:1:0 complex.

H 2 O spectral regions

When MA, CO 2 , and water are co-deposited, we can observe in the ν 1 O-H stretching region for the hydrogen bond complexes a broad band at 3306.2 cm -1 that grows linearly with the water concentration and so belongs to the 1:1:1 complex (Fig. 6). At higher MA concentration, a shoulder at 3367.5 cm -1 on the left side of the MA-H 2 O ν 1 band at 3379.7 cm -1 [START_REF] Soulard | Vibrational study of methylamine dimer and hydrated methylamine complexes in solid neon supported by ab initio calculations[END_REF] is tentatively attributed to the 2:1:1 complex. Also very near the 2ν 2 overtone of the proton donor (PD) in the water dimer at 3193.7 cm -1 , we observe a broad band at 3190.7 cm -1 attributed at 2ν 2 for the 1:1:1 complex (Fig. S1 in the supplementary materials). This assignment will be discussed in the section 4.2. We observe a signature at 2088.5 cm -1 (Table 1 and Fig. S2 in the supplementary materials) which can be attribute unambiguously to a combination of the water mode  2 with an intermolecular mode observed at 479 cm -1 (see the next section). With our experimental set-up we can probe the intermolecular modes from 80 to 550 cm -1 . In this region water dimer and trimer have many signatures [START_REF] Bouteiller | The vibrational spectrum of the water dimer: Comparison between anharmonic ab initio calculations and neon matrix infrared data between 14,000 and 90 cm -1[END_REF][START_REF] Tremblay | The vibrational spectrum of the water trimer: Comparison between anharmonic ab initio calculations and neon matrix infrared data between 11,000 and 90 cm -1[END_REF] and we also observe the strong  15 mode of MA monomer at around 270 cm -1 (Fig. 7). When MA, CO 2 , and water are co-deposited we observe three new bands at 302.0, 330.2, and 479 cm -1 (Fig. 7 and Table 1). Due to their concentration evolution the first band is the signature of 1:1:0 complex, and the two higher ones belong to the 1:1:1 complex. 

Discussion: Comparison between experimental and theoretical data

For such hydrogen bonding complexes, thanks to the comparison of the vibrational shifts between the monomer and complexes (Δν=ν mono -ν complex ) of the experimental and calculated data, it is possible to match the observed bands to modes of the different complexes. For the monomers (Tables S1-S3 of the supplementary materials), and for the 1:0:1, 0:1:1, 1:1:0, and 1:1:1 complexes (Tables S4-S5) we have performed calculations at MP2/aug-cc-pVTZ level to determine the most stable structures, the harmonic frequencies and intensities and the dissociation energies D 0 (Table S6). 

MA-CO 2 complex

There are five theoretical studies on the MA-CO 2 complex [10-14] and our work is the first report on experimental data. Our MP2 calculations give only one stable complex and our geometry agrees with the Cs geometry (Fig. 8) found in literature with a D 0 value of -3.1 kcal/mol, weaker than that of the MA-H 2 O complex [START_REF] Soulard | Vibrational study of methylamine dimer and hydrated methylamine complexes in solid neon supported by ab initio calculations[END_REF] where the D 0 value is -5.7 kcal/mol. In the only study where the vibrations are calculated [START_REF] Kayi | A computational study on the structures of methylamine-carbon dioxide-water clusters: evidence for the barrier free formation of the methylcarbamic acid zwitterion (CH 3 NH 2 + COO -) in interstellar water ices[END_REF] the frequencies and the shifts due to the complexation are comparable to our data taking into account that we do not use the same basis of calculation. In this paragraph we discuss the assignment of observed bands to the 1:1:0 complex and we report in Table 2 the calculated harmonic and experimental frequencies and intensities and corresponding Δν=ν(monomer)-ν(1:1:0) values. All the vibrations are given in Table S5 in the supplementary materials.

For the CO 2 modes, the attributions are straightforward and the calculated Δν and observed Δν are very close value. For the ν 2 CO 2 mode, degenerated in the monomer, we observe two bands at 641 and 674 cm -1 since the complexation removes the degeneracy and the observed and calculated shifts are +27 and -6 cm -1 and +31 and -6 cm -1 , respectively. For the MA modes the experimental and theoretical values, Δν and intensities, match very well for the high observed modes, especially for the vibrational shifts. For the MA modes, ν 9 (NH 2 wagging) and  15 (NH 2 torsion) are the most perturbed ones with blue shifts of 36 and 32 cm -1 , respectively, which can be explained by the fact that the N atom interact directly with the carbon atom in CO 2 . These shifts are three times greater in the in MA-CO 2 -H 2 O complex (see the section 4.2). The others MA modes are weakly disturbed due to the small shifts from the monomer values (Table 2).

Table 2

Comparison of vibrational data (cm -1 ) between observed and MP2 harmonic calculated values for the MA- c The Fermi resonance between  1 and 2ν 2 is not taken into account in the calculations.

CO

MA-CO 2 -H 2 O complex

In literature two works [START_REF] Kayi | A computational study on the structures of methylamine-carbon dioxide-water clusters: evidence for the barrier free formation of the methylcarbamic acid zwitterion (CH 3 NH 2 + COO -) in interstellar water ices[END_REF][START_REF] Lee | Predicting the Mechanism and Products of CO 2 Capture by Amines in the Presence of H 2 O[END_REF] calculate the geometry of the complex and only one gives calculated frequencies for the three CO 2 vibrations [START_REF] Kayi | A computational study on the structures of methylamine-carbon dioxide-water clusters: evidence for the barrier free formation of the methylcarbamic acid zwitterion (CH 3 NH 2 + COO -) in interstellar water ices[END_REF]. Since this study is based on the reactivity of the MA-CO 2 complex on ice grains in the interstellar medium the authors built the geometry of the MA-CO 2 -H 2 O complex starting from MA-CO 2 on which they add water molecule and thus find the geometry of the 1:1:1 B complex (Fig. 8). We make an optimization of geometry of the 1:1:1 complex and find two stable isomers A (the most stable) and B. The isomer B corresponds of that found in reference 11.

Their difference of bonding energy is 2.5 kcal/mol. In A isomer the water is the proton donor and the hydrogen bond is formed between one H atom of water and the N atom of MA (Fig. 8) with a H⸱⸱⸱N distance of 1.86 Å and CO 2 comes to disturb the MA-H 2 O complex. In B one CO 2 and MA form a van der Waals complex with a C⸱⸱⸱N distance of 2.81 Å and the water comes to disturb this complex without formation of hydrogen bond since the O⸱⸱⸱H distance is of 2.29 Å.

In this paragraph we discuss the assignment of observed bands to the 1:1:1 complex and we report in Table 3 the calculated harmonic and experimental frequencies and intensities and corresponding Δν=ν(monomer)-ν(1:1) values. All the vibrations are given in Table S5 in the supplementary materials. The experimental and theoretical frequency shifts and intensities match very well for all the water, CO 2 , and MA observed modes. This observation suggests that the calculated structure A of the 1:1:1 complex is the one observed in the Ne matrix.

We observe one intermolecular band at 479 cm -1 assigned, with the help of intensity, to the in-plane H 2 O librational modes calculated at 530 cm -1 . For H 2 O modes we can attribute the strong observed band at 3306.2 cm -1 to the signature of the O-H hydrogen bond ν 1 with a red shift of 359 cm -1 . In a very recent work in solid neon, this band was observed at 3379.9 cm -1 for the MA-H 2 O complex with a red shift of 286 cm -1 [START_REF] Soulard | Vibrational study of methylamine dimer and hydrated methylamine complexes in solid neon supported by ab initio calculations[END_REF]. The presence of the CO 2 molecule amplifies the hydrogen bond since the calculated N⸱⸱⸱H distance is 1.86 Å in the 1:1:1 complex and 1.90 Å in MA-H 2 O.

We do not observe the direct signature of ν 2 for the 1:1:1 complex around the ν 2 of water monomer because this region is congested from 1640 to 1620 cm -1 by the strong rotation line R(0) of the water monomer and the  4 of MA monomer around 1630 cm -1 . However we observe at 2088.5 cm -1 the combination of the water mode  2 with the intermolecular mode at 479 cm -1 which allows us to estimate the value of ν 2 . Since the anharmonicity value is very weak (typically 2 cm -1 ) for a combination of an intramolecular and an inter-molecular mode for a hydrated complex [START_REF] Soulard | Vibrational study of hydrated methyl formate complexes in solid neon. Observation for the first time of three isomers for methyl formate-water[END_REF][START_REF] Cirtog | The (CH 2 ) 2 O-H 2 O hydrogen bonded complex. Ab initio calculations and FTIR spectroscopy from neon matrix and a new supersonic jet experiment coupled to the infrared AILES beamline of synchrotron SOLEIL[END_REF] we are able to deduce an estimated  2 value of 16102 cm -1 . In comparison with the monomer, this value is blue shifted by 14 cm -1 while in the MA-H 2 O complex, the ν 2 mode is blue shifted by 36 cm -1 . No direct correlation exists between the shifts on the ν 1 or ν 2 H 2 O modes with the strength of the hydrogen bond since in example in the HOH-NH 3 complex isolated in solid neon [START_REF] Engdahl | The intramolecular vibrations of the ammonia water complex. A matrix isolation study[END_REF], these modes are shifted by 209 and 29 cm -1 , respectively, for a N⸱⸱⸱H distance is of 2.04 Å [START_REF] Stockman | Microwave and tunable far-infrared laser spectroscopy of the ammonia-water dimer[END_REF]. We can note the strong intensity of the 2ν 2 overtones (Fig. S2). Indeed if we compare this intensity with that of the ν 1 band, the intensity ratio 2ν 2 /ν 1 is around 35%, while this ratio is 2% for the PD modes in the water dimer [START_REF] Bouteiller | The vibrational spectrum of the water dimer: Comparison between anharmonic ab initio calculations and neon matrix infrared data between 14,000 and 90 cm -1[END_REF]. This strong intensity is due to a Fermi resonance between the 2ν 2 and ν 1 H 2 O bands [START_REF] Rozenberg | H-Bonded Clusters in the Trimethylamine/Water System: A Matrix Isolation and Computational Study[END_REF] since these two bands are separated by ca 110 cm -1 in the 1:1:1 complex, while they are separated of 400 cm -1 in the water dimer. For the ν 2 CO 2 mode, we observe one band due to the MA-CO 2 -H 2 O at 652 cm -1 red shifted compared to the CO 2 monomer by 16 cm -1 in well agreement with the calculated shift of 17 cm -1 . For the MA modes, ν 9 (NH 2 wagging) and  15 (NH 2 torsion) are the most perturbed ones with blue shifts of 93 and 60 cm -1 , respectively, which can be explained by the fact that the N atom is directly involved in the hydrogen bond between water and MA. In MA-H 2 O complex the ν 9 blue shift is of 81 cm -1 and in MA dimer the ν 15 shift is of 100 cm -1 [START_REF] Soulard | Vibrational study of methylamine dimer and hydrated methylamine complexes in solid neon supported by ab initio calculations[END_REF]. For  7 (CH 3 rocking) the observed blue shift is 22 cm -1 since this mode is less involved in the complexation because the CH 3 group is opposite to the water and CO 2 molecules (Fig. 8) and this explains the smaller observed shift.

MA-CO 2 -H 2 O A or MA-CO 2 -H 2 O B complex?

In Ref. 11 the authors built the MA-CO 2 -H 2 O complex from the calculated MA-CO 2 complex by adding one water molecule and this structure corresponds to our 1:1:1 B isomer. The calculated frequencies, intensities and shifts for this isomer B are given in Table S5. We are interested here in the intense water or CO 2 modes perturbed by this complexation and located in non-congested regions in order to search for spectral signatures showing its possible presence in the matrix. In all our spectra, from dilute to very high concentration of the three monomers, even with the help of the calculations on vibrational shifts, we do not identify spectral features that can be attributed to isomer B.

Moreover it is well known that the annealing of the matrix at higher temperatures allows for diffusion of the molecules and formation of more stable complexes. To try to observe the 1:1:1 MA-CO 2 -H 2 O B complex the temperature of the matrix was slowly increased to 9-10 K and kept for 5 min at this elevated temperature to enhance the diffusion of molecules and complexes. Thereafter the matrix was re-cooled to 3 K. From the spectra of the annealed matrix we observe the following: (1) the bands of all the monomers decrease and those of the MA dimer increase, (2) the bands of the MA-H 2 O complex decrease but those of MA-CO 2 lightly grow, and (3) the bands of the MA-CO 2 -H 2 O A complex grow. Item 1 is trivial and item 2 suggests that the MA-H 2 O complex is consumed to form the MA-CO 2 -H 2 O A complex (item 3) and the MA-CO 2 can again be formed by the diffusion of the MA and CO 2 monomers. No new feature belonging to the MA-CO 2 -H 2 O B complex appears in the matrix when the precursors were deposited or annealed.

Very recently we have shown that many 1:1 and 1:2 complexes formed by the interaction of MA or methyl formate or H 2 S, and or acrylonitrile with water can exist in neon matrix in different structures and we can distinguish between them from the vibrational data [START_REF] Soulard | Vibrational study of methylamine dimer and hydrated methylamine complexes in solid neon supported by ab initio calculations[END_REF][START_REF] Soulard | Vibrational study of hydrated methyl formate complexes in solid neon. Observation for the first time of three isomers for methyl formate-water[END_REF][START_REF] Soulard | Vibrational study in neon matrix of H 2 S-H 2 O, H 2 S-(H 2 O) 2 , and (H 2 S) 2 -H 2 O complexes. Identification of the two isomers: HOH-SH 2 (H 2 O proton donor) and HSH-OH 2 (H 2 S proton donor)[END_REF][START_REF] Soulard | Vibrational study of acrylonitrile dimer and acrylonitrile-water hydrogenbonded complexes in solid neon supported by ab initio calculations[END_REF]. The energy differences between these isomers vary between 0.1 and 1.7 kcal/mol while the difference for the A and B MA-CO 2 -H 2 O isomer is 2.5 kcal/mol, perhaps too high to observe the isomer B.

Conclusion

For the first time an experimental vibrational spectroscopy study of MA-CO 2 and MA-CO 2 -H 2 O complexes has been carried out in solid neon using detection of vibrational modes from the far-to the midinfrared. On the basis of concentration effects we assign the observed bands to the MA-CO 2 and MA-CO calculations have been performed to obtain the equilibrium geometries and harmonic vibrational spectra of these complexes. All the calculated vibrational data agree very well with the observations and with the help of calculations the spectral features observed can be given a plausible explanation that only the 1:1:1 isomer A is formed and no band belonging to the isomer B appears in the matrix. We show once again that the complementarity between calculations and experimental results is essential to carry out a vibrational study of hydrated complexes. Finally, to our best knowledge, this is the first vibrational study of complexation between three molecules in neon matrix.
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 1 Fig. 1. Spectra in MA  8 and  9 region at 3 K deposition, with different MA/CO 2 /H 2 O/Ne concentration ratios. (a) 2/0/0/1000, (b) 2/1/0/1000, and (c) 5/10/10/1000.

Fig. 2 .

 2 Fig. 2. Spectra in MA  7 region at 3 K deposition, with different MA/CO 2 /H 2 O/Ne concentration ratios. (a) 1/0/1/1000, (b) 2/10/0/1000, and (c) 2/5/9/1000.

FIG. 4 FIG. 5

 45 FIG. 3 Spectra in the CO 2 antisymmetric stretching ν 3 region at 3 K deposition, with different MA/CO 2 /H 2 O/Ne concentration ratios. (a) 0/2/0/1000 and (b) 2/1/0/1000.

Fig. 6 .

 6 Fig. 6. Spectra in the H 2 O stretching ν 1 region at 3 K deposition, with different MA/CO 2 /H 2 O/Ne concentration ratios. (a) 4/0/1/1000 and (b) 2/5/9/1000.

Fig. 7 .

 7 Fig. 7. Spectra in the 250-550 cm -1 region at 3 K deposition, with different MA/CO 2 /H 2 O/Ne concentration

Fig. 8 Fig. 8 .

 88 Fig. 8. MP2/aug-cc-pVTZ geometry of the most stable 0:1:1, 1:1:0, 1:0:1, and 1:1:1 complexes. All the distances specified by the bold solid lines between atoms are in Å and D 0 values (in kcal/mol) are indicated in parenthesis.

2 -H 2 O

 22 complexes. For MA-CO 2 -H 2 O the IR data indicate that the MA and H 2 O molecules interact through hydrogen bonding where the water molecule plays the role of proton donor. MP2/aug-cc-pVTZ

  Intensity in km/mol for calculated ones and relative values for experimental ones normalized on the most intense calculated one to 531 km/mol.

	Modes		Calculated Δν b Experimental Δν b
	CO 2	ν 2	628 (55) +31	641 (53)	+27
		ν 2	665 (21)	-6	674 (27)	-6
		 1 1326 (1) c	0	1384 (0.1)	+4
		ν 3 2399 (531) +3	2343 (531)	+5
	MA	 15 317 (27)	-20	302 (30)	-32
		ν 9 862 (125) -22	822 (98)	-36
		 8 1073 (11) +4	1040 (12)	+4
		ν 7	1184 (6)	-3	1141 (4)	-9
		 3 3048 (61)	-7	2882 (13)	-6
		 11 3172 (17)	-4	2991 (7)	-7
		 1	3529 (1)	+5	3363 (0.2)	+2
		 10 3620 (7)	+8	3421 (4)	+7

2 complex. The intensities are in parentheses. a a b Δν=ν(monomer)-ν(1:1:1) of the calculated and experimental values.

Table 3

 3 Comparison of vibrational data (cm -1 ) between observed and MP2 harmonic calculated values for the MA-CO 2 -H 2 O A complex. The intensities are in in parentheses. a Intensity in km/mol for calculated ones and relative values for experimental ones normalized on the most intense calculated one to 731 km/mol. b Δν=ν(monomer)-ν(1:1:1) of the calculated and experimental values.

	Modes		Calculated Δν b	Experimental Δν b
	Inter	 inter  530 (58)		479 (65)	
	H 2 O	ν 2	1647 (30)	-19	16101	-14
		 1 3436 (731) +386	3306 (731) +359
	CO 2	ν 2	642 (38)	+17	652 (73)	+16
	MA	 15	337 (78)	-40	330 (18)	-60
		ν 9	929 (145)	-89	879 (400)	-93
		ν 7	1196 (11)	-15	1154 (24)	-22

a
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Supplementary materials

Harmonic frequencies and intensities performed at harmonic MP2 aug-cc-pVTZ level for monomers (Tables S1-S3) and for the most stable 1:0:1, 0:1:1, 1:1:0, and 1:1:1 complexes (Tables S4-S5) are given.

Binding energies of the complexes are given in Table S6. Two figures are given: Fig. S1 shows the combination of water  2 bending mode with the intermolecular vibration at 479 cm -1 of the 1:1:1 complex and Fig. S2 shows the 2ν 2 overtone of water of the 1:1:1 complex. The atomic coordinates of the structures of the complexes are given at the end of the supplementary materials.