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ABSTRACT: Among the species discovered in the interstellar
medium and planetary atmospheres, a crucial role is played by the
so-called “interstellar” complex organic molecules (iCOM:s)
because they are the signature of the increasing molecular
complexity in space. Indeed, they may represent the connection
between simple molecules and biochemical species like amino acids
and nucleobases. In particular, HCN and the related CN radical are
the starting points of rich nitrile chemistry. In this framework, we
have undertaken a computational investigation of the gas-phase
reaction mechanisms involving different C,N,H; radicals and their
fragments, stemming from the addition of the cyano radical to the
nitrogen atom of methylamine. Aiming at exploiting an accurate yet
cost-effective protocol, a combination of CCSD(T)-based
composite schemes and density functional theory has been employed. The exploration of the plausible chemical reaction channels
has led to the identification of 12 different products, as well as 28 transition states connecting reactants, intermediates, and products.
Aminoacetonitrile (H,NCH,CN), proposed as an intermediate in the formation of the smallest amino acid glycine, and the
CH,NH, radical appear as products energetically accessible under astrophysical conditions.
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1. INTRODUCTION The rich organic chemistry discovered in molecular

12,13 .
Since the early 1960s, the discovery of new molecules in the clouds has stimulated further efforts to detect even more

interstellar medium (ISM) has continued at a nearly steady
pace.1 However, in the last decade, the rate of detection of new
interstellar complex organic molecules (iCOMs) has been

complex species of prebiotic interest.'* In turn, the evidence
for molecular complexity has led to the need for a deeper
rationalization of the chemical evolutionary steps operating in

further accelerating." The importance of these species lies in the ISM or in planetary atmospheres. Among iCOMs, the
the evidence, accumulated in the last decades, that iCOM:s play compounds containing the cyano moiety (CN functional
the key role of precursors of biochemical building blocks, group) can be surely numbered among the most important
either in outer space or in planetary atmospheres resembling prebiotic molecules because they are potential precursors of
that of the primordial earth.””* To give an example of the amino acids, the main constituents of proteins, and of
molecular complexity characterizing the interstellar medium nucleobases, the fundamental components of DNA and
(ISM), arcsecond resolution interferometry with the Berke- RNA.”" The search for amino acids (and their precursors)
ley—Illinois—Maryland Association (BIMA) array resulted in is indeed one of the most exciting challenges and opens
the detection and imaging of many iCOMs in the proximity of questions for modern astronomy and astrophysics, also having
the “Large Molecule Heimat” (LMH) hot core—located in the

Sagittarius B2(N) molecular cloud—such as vinyl cyanide Received: March 6, 2020

(CH,CHCN), methyl formate (HCOOCH,;), ethyl cyanide Revised:  March 31, 2020
(CH4CH,CN), formamide (NH,CHO), isocyanic acid Accepted: April 1, 2020
(HNCO), acetic acid (CH;COOH), formic acid (HCOOH), Published: April 1, 2020
and acetone ((CH;),C0O),>~"" all products of a complex and

not yet fully elucidated chemistry.

© 2020 American Chemical Society https://dx.doi.org/10.1021/acsearthspacechem.0c00062
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astrobiological implications with respect to the issue of the
origin of life in extraterrestrial environments and on the earth.

Among the small organic molecules present in the ISM,
several nitriles have been identified (for a complete list, see,
e.g, ref 1), including nitrile/isonitrile pairs (HCN/HNC,
CH,CN/CH;NC, HCCCN/HCCNC), aliphatic saturated
(CH,CHCN, CH;CH,CN, n-/iso-propylcyanide) and unsa-
turated (in particular, the HC,CN series with n = 0, 2, 4, ...,
10) nitriles, inorganic nitriles (MgCN, NaCN, and NH,CN),
as well as ions and unstable species (e.g, HNCCC, CN,
HCCN, HCNH', HC,NH*, CH,CN). However, the most
interesting species containing the —CN— moiety are those that
have a strong prebiotic character, such as cyanomethanimine
and aminoacetonitrile (AAN, H,NCH,CN). The latter,
detected toward the galactic center more than ten years
ago,'® is of particular interest in the framework of this study.

Despite the interest raised by the detection of AAN in the
ISM, no energetically feasible gas-phase reactions have been
suggested for the interstellar production of AAN. Indeed, in
the last decade, grain-surface chemistry has been mostly
invoked to explain the chemical complexity discovered in
space, the basic idea being that when radical species trapped in
icy mantles acquire some mobility, namely at temperatures
above 30 K, they can combine and give rise to rich chemistry
(see, e.g, refs 17—20). However, the recent observation of
complex molecules also in very cold objects (at 10 K only H
atoms are able to move around dust particles) has suggested
that gas-phase reactions could have been overlooked.””'

The reaction between an electrophilic radical and a molecule
bearing an electron lone pair is expected to proceed with
relative ease even in the harsh conditions of the ISM. In the
present work, the electrophilic attack of the cyano radical on
the nitrogen atom of methylamine has been thoroughly
investigated through quantum-chemical calculations. As it
will be shown, the reaction produces, via CN addition/H
elimination, a large number of radical species of the general
formula C,N,H;, having either a CNCN or NCCN backbone,

CH,;NH, + CN — [C,N,H] —» H,NCH,CN + H (1)
These radicals, in turn, evolve toward a wealth of products,
among which there are AAN, CH,NH,, and CH,;NH.

This specific reaction has been chosen because methylamine
is the only amine detected till now in the ISM (both in the
galactic center and outside). 2223 At the same time, the CN
radical is rather ubiquitous in astronomlcal env1ronments,
including interstellar molecular clouds,”* comets,**
atmospheres of some planets and moons, like, e.g., Titan, the
Saturn’s largest moon. Above its haze, CN, after being
generated from the photolysis of HCN, can react with olefins,
leading to unsaturated nitriles.”*™>°

The manuscript is organized as follows: the computational
methodology is described in Section 2, while the results are
presented in Section 3. The latter section starts with a
preliminary benchmark study to devise an accurate but cost-
effective computational strategy to deal with complex reaction
networks involving open-shell species and the problematic CN
moiety; then, the reactive CH;NH, + CN potential energy
surface (PES) is investigated and the different reaction
channels are discussed. Finally, conclusions and potential
astrochemical implications are presented in Section 5.

and
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2. COMPUTATIONAL DETAILS AND METHODOLOGY

On the grounds of previous studies,”” >’ a two-stage strategy

was employed. The first step was a systematlc analysis of the
PES using the B3LYP h br1d functional®™** in conjunction
with the SNSD basis set.”® In the second step, the structures
and relative stabilities of the stationary points located in the
first step were refined by means of the double-hybrid B2PLYP
functionalg’7 2% in conjunction with the maug-cc-pVTZ basis
set’” with d functions on hydrogen removed, namely, maug-cc-
pVTZ-dH.** The dlspersmn effects, poorly described by
semilocal density functionals,*" were taken into account by
means of the DFT-D3 scheme® employing the Becke—
Johnson (BJ) damping function.” Indeed, the DFT-D3 model
has been applied successfully to a large number of different
systems, including dimers, supramolecular complexes, reaction
energies/barriers, and surface processes (see, for example, refs
44—48 and references therein). To check the nature of the
stationary points, as well as to obtain zero-point vibrational
energy (ZPVE) corrections, harmonic vibrational frequency
calculations were performed. Saddle points were assigned to
reaction paths by using intrinsic reaction coordinate (IRC)
calculations*”*° for the identification of the corresponding
reactants and products.

Subsequently, the energetics of all stationary points was
accurately determined by applying the so-called “cheap”
composite scheme® ™>* on top of B2PLYP-D3/maug-cc-
pVTZ-dH optimized geometries. The starting point of this
scheme is the electronic energy obtained at the coupled cluster
(CC) level by employing the singles and doubles approx-
imation au%mented by a perturbative estimate of trlples,
CCSD(T),>> in conjunction with the cc-pVTZ basis set’’
and within the frozen-core (fc) approximation. The fc-
CCSD(T)/cc-pVTZ energy, EGSSPMINTZ i then corrected
to account for the extrapolation to the complete basis set
(CBS) limit as well as for core—valence correlation effect,
according to the following equation

Echeap

elec

ECCSD(T) INTZ A CBS

elec elec

+ AESY ()

elec

where AESES is the correction to the CBS limit and AESY. is
the core—valence correlation contribution. To keep the
computational cost low (hence the "cheap” denomination for
this scheme), the corrective terms are evaluated by resorting to
second-order Moller—Plesset perturbation (MP2) theory.*®
Going into detall the extrapolatlon to the CBS limit is carried
out by the n~ equatlon **in conjunction with the cc-pVTZ
and cc-pVQZ basis sets,”” while the core—valence contribution
is obtained as the energy difference between all electrons and
fc MP2/cc- pCVTZ calculations.

For comparison purposes, structures, energies, and harmonic
force fields of all stationary points were also computed with the
widely used CBS-QB3 composite method. While a detailed
account can be found in ref 61, here we recall that it employs
B3LYP/6-31G(d) geometries and harmonic force fields.

All of the calculations were performed with the Gaussian 16
quantum-chemical software® using, for open-shell species,
restricted-open-shell Hartree—Fock (ROHF) wave functions
but unrestricted Kohn—Sham orbitals.

3. RESULTS AND DISCUSSION

3.1. Validation of the Computational Protocol. In
previous work,”® two alternative paths for the addition of the
CN radical to CH;NH,, namely, attack to the C and N ends,

https://dx.doi.org/10.1021/acsearthspacechem.0c00062
ACS Earth Space Chem. 2020, 4, 774—782
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have been investigated using state-of-the-art computational
protocols able to fulfill subchemical accuracy. In particular, a
modification of the HEAT protocol,®* referred to as “HEAT-
like”, was adopted to compute electronic energies, which were
corrected for anharmonic ZPVEs computed using the
B2PLYP-D3 functional. In that work, it was also demonstrated
that the B2PLYP-D3/maug-cc-pVTZ-dH level of theory
provides reliable molecular structures to be used as reference
geometries in energetic evaluations of minima, reaction
complexes, and radicals. However, the HEAT-like approach
requires CC calculations involving the full treatment of triple
and quadruple excitations as well as the evaluation of
relativistic and diagonal Born—Oppenheimer corrections.
Therefore, this protocol is too expensive for an extensive
investigation of a reactive PES, as in the present case. For this
reason, we resorted to the cheap protocol, whose accuracy has
been preliminarily tested against the HEAT-like results for the
species considered in the previous work. This comparison (see
Table 1) demonstrates that the cheap protocol delivers

Table 1. Comparison between Cheap and HEAT-like
Relative Electronic Energies (k] mol™")

label HEAT-like cheap”

ref 66 this work”  chemical formula (ref 63) this work
reactants reactants CH;NH, + CN 0.0 0.0
FC01 na. H,NCH,---HNC —150.0 —151.8
RI Rl6¢ H,NH,CCNH —187.4 —187.9
1C 1C01 H;CH,N--CN =715 —=73.5
FC02 FCo1 H;CHN---CHN —-127.6 —128.7
P1 Ps CH,NH, + HCN —133.4 —134.6
P2 P8 NH,CH,CN + H —68.3 —69.6
P3 n.a. CH;NH + HCN —100.9 —102.1
P4 n.a. CH;NHCN + H —41.0 —42.3
Ps P3 NH,CN + CH; —125.1 —-127.4
TS0 n.a. FC01 - RI —112.8 -112.6
TS1 na. RI — P1 —108.0 —107.8
TS2 TS12 RI — P2 —47.3 —47.8
TS3 TS1 IC — FCO02 -31.3 —-30.3
TS4 na. IC — P4 31.9 31.8
TSS na. IC - PS 22.0 20.5
ME* -0.9
MAE? L1
Max*® -2.3

“See also Figures 1 and 2; n.a. (not available) means that the species
does not appear in the present work. "B2PLYP-D3/ maug-cc-pVTZ-
dH geometries. “Mean error with respect to HEAT-like reference
values. “Mean absolute error with respect to HEAT-like reference
values. “Maximum error with respect to HEAT-like reference values.

remarkably accurate electronic energies for reaction inter-
mediates, complexes, and also transition states, indeed showing
a mean absolute deviation and a maximum deviation with
respect to the HEAT-like values as small as 1.1 and —2.3 kJ
mol™!, respectively. Furthermore, it should be noted that
according to the results reported in ref 63, the maximum error
(0.4 k] mol™") due to the employment of harmonic ZPVEs, in
place of their more accurate anharmonic counterparts, is lower
than the error due to the cheap protocol (in comparison to the
HEAT-like value). Hence, unless otherwise stated, in the
following, we will make explicit reference to cheap electronic
energies corrected with harmonic B2PLYP ZPVE contribu-
tions.
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3.2. CH3;NH,; + CN — [C;N,H;] Reactive PES. As already
pointed out, the CH;NH, + CN reaction has previously been
studied by our group to gain insights into the dichotomy
between two competing channels, namely, the CN addition to
the C and N ends of CH;NH,.** Furthermore, our previous
work aimed at clarifying some inconsistencies between the
experiment and theory.°”°® There, it was found that
abstraction from the CH; group proceeds through the
formation of an initial prereactive complex that evolves to
yield CH,NH, and HCN as the main products, with a relative
energy of —140.2 k] mol™' with respect to the reactant
asymptote. In addition, a theoretical investigation of the
rotational spectrum was carried out for the CH,NH, radical
(as well as for CH;NH) to support its laboratory character-
ization. In the present study, we focus more deeply on the
reaction path following the electrophilic attack of CN on the
electron-rich nitrogen end of CH3;NH,. Even though it is
known that cyanates are more stable than isocyanates, initially,
we also explored the possibility of the CN attack through the
N atom. However, the addition complex (CH;NH,--NC)
formed and the subsequent products (NH,CH, and HNC)
were found to be not only less stable but also involving quite
high energy barriers. Therefore, this route was not considered
further.

The theoretical investigation of the complete reaction
mechanism has been undertaken starting from the initial
addition complex ICO1, lying 65.5 kJ mol™" below the reactants
(see Figure 1). The relative energies (in k] mol™') obtained by
different levels of theory are detailed in Table 2 and, for clarity
and reader’s convenience, the structures of all of the transition
states are displayed in Figure 2, while those of the muost
relevant complexes and intermediates are illustrated in Figure
3. The equilibrium geometries of all the species optimized at
the B2PLYP-D3/maug-cc-pVTZ-dH level are provided in the
Supporting Information, together with cheap electronic
energies and harmonic ZPVEs.

The B2PLYP-D3 results show the expected average
deviations from more accurate computations. While they are
not sufficient for a truly quantitative picture of the reaction
energetics, they give further confidence in the reliability of the
geometric parameters and harmonic frequencies obtained at
this level.”” In agreement with previous studies,” the results
delivered by the widely employed CBS-QB3 model®’ are quite
disappointing. Indeed, for some species (FCO1, R12’, TS, s,
P9), it shows discrepancies larger than 10 kJ mol™" with
respect to the cheap values, which, as discussed in the previous
section, are close to very accurate benchmark values (see Table
1).

Moving to the reaction mechanisms, as previously shown,*®
FCO1, more stable than the reactants by 133 kJ mol™, can
decompose without any barrier to lead to CH;NH + HCN.
However, if an excess of energy is available and the first
submerged barrier of 31 k] mol™ can be overcome, a sequence
of radical species is then produced and can lead to prebiotic
species such as AAN and some other nitrogen-containing
molecules already identified in the ISM. Based on this
assumption, we have thoroughly examined all possible
intermediate radical species, final products, and the transition
states interconnecting all of the above using the cheap scheme
introduced above.

Chain reactions initiate with the rearrangement of FCO1 to
the very stable radical R1, thus overcoming a barrier of about
~58 kJ mol™" (TS2). Two alternative paths arise at this point.

https://dx.doi.org/10.1021/acsearthspacechem.0c00062
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Figure 1. Schematic view of the CN addition reaction mechanism to CH;NH,. In parenthesis are the energy barriers (k] mol™") calculated from
the cheap electronic energies corrected for harmonic B2PLYP-D3/maug-cc-pVTZ-dH ZPVE. Highlighted in blue is the most probable pathway.

On the one side, a simple H-shift from carbon to nitrogen may
occur (TS,,), with the radical R2 overcoming a quite high
barrier (161 kJ mol™). In turn, R2 can evolve either to the
very stable radical R3 through TS, ; by two simultaneous H-
shifts (overcoming a barrier of 102 kJ mol™") or to the product
P1 through the transition state TS3. On the other side, a
smaller barrier of about 97 kJ mol™ (TS,_,) favors, from the
energetic point of view, the formation of R4 over the Pl
product (i.e, CH;NH + HNC).

The radical R4 is one of the key intermediates of the whole
mechanism, as it discloses four different escape routes: three of
them involve H-migrations and one involves cyclization. Based
on energetic considerations, the latter is suggested to be the
most favorable channel. As it can be seen from Figure 1 and
Table 2, CH,NH and HCNH (P4) directly form from the
breaking of the H---N hydrogen bonds of complex FC02, after
overcoming the energy barrier of 162 kJ mol™" associated with
the submerged transition state TSS. The reaction channels
involving the generation of the radicals RS and R7 appear
closed under astronomical conditions because the transition
states TS,_s and TS,_, (involving barriers of 192 and 233 kJ
mol ™, respectively) lie both above the reactants.

A more feasible path emerges through cyclization; indeed, a
NH-substituted aziridine radical (R10) forms through the
transition state TS, ,, (—64.4 kJ mol™), which exhibits a
barrier of ~121 k] mol™". Next, the rearrangement of R10 into
R11 (NHCHCH,NH) occurs by overcoming the transition
state TS,y_;;, which involves a very small barrier of only 15.8
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kJ mol™". Actually, the NHCHCH,NH radical exists in two
different rotamers depending on the values of the NCCN
dihedral angle: R11 corresponds to the gauche one (dihedral
~140°), while R11’ is the cis conformer (dihedral ~0°) and it
is more stable by about 13 kJ mol™". These two radicals are
involved in different pathways, thus leading to different
products. Concerning R11, its possible chemical fate implies
the conversion to R12 via the migration of a hydrogen atom
from carbon to nitrogen. This is an energetically demanding
process, with a barrier height of 161 kJ mol™, and it
furthermore involves overcoming TS;,_;,, which lies 38.1 kJ
mol ™! above the reactants. In the case of R12, a number of
possible exit channels would open, with the most straightfor-
ward option being the formation of CH,NH, and HNC (P7).
The corresponding TS10, which implies the breaking of the
C—C bond, lies ~51 kJ mol™" below the reactants. Products P9
(NH,CHCN + H,) and P9’ (NHCH,CN + H,), even if more
stable than P7 (especially P9), seem to be less likely exit
channels because they would imply the formation of a H,
molecule from the coupling of two hydrogen atoms that,
however, are located on C and N, thus being quite far apart. As
a last option, R12 can lead to R16 (actually R16t, which is in
conformational equilibrium with its rotamer R16c) that, in
turn, can evolve toward either H,CCN and NH; (P12) or
CH;CN and NH, (P11). In the former case, an intermediate
step involves a submerged barrier of ~148 kJ mol™" and then
leads to the final complex FC03 (—219.7 k] mol™"), whereas in
the latter case the production of P11 directly follows from

https://dx.doi.org/10.1021/acsearthspacechem.0c00062
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Table 2. Relative Energies (in kJ mol™") of All of the Species Involved in the CH;NH, + CN Addition Reaction

name

1Co1

FCO01
EC02
FCo03

R1
R2
R3
R4
RS

R6
R7
R8
R9
R10
R11
R11’
R12
R12/
R13
R14
R15
R16t
Rl16¢
TS1
TS2
TS,
TS3
TS, 5
TS,
TS,
TSs6
TS4
TSS
TS, ,
TS; 4
TS,
TS6
TS4 10
TS10-11
TS)11
TSy

TSyyp

TS8
TS9
TS10
TSi13
TS 16
TS12
TS13
TS14
TS1S
TS16
P1

P2

P3

P4

Ps

P6

P7

P8

chemical formula

CH;NH, + CN 0.0
CH;NH, --CN —69.1
CH;NH---HCN —153.3
CH,NH---HCNH =72.1
CH,CN---NH;,4 -219.9
CH,;NHCHN —176.1
CH;NHCNH —178.9
CH,NCHNH, —218.0
CH,NHCHNH —187.0
CH;NCHNH —184.4
CH,;NCNH, —176.9
CH,NCH,NH —113.1
CHNCH,NH, —133.1
CH,NCH,NH (cyc) -73.6
NHCH,CHNH(cyc) —88.0
NHCHCH,NH -127.9
NHCHCH,NH —1354
NH,CH,CNH —159.0
NH,CH,CNH —175.3
NH,CHCHNH —243.5
NH,CCH,NH —6.4
NH,CCHNH, —116.5
NH,CH,CHNtrans —181.3
NH,CH,CHNcis —179.9
1C01 — FCO1 —28.4
FC01 — R1 —84.4
Rl - R2 —11.2
R2 - P1 —20.1
R2 - R3 —86.2
Rl — R4 -77.2
R4 — RS 0.8
RS — R6 26.0
R6 — P3 -71.9
R4 — FC02 =315
R4 — R7 44.1
R7 — R8 —15.7
R7 — R9 24.0
R8 — PS —68.3
R4 — R10 -71.0
RI10 — RI11 -75.3
RI11 — RI2 36.0
R11 — R11l’ —119.7
R11" — R12’ —63.7
R12" - P8 —55.7
R12" - PS —-117.3
RI12 — P7 —54.8
RI2 — R13 0.2
R12 — RI16t —6.6
R16t — P8 —62.3
R12 — P10 —28.8
P10 — P11 217.3
R1l6c — P11 68.4
R16t — FC03 =375
CH,;NH + HNC —542
CH3;NC + NH, —63.5
NH,CN + CH,3 —140.9
CH,NH + HCNHt —62.4
CH,NH, + HCN —140.8
CH,NH + CH,N -97.5
CH,NH, + HNC —82.0
NH,CH,CN + H —84.7

E° (CBS-QB3)“

E¢ B2PLYP E cheap
0.0 0.0
—89.9 -735
—145.6 —128.7
—-82.3 —67.3
—229.7 —215.9
—195.4 —182.3
—203.1 —185.6
—237.5 —220.3
—208.2 —193.2
—195.0 —185.0
—202.8 —182.1
—128.7 —115.8
—154.3 —141.3
—89.5 —83.0
—102.2 —96.7
—1132 —135.0
—151.6 —1437
—181.9 —170.4
—188.5 —170.4
—268.5 —253.9
-223 —-14.3
—141.4 —128.7
—195.0 —187.9
—195.4 —189.2
—54.0 -30.3
—89.1 -75.1
—-19.6 -72
-327 -17.7
—87.1 —712
—82.6 —-71.6
0.8 10.6
19.9 349
—-81.7 —62.9
—39.6 -213
50.3 57.6
—149 -7.9
29.1 262
—82.5 —64.6
—759 —714
—81.1 -77.3
32.0 429
—133.6 —125.6
—66.4 —57.1
—49.1 —40.4
-127.3 —112.6
—64.4 —47.4
-18.1 -15
-13.7 —-5.6
—59.7 —47.8
—43.1 —20.1
224.5 245.8
732 88.0
—42.6 —202
—52.6 —40.5
612 —482
—139.1 —127.4
—66.3 —s1.7
—149.3 —134.6
—94.3 —82.5
—84.9 —73.0
-79.6 —69.6
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AZPE E° cheapb barrier”
0.0 0.0
8.1 —65.5
—4.8 —133.4
=3.1 -70.7
-3.8 —-219.7
11.1 —171.2
10.2 —178.5
7.6 —-212.6
8.2 —185.0
8.0 —-177.0
10.0 —-172.1
6.5 —109.3
114 —130.0
13.0 —-70.0
11.8 —84.9
119 —123.1
7.9 —135.9
12.4 —158.1
10.1 —160.4
13.1 —240.8
14.7 0.4
12.0 —116.7
10.3 —-177.6
10.3 —178.8
—4.6 —34.9 30.6
—-0.2 —-75.3 58.1
-34 —-10.7 160.5
-3.8 —-21.5 154.0
-2.8 -73.9 101.6
-2.3 -73.9 97.3
—4.0 6.6 191.6
-5.8 29.0 206.0
-3.4 —66.3 105.8
-1.7 -23.0 162.0
—9.4 48.3 233.3
-3.1 —-11.0 98.3
6.3 32.5 141.8
—-0.3 —64.9 65.1
7.0 —64.4 120.6
8.3 —69.1 15.8
—4.8 38.1 161.2
6.4 -119.2 39
-1.5 —58.6 77.3
—-10.2 -50.6 109.8
0.9 —-111.7 48.7
-39 -51.3 106.8
—0.4 —-1.8 156.3
—2.2 -7.8 150.3
-9.2 -57.0 120.6
—3.2 —-23.3 134.8
18.1 263.9 3144
—12.1 75.9 254.7
-9.0 —-29.2 148.4
—-114 -51.9
—-12.0 —60.2
—16.1 —143.5
—-8.3 —60.0
-7.0 —141.6
-9.7 —-92.2
—8.4 —-81.4
—14.2 —-83.9
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Table 2. continued

name chemical formula E° (CBS-QB3)“
P9 NH,CHCN + H, ~179.8
PY’ NHCH,CN + H, —94.6
P10 CH,CNH + NH, 494
P11 CH;CN + NH, —-162.3
P12 CH,CN + NH, -210.1

E B2PLYP E cheap AZPE E° cheapb barrier”
—166.8 —146.6 —-23.2 —169.9
—78.3 —63.5 —-28.1 —-91.5
—-52.2 —-34.3 —-16.2 -50.5
—164.7 —150.0 —-12.0 —-161.9
—210.0 —198.8 —9.0 —-207.7

“ZPVE-corrected CBS-QB3 values. “Electronic energy from the cheap composite scheme corrected for harmonic B2PLYP-D3/maug-cc-pVTZ-dH
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Figure 2. Structures of the transition states appearing in the scheme
of Figure 1.
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Figure 3. Structures of the most relevant complexes and intermediates
appearing in the scheme of Figure 1.

R16¢ upon overcoming a barrier of ~255 kJ mol™" (TS1S),
which is indeed located 76 k] mol™' above the reactants. In
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passing, we note that R16t can lead to NH,CH,CN + H (P8).
However, since TS;,_,, is nonsubmerged, the paths following
the formation of R12 and leading to P9, P9’, P10, P11, and
P12 cannot be considered feasible under the conditions of the
ISM; hence, the transition states involved in this portion of the
PES have not been investigated in detail.

Finally, as previously mentioned, the NHCHCH,NH radical
(R11) can be found in two conformers, depending on the
NCCN dihedral angle. In the same way that RI11 is
transformed to R12 by passing through TS,,_;,, R11’ should
overcome the equivalent TS,;,_j, for converting into R12'.
Here, at variance with the path involving R11, not only R11’
and R12’ are more stable than the corresponding unprimed
radicals by about 13 and 2 kJ mol™/, respectively, but there is
also a significant difference between the two transition states.
In fact, while TS;;_;, lies about 38 kJ mol™' above the
reactants and this translates to an energy barrier of 161 kJ
mol ™", TS, _, is submerged by 58.6 k] mol ™", lowering in this
way the barrier to about 77 kJ mol™". Finally, from R12’ either
CH,NH, + HCN (P5) or NH,CH,CN + H (P8) can be
formed by passing through the submerged transition states
TS9 and TSS8, respectively.

5. ASTRONOMICAL IMPLICATIONS AND
CONCLUSIONS

Understanding the chemical evolution of extraterrestrial
environments provides important insights into the composition
of the organic matter, which, in turn, is the starting point for
shedding light on the prebiotic chemistry occurring in the ISM
and on planetary atmospheres. This requires the investigation
of a large panel of reactions taking place among a number of
possible reactants, which are generally selected among the
species already detected. Nevertheless, in developing these
complex reaction networks, gas-phase reactions are often
overlooked, thus leading to the potential loss of important
information.

The Strecker synthesis” is well known to lead to the
formation of nitrile derivatives that, by hydrolysis, can evolve
to amino acids. Among the different variants of this synthetic
route, the simplest one is the formation of AAN, which
eventually leads to glycine. While several theoretical studies
have proven that aminoacetonitrile can be indeed formed by
means of the Strecker synthesis,m_74 a plausible formation
route of AAN in the gas phase is now available. In fact,
according to the reaction scheme reported in Figure 1 and the
energetics detailed in Table 2, the products that, under
astronomical conditions, can be formed from the addition of
CN to the N atom of CH;NH, are CH,NH + HNC (P1),
CH,NH + HCNH (P4), CH,NH, + HCN (PS), and
NH,CH,CN + H (P8), all of them involving only submerged
transition states and intermediates. Among these, in addltlon
to hydrogen cyanide and hydrogen isocyanide, AAN'® and
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CH,NH"’ have already been detected in the ISM, and this is
also the case for the HCNH" cation.””” The first relevant
branching point is R1 that can evolve either to R2 or R4. Based
on energetic considerations, the second option appears
preferable over the first one because it requires lower activation
energy (97 kJ mol™" for Rl — R4 vs 165 kJ mol™" for R1 —
R2). In an analogous way, it should be noted that from R4 the
reaction requires overcoming a barrier of 162 kJ mol™' to
proceed toward P4, while for the path leading to PS and PS8,
the highest energy barrier to overcome is about 120 kJ mol™
(TS4_10). Once RI2' is reached, the computed energies
suggest that the formation of CH,NH, + HCN is favored over
that of AAN + H.

While the complexity of the pathway leading to AAN could
make its formation unlikely to occur at extremely low
temperatures (e.g,, 10 K), in different environments, such as
hot corinos or Titan’s atmosphere, its feasibility cannot be
excluded. As a matter of fact, according to the reaction scheme
summarized in Figure 1, backward reactions from one
intermediate to the previous one are not more favorable than
the corresponding forward steps. However, the high stability of
the R1, R4, R11’, and R12’ intermediates with respect to the
final products suggests that these species might act as potential
sinks for the overall reaction. In addition, the previous work on
the reaction between CH;NH, and CN has suggested that the
competition between the CN attack to the C or N atoms of
methylamine can also lead to the formation of the CH;NH
radical. Therefore, even if thermochemistry seems to be
favorable, the appearance of the products PS5 and P8, which are
~142 and ~84 k] mol™! more stable than the reactants, is not
ensured from a kinetic point of view. However, because of the
complexity of the pathway drawn in Figure 1, an exhaustive
kinetic treatment is not straightforward, and work in this
direction is in progress and will be the subject of a dedicated
contribution.

Focusing on Titan’s atmosphere, where the density is rather
high with respect to the typical conditions of the ISM and
third-body effects might help the reaction to occur, the
reaction mechanism developed in this study suggests that AAN
can be effectively formed. In this respect, the additional issue
that might be raised is concerned with the reactants considered
for the formation of AAN. While the CN radical is surely
produced in Titan’s atmosphere, the same does not apply to
methylamine. However, its formation cannot be excluded since
methanimine, ie., its imine analogue, has already been
detected.”

Overall, a large number of physicochemical parameters (e.g.,
activation energies, barriers, rate constants, reaction enthalpies,
etc.) are required for modeling the complex network of
elementary reactions taking place in extraterrestrial objects.
Given the difficulty in performing experimental studies in the
conditions relevant to astrochemistry, quantum-chemical
calculations are often the only means to obtain such
information, or to interpret experimental outcomes. However,
to be successful, they should be as much accurate as possible.
In this respect, this work has also confirmed the accuracy of the
cost-effective composite model chemistry relying on cheap
electronic energies computed on top of B2PLYP-D3/maug-cc-
pVTZ-dH geometries. This methodology, tested against the
results from a HEAT-like composite scheme, showed a mean
absolute deviation around 1 kJ mol™. This outcome allows us
to point out that the cheap approach is able to effectively deal
with radical species and the pathological CN triple bond.
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Hence, it should be suggested as the method of choice to
investigate complex reaction networks, such as those
encountered in astrochemistry or atmospheric chemistry.
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