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Marco Fioroni* and Nathan J. DeYonker*

Department of Chemistry, The University of Memphis, Memphis, TN, United States

Heterogeneous phase astrochemistry plays an important role in the synthesis of
complex organic matter (COM) as found on comets and rocky body surfaces like
asteroids, planetoids, moons and planets. The proposed catalytic model is based on
two assumptions: (a) siliceous rocks in both crystalline or amorphous states show
surface-exposed defective centers such as siloxyl (Si-Oe) radicals; (b) the second
phase is represented by gas phase CO molecules, an abundant Cq building block
found in space. By means of quantum chemistry; (DFT, PW6B95/def2-TZVPP); the
surface of a siliceous rock in presence of CO is modeled by a simple POSS (polyhedral
silsesquioxane) where a siloxyl (Si-Oe) radical is present. Four CO molecules have been
consecutively added to the Si-Oe radical and to the nascent polymeric CO (pCO) chain.
The first CO insertion shows no activation free energy with AGogox = —21.7 kcal/mol
forming the SiO-COe radical. The second and third CO insertions show Aeéow <10.5
kcal/mol. Ring closure of the SiO-CO-CQe (oxalic anhydride) moiety as well as of the
SiO-CO-CO-COe system (di-cheto form of oxetane) are thermodynamically disfavored.
The last CO insertion shows no free energy of activation resulting in the stable five
member pCO ring, precursor to 1,4-epoxy-1,2,3-butanone. Hydrogenation reactions of
the pCO have been considered on the SiO oxygen or on the carbons and oxygens of the
pCO chains. The formation of the reactive aldehyde SiO-CHO on the siliceous surface
is possible. In principle, the complete hydrogenation of the (CO)4_4 series results in the
formation of methanol and polyols. Furthermore, all the SiO-pCO intermediates and the
lactone 1,4-epoxy-1,2,3-butanone product in its radical form can be important building
blocks in further polymerization reactions and/or open ring reactions with H (aldehydes,
polyols) or CN (chetonitriles), resulting in highly reactive multi-functional compounds
contributing to COM synthesis.

Keywords: astrochemistry, heterogeneous catalysis, silica surface, co polymerization, COM synthesis

1. INTRODUCTION

The importance of heterogeneous phase catalysis in astrochemistry (solid to gas phase, solid to solid
phase) is rapidly growing (Herbst, 2013; van Dishoeck, 2014; Cuppen et al., 2017).

In particular, dust grains play an important role in the chemistry of interstellar and circumstellar
environments, where chemical reactions can occur on a large scale of molecular complexity starting
from simple H, to COM (Complex Organic Matter). A dust grain consists of a silicate core covered
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by an icy mantle, whose composition (H,O, CO,
CO,, CHy, CH3OH, NHj3) and ratio of the single
constituents is a function of the astrophysical environment
(Tielens, 2013; Boogert et al., 2015).

The silicate core composition is deduced by comparing
astronomical IR observations with spectra from laboratory
silicate samples, suggesting that Mg rich-silicates such as
pyroxene (Mg;_,Fe,SiO3) and/or olivine (Mg,_,Fe,SiO4) in
pure state or in mixtures are the main components (Jager et al.,
2003; Escatllar et al., 2019). Furthermore, the surface of the Mg-
silicate core is probably covered by -OH groups (Kerkeni et al.,
2017) marked by the presence of the 3.2 um band detected by the
Rosetta probe on the nucleus surface of comet 67P/ Churyumov-
Gerasimenko (Mennella et al., 2020). However, due to the harsh
conditions (T, radiation, collisions) and/or various reprocessing
phases (Bromley et al., 2014), the silicate surface can be covered
not only by silanols or charged groups but by siloxyl (SiOe)
or silyl (Sie) radicals, too (Wang et al., 2018). The presence of
radicals is a common phenomenon on silica surfaces in both
the amorphous or crystalline states. In fact it is well-known
that cleaved SiO, surfaces are more reactive compared to the
reconstructed ones, showing a relative higher surface energy due
the presence of free valences on the Si and O atoms (Rignanese
et al., 2000; Malyi et al., 2014).

Ideally the growth of a crystal or amorphous silica from single
SiO units or the cleavage of a bulk of the same materials will
expose a surface where siloxyl and silyl radicals are present. To
satisfy the free valencies two main processes can be considered:
(a) in case of a cleaved a-quartz (001) surface, an annealing
at T>400 K will partially or fully re-coordinate the Si and O
atoms (Goumans et al., 2007); (b) molecules like water will
cover the surface with silanol groups (SiOH), an important actor
in the modulation of the physico-chemical characteristics of
the crystalline/amorphous quartz surface (Comas-Vives, 2016;
Schrader etal., 2018; Wanget al., 2018). As a consequence of their
radical character, such surfaces will display a strong chemical
reactivity. Recent studies on the carbonation and hydrolysis
reactions on cleaved quartz, important for long term CO, storage
(Jia et al., 2019) as well as CO, adsorption on cleaved a-quartz
(001) (Malyi et al., 2015) also consider the presence of oxygen
radicals on the surface.

Based on the previous assertions and shifting attention to
cosmic dust grains, the following question can be formulated:
what kind of chemistry is developed at the interface between
a radical center present on a siliceous rock and the gas/ice of
molecular species of astrochemical interest like HyO or CO? To
answer the question, by means of quantum chemistry and by
using a simplified model of an amorphous siliceous surface based
on a silica-POSS (polyhedral-silsesquioxane) moiety (Fioroni
et al., 2018) (Figure 1), a siloxyl radical (Si-Oe) is modeled to
react with CO molecules.

The POSS model used in our work is a partially condensed
silsesquioxane [H7Si;O9(OH)3], where a single H atom is
homolytically cleaved from one of the three vicinal OH groups to
obtain a SiOe radical. Compared to a pyroxene or olivine silicate,
POSS has no Mg atoms interacting with the silicate oxygens.
Mg can play a role in the acid-base surface properties by the

FIGURE 1 | The siloxy! radical defect on the POSS model. Hydrogen atoms
on Si atoms have been deleted for clarity.

formation of magnesium-hydrate, and is certainly recognized
as an important actor in astrochemical grain chemistry (Cornu
et al., 2017). However, by only considering the siloxyl radical
and because in a siliceous lattice the SiO4 or [SiO;], units and
skeleton are present, the chemistry of a pure silica model will be
reasonably transferable to a silicate when only the SiO chemistry
is considered (Fioroni et al., 2018).

In the last 30 years, POSSs have given a fundamental
contribution to understand surface reactions and catalysts
activity on silica surfaces at the molecular level (Feher et al., 1989;
Quadrelli and Basset, 2010). In particular the POSS ability to
be a reliable model of a heterogeneous catalytic surface, allowed
the use of a wide range of experimental as well as theoretical
techniques to understand reaction mechanisms (Estes et al., 2016;
Assefa et al., 2020).

The CO molecule is also of great astrochemical interest and
is an abundant C; building block that can develop complex
organic chemistry under opportune (extreme P) conditions
(Bernard et al., 1998; Lipp et al.,, 2005) or if catalyzed under
normal conditions (West and Niu, 1970; Seitz and Imming,
1992). Before this work, studies on CO molecules interacting
on a crystalline (001) a-quartz surface (Goumans et al., 2007)
or an amorphous silica surface with siloxyl radicals (Goumans
et al,, 2008) were conducted, though no CO polymerization
chemistry was analyzed. In the following sections the general
reaction scheme:

[(Si02)m] — SiO @ +nCO — [(5i02),] — SiOe

+ [(COMI(n =1—4)
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TABLE 1 | Electronic energies differences (AEg, kcal/mol) at the
PW6B95/def2-TZVPP and DLPNO-CCSD(T)/cc-pVQZ level of theory based on
the first two CO addition reactions.

Reaction type AEDFT AESESPM
(a) 1st CO addition, 1—2 -31.0 —26.5
(b) 2nd CO addition (TS) 2—TS | —30.4 —26.3
(c) 2nd CO addition 23 —407 ~315

is analyzed, where the siloxyl radical works as an effective catalyst
in CO polymerization. Further analysis will be applied to the
release and hydrogenation of the pCO products.

2. COMPUTATIONAL METHODS

The ORCA software (version 4.0.2) (Neese, 2012) was used
for all geometry minimizations, potential energy surface (PES)
and vibrational frequency analyses using the global hybrid
functional PW6B95 (Zhao and Truhlar, 2005) coupled to the
split valence triple-¢ def2-TZVPP basis set with two sets of
polarization functions (Weigend and Ahlrichs, 2005) and the
atom-pairwise dispersion correction energy with Becke-Johnson
damping (D3BJ) (Grimme et al., 2010, 2011). The selected level
of theory (PW6B95-D3BJ/def2-TZVPP) was shown to be one
of the most robust, reliable and accurate theoretical tools in
the estimation of general main group thermochemistry, kinetics
and non-covalent interactions after the double hybrid functionals
(Goerigk et al., 2017). The reliability of the used method is also
underlined by the good qualitative agreement between the DFT
and MP2-F12 calculations as found in previous works (Fioroni
and DeYonker, 2016; Fioroni et al., 2018, 2019).

To compare the DFT data to results when electron correlation
effects are considered, the domain-based local pair-natural
orbital (DLPNO) approach coupled to the CCSD(T) method
[DLPNO-CCSD(T)] (Riplinger and Neese, 2013; Riplinger et al.,
2013) in conjunction with the quadruple-¢ correlation consistent
basis set cc-pVQZ (Dunning, 1989; Woon and Dunning, 1993)
was applied on the first three intermediates representing the first
two CO addition reactions (see Figure 3). The differences in
the electronic energies (AE,;) between the two levels of theory
are reported in Table 1. The trend between the two PES shows
a good agreement, with the DFT results tending to stabilize
the intermediates.

To speed up calculations the RI (Resolution of the
Identity) (Neese, 2003) and RIJCOSX (Neese et al, 2009)
algorithms were used coupling the Coulomb-fitting basis sets
def2/] (Weigend, 2006). The NEB (Nudged Elastic Band)
method for finding minimum energy paths of transition states
was used (Jonsson et al, 1998). To test if the computed
structures represent a minimum or a transition state, vibrational
frequency calculations within the harmonic approximation
were performed on all compound models. The obtained
enthalpies (Hror=[Eg; +Ezpe+Evip. +Eror. +ETrans. ] tkgT) and S
values (S7or=Sg; +Svip. +SRot.+STrans.) Were used to estimate the
free energies (G) at T =200 K.

Reaction rates have been estimated by the Eyring relation
(T =200 K):

kgT _ac
—= ——¢ RT

k

Figures were rendered by the
(Hanwell et al., 2012).

program  Avogadro

3. RESULTS AND DISCUSSION

3.1. CO Polymerization
CO polymerization (pCO) is not an “easy” chemical task.
Only few examples of CO polymers like oxocarbons (CO),
have been obtained by the direct reaction of several CO units
(West and Niu, 1970; Seitz and Imming, 1992). Experiments
performed at high pressures (GPa) on pure CO, produced
a metastable CO polymer (Lipp et al, 2005) structurally
characterized by partially interconnected polycarbonyl chains
where the monomeric unit of five carbons contains a lactone
moiety (Bernard et al., 1998). Further high pressure experiments
conducted on Fe(CO)s resulted in a mixture of Fe;O3 crystals
immersed in a polymerized CO (Ryu et al., 2015). Overall, CO
polymerization is a difficult reaction if a catalyst is not involved.
In Figure 2, a possible example of a nascent CO polymer on a
SiOe radical working as a catalytic center is shown with its trans
and cis isomers, while in Figure 3 the calculated PES (T = 200 K)
of the following reaction is reported,

[(SiO02)m] — SiO @ +nCO — [(SiO2)m] — SiO — [(CO), ]

The selected T = 200 K is a lower bound to the (CO-CO)
polymerization to progress efficiently, though the 1st addition is
barrier-less and the 2nd addition can work at lower temperatures
(see next paragraphs). Referring to astronomical bodies, we have
hypothesized such temperatures can be experienced, for example,
by comets where temperature rise periodically by surface heating
to release CO and H molecules (Hoang et al., 2019) or by dust
particles or greater bodies in the turbulent phase of a proto-
planetary disk.

The first CO addition to the siloxyl center, compound 1,
to give the siloxy-carbonyl compound 2, is thermodynamically
favored by AG = —21.7 kcal/mol and no free energy of activation
is observed (see Figure 4 and Supplementary Figure 1).

The second CO addition, 2— 3, must overcome an activation
free energy of AG*=+8.3 kecal/mol (k=3.54%10% s~ !M~1) (TS I),
while the thermodynamics is, relative to compound 2, slightly
favored by AG = —1.6 kcal/mol. Furthermore, compound 3
is characterized by a -Si-O-CO-COe skeleton which has the
potential to perform a three-ring closure reaction to end up
in an enthalpically “ring strained” oxalic anhydride precursor
(4) which is, not surprisingly, thermodynamically strongly
disfavored by AG = +35.7 kcal/mol. The third CO addition to
compound 3, Figure 5, can follow two different reaction channels
by two different transition states, TS Ila and TS IIb. In fact,
compound 3 is characterized by an OCCO dihedral of ~96°
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FIGURE 2 | A nascent CO polymer chain (pCO) in the trans (I) and cis (ll) conformers.

@)

) )"

FIGURE 3 | PES (AG, kcal/mol, T = 200 K) of the pCO formation on a siloxyl radical center. TS R-value (in parenthesis) corresponds to the free energy of activation.
For clarity, only half of the POSS moiety is reported and hydrogen atoms on the Si atoms have been deleted.

(see Figure4) and the CO attack can be performed via the (k = 2.40 s!M~!) forms compound 6, while TS IIb with
two opposite sides to obtain the cis-trans products (Figure5). a AG*=+10.5 kcal/mol (k = 1.40 * 10" s~'M~!) ends up in
The lowest in energy, TS Ila, with a AG*=+11.2 kcal/mol  compound 5.
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FIGURE 4 | TS | and (CO), products 3 and three-member ring 4. TS was not
determined due to the unlikely formation of the three-ring product (see
Figure 3). In compound 3 the OCCO dihedral between the two CO is ~ 96°.
For clarity, only the siloxy group of the POSS moiety is shown.
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FIGURE 5 | TS Il and (CO)3 products 5-cis and 6-trans together with the
four-member ring 7 of the pCO. TS R connects 5-cis and 6-trans by a rotation
of the C1-C, axis. TS lll is a late TS characterized by a bond length
Cs-01=1.63 A, while in product 7, 1.49 A For clarity, only the siloxy group of
the POSS moiety is shown.

Product 6 is the pCO trans form, which is thermodynamically
favored over the 5-cis form by AG = —5.8 kcal/mol. As a
consequence the 5-cis is both thermodynamically as well as
kinetically disfavored compared to the 6-trans. Interconversion
between the 5-cis and 6-trans is possible by performing a
180° rotation of the OC;C,0 dihedral (Figure 5) determining
a TS R, AG* = +12.9 keal/mol (k = 3.34 * 1072 s7IM™1).
This interconversion further cements product 6 as the expected
product. Furthermore by ring closure, the precursor of the di-
cheto form of oxetane (compound 7) is formed, characterized by
a very late TS (TS III) and thermodynamically uphill by AG =
+14.5 kcal/mol.

The addition of the fourth CO on the 6-trans proceeds by
two possible orientations (Figure 6). First, with the C—O axis
parallel to the second C— O axis of the nascent pCO (Figure 6)
and by TS IV (AG* = +14.6 kcal/mol, k = 4.63 * 107* s~ M)
compound 8-trans (AG = +11.0 kcal/mol) is formed, or with the
C—O axis parallel to the first C—O axis of the nascent pCO
(Figure 6) and by cyclization and no TS, 9 is formed. The path
between compounds 6 and 9 is characterized by a barrierless
concerted step where the C-C and C-O bonds are formed (see
Supplementary Figure 2).

Compound 9 is an epoxo five member ring precursor of
1,4-epoxy-1,2,3-butanone, seemingly a natural consequence of
the pCO chain with four CO, although slightly disfavored by
AG=+1.9 kcal/mol relative to 6-trans, which is the most stable
pCO form bond to the siloxyl center. However, at the considered
T = 200 K, population densities of compound 9 will be enough
to further proceed in different reaction channels such as CO
addition or hydrogenation (see next section). Furthermore, in
Figure 3, the elongation of the pCO chain from the four CO
units seems to be thermodynamically disfavored with compound
8-trans AG=+11.0 kcal/mol above compound 6-trans.

In most of the reaction steps, a hydrogen bond between one
of the SiOH groups and the nascent CO polymer, is present (see
Figure 3). The distance varies from ~1.85 A (strong H-bond) as
in the free siloxyl radical 1, the important intermediates 6 and
the final products 8 and 9, while in the intermediates 2, 3, and 5
the H-bond is weak or not existing (2.20-2.70 A). The H-bond
importance resides in its ability to better stabilize compound 6
over 5 and to reduce the rotational entropy associated to the
nascent CO polymer.

Potentially the cyclic compound 9 can accept one CO on the
C bond to the siloxy group due to its radical character, opening
the possibility to “branch” the pCO. However, the reaction is
thermodynamically strongly disfavored by AG=+30.0 kcal/mol
(see Supplementary Figure 3). Notably, product 9 has the same
structure as the pCO obtained by CO high pressure experiments,
where the 5-ring lactone moiety is connected by CO units
(Bernard et al., 1998; Lipp et al., 2005).

3.2. pCO Release and Hydrogenation

Once the pCO chains or rings are formed, their hydrogenation
and/or release from the surface are important processes to be
analyzed. Hydrogen has three important characteristics to be
considered: (a) it is the most abundant element in the universe
and can, with high probability, react with the pCO; (b) H addition
is characterized by very low or no activation energy; (c) the
thermodynamics is highly exothermic i.e., favored.

Furthermore, while the neutral oxocarbons are unstable
species (Schroder et al., 1999; Jiao et al., 2001; Corkran and
Ball, 2004; Lunny et al., 2018) from the addition of H atoms
or electron “injection,” stable compounds are obtained (Seitz
and Imming, 1992) such as the cyclic “deltic acid” (C303H,,
2,3-dihydroxycycloprop-2-ene-1-one) and its di-anion (C3 03)%,
“squaric acid” (C4O4H3, 3,4-dihydroxycyclobut-3-en- 1,2-dione)
and the correlated di-anion (C404)%>~, Cs0sH, “croconic
acid” (4,5-Dihydroxy-4-cyclopentene-1,2,3-trione) and CsOgH;
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FIGURE 6 | Elongation and cyclization of the pCO chain by addition of the 4th CO. For clarity, only the siloxy group of the POSS moiety is shown.
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“rhodizonic  acid” (5,6-dihydroxycyclohex-5-ene-1,2,3,4-
tetrone). As such, the pCO hydrogenation is an interesting
chemistry due to the stabilization effects induced by the H
addition and will be a subject of future study.

Unfortunately, the complexity of the pCO PES hydrogenation
scales up fast. For example, by considering the smallest
[(SiO2)m]-SiO-[(CO),]e model, its full hydrogenation would
give an interesting product like ethylene glycol: [(SiO3);,]-SiO-
[(CO)2]e+6H—[(Si03),]-Si-Oe+(CH,OH),. A detailed PES
analysis would be computationally quite demanding. However,
selected examples can be analyzed to extract key answers on
the general behavior and main characteristics of the pCO
hydrogenation. As general rule, the pCO hydrogenation follows
two main classes of reactions:

I) a radical-radical reaction, where the H atom interacts with
a radical species, for example [(SiO3),]-SiO-[(CO),]e;

II) a radical-closed shell reaction, where the H atom
reacts with closed shell species, for example, [(SiO3);,]-SiO-
[(CO),_1CHO]. The radical-radical and radical-closed shell
reactions will be alternating to reach the final fully, or partially,
hydrogenated products.

Radical-radical reactions generally have very low or no
activation energies. The wvalidity of such assertion was
analyzed by considering the first hydrogenation step (see
Supplementary Material) on some representative compounds
like: [(SiO02)n]-SiO-[COJe+H— [(SiO2)m]-SiO-[CHOJ;
[(8i02),]-SiO-[(CO), Je+H—[(SiO2),m]-Si0-[(CO)-CHO];
(cyclic) [(8102),]-SiO-[(CO)4]e+H— (cyclic) [(Si02),]-SiO-
[CHO-(CO)3]. All reactions are, not surprisingly, barrier-less.

Interestingly, due to the presence of the aldehyde group, the
surface will be “activated” toward nucleophiles or radicals.

Another group of interesting radical-radical reactions are the
hydrogen addition to the pCO carbons and oxygens or to the
oxygen of the siloxy group. In particular, the [(SiO3),,]-SiO-
[(CO),)]e moiety was analyzed in detail to illustrate the possible
reaction paths triggered by H addition. As a first case study, the
hydrogenation of the siloxy oxygen with a AG = —42.7 kcal/mol
allows the release of the unstable ethylen-dione (Table 2, reaction
a). However, another four hydrogenation sites characterized by
the two oxygens and the two carbons of the (CO), molecule
are possible (Table 2, reactions b, ¢, d, e). All reactions are
thermodynamically downhill with the hydrogenation of the
carbons preferred to the oxygens due to their higher radical
character (see Supplementary Figure 4).

The hydrogenation of the first carbon bond to the siloxy unit
will interestingly always result in the release of the following
(CO);—1 moiety (Table2, reactions e, f, g) leaving a very
reactive aldehyde group on the surface. These results suggest that
hydrogenation of the first carbon releasing the free oxocarbon
and an aldehyde group on the surface is the most favored
one. The hydrogenation of the carbon of the second CO
(reaction d, Table 2) gives the radical precursor of glyoxal (CHO-
CHO), which release is thermodynamically strongly disfavored
by AG=+93.3 kcal/mol. The importance of glyoxal, as a potential
product and being the smallest di-aldehyde, lies in its ability to
react with urea resulting in five- and six-member non-aromatic
heterocycles able to self-assemble in chains or in dendritic-like
structures with masses up to 1 kDa (Lavado et al., 2019).
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TABLE 2 | AG reaction energies (kcal/mol, T = 200 K).

Reaction type Energy
Hydrogenation reactions of the oxygens

(a) SIO-[(CO-CO)je+H — -SiOH + (CO),? —42.7
(b) SIO-[(CO-CO)Je+H — -[SIO-(CO-COH)] —-32.2
(c) SIO-[(CO-CO)Je+H — -[SIO-(COH-CO)] —50.5
Hydrogenation reactions of the carbons

(d) SIO-[(CO-CO)]e+H — -[SIO-(CO-CHO)] —84.7
(e) SIO-[(CO-CO)Je+H — -[SIO-CHO] + CO —85.8
(f) SIO-[(CO-(CO)2)Je+H — -[SIO-CHQO] + (CO)? -32.9
(g) SIO-[(CO-(CO)a)]e (linear) +H — -[SIO-CHO] + (CO)z® —28.6
Release of the oxocarbons

() SIO-[(CO)z]e — -Si-Oe + (CO)p? +72.5
(i) SIO-[(CO)s]e — -Si-Oe + (CO)3” +96.0
() SIO-[(CO)s]e — -Si-Oe + (CO)4 (linear)® +96.1
Hydrogenation reactions of the last carbon

(k) SIO-[(COJe+H — -[SIO-CHO)] -91.8
() SIO-[(CO-CO)Je+H — -[SIO-(CO-CHO)] —84.7
(m) SiO-[(CO)2-COJe+H — -[SiO-(CO)2-CHO)] —65.7
(n) SIO-[(CO)3-CQJe (linear) +H — -[SiO-(CO)3-CHO)] —67.4

aTriplet state, singlet unstable in agreement with Lunny et al. (2018). PSinglet state,
AGg_3-AGg_1=+7.8 kcal/mol. °Triplet state, AGs—z- AGs—1=-5.4 kcal/mol. Bold labeled
atoms=reaction site.

After the first hydrogenation, the next hydrogen will react

with a neutral-closed shell molecule. As a case study, two
different PESs based on the [(SiO3);,]-SiO-[(CO)-CHO] model
were analyzed:
(a) the hydrogen attacks the siloxyl oxygen, to release the
glyoxal radical as final product: [(SiO3),]-SiO-[(CO)-
CHOJ+H—[(Si03),,]-SiOH+eCO-CO. The reaction is
thermodynamically disfavored, AG = +18.2 kcal/mol, and
the TS shows a AG* = +25.4 kcal/mol (k=7.32 * 10716 s~1M 1)
high in energy, a quite slow reaction even at room temperature.

(b) the second hydrogen addition was conducted on
the carbon atom bound to the siloxyl oxygen, expecting
a reaction like: [(SiO3),,]-SiO-[(CO)-CHOJ+H — [(SiO2)u]-
SiOe+CHO-CHO. Most interestingly, the reaction PES forms
a thermodynamically and kinetically preferred radical alkoxide
instead of the di-aldehyde (glyoxal) (see Figure 7). Starting from
compound 10 the incoming hydrogen prefers to attack the
external carbon C, to give the radical alkoxide 11 passing through
TS V with a AG*=+3.5 kcal/mol (k = 624 * 10° s7'M~1).
To reach the SiO-CHO-CHO dialdehyde (compound 12), the
reaction 11 — 12 is thermodynamically disfavored, AG = +14.8
kcal/mol, with an activation barrier of AG¥ = +26.4 kcal/mol (k =
5.91 %1077 s~IM~1) (TS VI). TS VI corresponds to an internal
H transfer from the CH, group to the C of the SiO-CO moiety.

The following hydrogenation reactions will alternate a
radical-radical to a radical-closed shell mechanism, releasing
the fully hydrogenated products (alcohols) or, less likely,
partially hydrogenated compounds like aldehydes. In principle,
considering the [(CO),] linear compounds with n = 2,3,4, the
possible final products (differently populated depending from

their parental (CO), thermodynamic stability) are ethan-1,2-
diol (ethylen glycol), propane-1,2,3-triol (glycerol) and butane-
1,2,3,4-tetraol, the last in its four diastereomeric forms including
erythritol and threitol. Note that by the full hydrogenation of the
cyclic 1,4-epoxy-1,2,3-butanone (9) a furanose ring is obtained.
For n=1 methanol is produced, as already analyzed by Goumans
et al. (2008).

Further interesting reactions are produced by the direct
release of the pCO chains into the gas phase.

[(SiO2)m] — SiO — [(CO)nle — [(SiO2)m] — Si — O @ +(CO),

Not surprisingly free energy values are very high (see Table 2,
reaction h, i, j) due to the strong bond connecting the siloxy
unit to the pCO carbon (SiO-C), characterized by an O-C bond
energy of ~+85.0 kcal/mol (Rumble, 2020). Such unfavorable
thermodynamics will inhibit the release of the free pCO due
to the relatively weak bond energies between the CO units
(see Figure3), in agreement with previous theoretical and
experimental analysis of (CO), oxocarbon (ethylen dione) and
oxocarbons up to n = 6 (Schroder et al., 1999; Jiao et al., 2001;
Corkran and Ball, 2004; Lunny et al., 2018).

By checking Table 2, the reactivity of the pCO chains shows
some interesting characteristics. In the hydrogenation of the
terminal CO carbon (see Table 2, reaction k, I, m, n), AG
is inversely proportional to the pCO chain length, to reach
a “plateau” in longer chains. Such behavior can be correlated
to the spin density on the last carbon, decreasing with the
increasing length of the chain (see Supplementary Material).
From these results, hydrogenation reactions on longer chains
may be effectively performed on the oxygen atoms.

Another interesting reaction is the hydrogenation of the first
CO carbon leaving a SiO-CHO on the surface and releasing a
(CO),, into the gas phase (n>1) (see Table 2, reaction e, f, g). The
AG is always negative though for n = 3-4 the values are lower
compared to n = 2. Again such results can be correlated in the
decrease of the spin density on the first CO carbon when part
of longer chains. However, in the (CO), case, the hydrogenation
of the first CO carbon, releasing a CO molecule, is slightly
preferred to the hydrogenation of the second CO carbon (see
Table 2, reaction d, e). Though the spin density would suggest
the second carbon to be more reactive, the balance between
the enthalpic (mainly bond formation) and the entropic terms
(mainly correlated to the release of one CO) favors the release
of the CO by the hydrogenation of the first CO. The difference
in entropy between the two reactions is AAS,_;=+1.2 kcal/mol
(CO release) while the enthalpy remains practically constant
AAH,_4=0.04 kcal/mol (balanced between the strong H-C bond
formation and the low energy C-C disruption).

In case of longer chains the CO,, release is still entropically
favored, though with a contribution of only a few kcal/mol
associated to the roto-translational entropy of the (CO),
chains. The enthalpic factor will determine the reaction profile
proportional to the pCO spin density.

Another set of reactions, same as discussed for the (CO),
molecule, is the release and hydrogenation of the five member
ring precursor of the 1,4-epoxy-1,2,3-butanone (Table 3). The
release of the newly synthesized five-member ring bond to the
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FIGURE 7 | Hydrogenation of the [CO-(CHO)] chain. The PES was calculated by moving the H atom toward the C+ carbon. For clarity, only the siloxy group of the
POSS moiety is shown.

TABLE 3 | AG reaction energies (kcal/mol, T=200 K).

siloxy oxygen (reaction f) would release the 1,4-epoxy-1,2,3-
Reaction type Eneray butanone radical, t.he.rmodynamically favored by AG = —41.3
kcal/mol. Summarizing, the release of the 1,4-epoxy-1,2,3-
(8) SHO-Cyngle — -Si-Oe + :Crng +1159  butanone radical is preferred to the fully hydrogenated form,
(0) SHIO-Cngle+H — SIOH + (:Cying) 4598 due to the hydrogenation preference toward the oxygen rather
() S-O-Crngle+H — [SIO-CrngH] _50.1 than the carbon of the SiO-CH unit. Once released, the 1,4-
() SHO-CongHI+H —> ~Si-Os + HsCring 18 epoxy-1,2,3-butanone radical will be a highly reactive species
(€) SHO-CyngH] — -5i-O + ¢CyngH 739 able t9 be fully hydrogenated or to react promptly with other
() SHIO-CringHI+H — Si-OH + oCyngH _a13  organic substrates.
The bold labeled atoms are the reaction sites. Cying = first carbon bond to the siloxy group

precursor of 1,4-epoxybutane-1,2,3-dione (HCring); @CringH = radical, :Cying = carbene.

4. CONCLUSIONS

The aim of the study is to understand how a silica surface
decorated with siloxy radicals chemically behaves in presence
of CO molecules, as CO is one of the most abundant carbon
carriers in the Universe. In fact, while the H,O case is
well analyzed having important consequences in the chemical
synthesis and electronics industries, the CO case is less studied.

siloxy group has a huge free energy penalty of AG=+115.9

kcal/mol (Table 3, reaction a), underlining the near double bond
character of the SiO-C bond.

Focusing on the five-member ring hydrogenation reactions
(Table 3, reaction b-f), the hydrogenation of the siloxy oxygen
would release (reaction b) the carbene of the five-member

ring if not disfavored by AG=+59.8 kcal/mol, while the

By means of quantum chemistry (DFT; PW6B95/def2-TZVPP)
the general reaction:
hydrogenation of the carbon (reaction ¢) has a AG = —59.1

kcal/mol. A further hydrogenation on the CH of the five-
member ring will release the final product 1,4-epoxy-1,2,3-
butanone, thermodynamically favored by AG = —1.8 kcal/mol.
The direct dissociation of the SiO-CH(ring) (reaction e) releasing
the two radicals of the 1,4-epoxy-1,2,3-butanone and the
POSS-siloxyl is thermodynamically unfavorable by AG=+73.9
kcal/mol, a free energy value that underlines the single bond
character of the SiO-CH. Finally, the hydrogenation of the

Frontiers in Chemistry | www.frontiersin.org

[(Si02)m] — SiO ¢+nCO — [(SiO3)m] — SiO ¢ HCO),(n = 1—4)

at T=200 K is analyzed, where the (CO), is the CO
polymerization product (pCO) and the [SiO,,]-SiOe moiety
works as an effective catalyst by the SiOe (siloxyl radical) group.
The proposed catalytic model is based on three assumptions.
First, that siliceous rocks in both crystalline or amorphous states
show defective centers such as siloxyl radicals. This hypothesis
has its foundations in industrial catalysis or geochemistry,
where defective centers are known to play a fundamental role
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in the catalysts activity. Second, that the amorphous siliceous
surface is appropriately modeled by a silica-POSS (polyhedral-
silsesquioxane) moiety. Because the SiO4 or [(SiO;]y units and
skeleton are present in a siliceous lattice, the chemistry of a pure
silica model will be reasonably transferable to a silicate when only
the SiOe chemistry is considered. Third, that the second phase
is represented by CO molecules, an abundant C; building block
in space.

Furthermore, the T = 200 K was selected being a lower
bound to the (CO-CO) polymerization to progress efficiently,
though the 1st addition is barrier-less and the 2nd addition
can proceed at lower temperatures (see next paragraphs). It has
been hypothesized that such temperatures can be experienced,
for example, by comets where temperature rise periodically by
surface heating to release CO and H or by dust particles or greater
bodies in the turbulent phase of a proto-planetary disk.

Our findings have multiple consequences in astrochemistry:

(I) due to the barrier-less addition of the first CO to the
SiOe center and the strong thermodynamic driving force (—21.7
kcal/mol), the SiO-COe group can be formed at very low T,
saturating the siloxyl centers present on siliceous minerals.
Furthermore, the SiO-COe bond stability will shift the CO release
from the surface at higher T compared to a neat CO ice;

(IT) the sequential addition of four CO catalyzed by the siloxyl
radical produces a set of pCO composed by two, three and
four CO monomers (C-C bond based), and the last precursor is
1,4-epoxy-1,2,3-butanone characterized by a lactone moiety;

(III) the pCO linear chains (CO), and (CO); have a bond
strength of a few kcal/mol though kinetically stabilized by
activation free energies of ~ AG* <+19.0 kcal/mol. The SiO-
(CO)4 ring (precursor of 1,4-epoxy-1,2,3-butanone) is formed
by a barrier-less cyclization reaction, but is thermodynamically
slightly disfavored by AG = +1.9 kcal/mol compared to the linear
precursor SiO-(CO)s, which is the most stable pCO form bound
to the siloxy center. However, due to the low energy difference,
the population of the SiO-(CO)4-ring should be enough (T =200
K) to participate in subsequent reactions;

(IV) the release of the pCOs, i.e., breaking the SiO-C bond, has
a not surprisingly high free energy penalty, +75.0 < AG < +115.0
kcal/mol. Such high free energies will inhibit the presence of free
pCO due to the intrinsic instability of the oxocarbons (CO), as
experimentally known for the n = 2-6 cases because of the relative
weak bond energies between the CO units [see point (III)];

(V) considering hydrogenation reactions, the analysis was
focused on the [SiO,,]-SiO-(CO), and [SiO,,;]-SiO-(CO)4
systems. Hydrogen has three important characteristics under
our consideration: first, it is the most abundant element in the
universe. Second, H addition is characterized by very low or
negligible kinetic barriers, and third, the thermodynamics is
favorable and highly exothermic.

In the case of (CO),, the findings are:

(Va) the hydrogenation of the siloxy oxygen determines the
release of the unstable (CO), (ethylen-dione) favored by AG =
—42.7 kcal/mol;

(Vb) referring to the selective hydrogenation of the (CO);
carbons or oxygens, carbons are energetically preferred due
to their radical character. Noticeably, the hydrogenation

of the first carbon bond to the siloxy group (SiO-C)
results in the release of the following (CO),_; chain leaving
an extremely reactive aldehyde group, SiO-(CHO), on the
surface. This result has important consequences because other
chemical species can react with the aldehyde group fixed on
the surface.

Regarding the (CO)4 ring the findings are:

(Vc) the hydrogenation of the siloxy oxygen would release the
ring if not for a free energy penalty of AG=+59.8 kcal/mol, while
the hydrogenation of the carbon bond to the siloxy group (SiO-C)
is favored by AG=-59.1 kcal/mol.

After carbon hydrogenation, the splitting of the SiO-CH
bond is unfavorable with a AG=+73.9 kcal/mol, while the
hydrogenation of the siloxy oxygen will release the ring 1,4-
epoxy-1,2,3-butanone radical [eH(C404)], favored by AG =
—41.3 kcal/mol.

The general findings suggest the release of 1,4-epoxy-1,2,3-
butanone radical from the surface as the most favorable reaction
path. It should be noticed that the product 1,4-epoxy-1,2,3-
butanone has the same structure as the pCO obtained by CO high
pressure experiments.

(VI) in principle, by the full hydrogenation of the considered
oxocarbons, final products such as methanol, ethan-1,2-diol
(ethylen glycol), propane-1,2,3-triol (glycerol) and butane-
1,2,3,4-tetraol, the last in its four diastereomeric forms including
erythritol and threitol, are obtained. By the full hydrogenation
of the cyclic 1,4-epoxy-1,2,3-butanone a furanose ring is
obtained. Possible synthetic routes of the aforementioned
alcohols have been obtained by the analysis of the consecutive
hydrogenation  reactions:  [SiO,,]-SiO-(CO),]+H— [SiOy,]-
Si0O-CO-CHO+H—[SiO,,]-SiO-CO-CH,0.  Results  show
radical alcoxides are preferred intermediates paving the way
toward polyols synthesis. As general rule, the hydrogenation
reactions alternates between a radical-radical to a radical-closed
shell mechanism.

(VII) pCOs IR signatures are important for an experimental
confirmation and characterization. Unscaled harmonic
vibrational spectra of the POSS-(CO)n polymers are reported
using DFT (see Supplementary Material). SiO-C stretching
frequencies lie between 7.31 and 8.47 um (blue shift in longer
chains), while terminal COs are characterized by a CO stretch
between 4.57 and 5.01 pm (blue shift in longer chains). Internal
C stretching frequencies are identified by an IR signature
comprised between 5.41 and 6.58 um, dependent on the cis-trans
polymer conformations. Cyclic compounds show different shifts,
with the SiO-C stretching frequencies within the 7.31-7.64
pum interval, while the COs inside the rings have a CO stretch
between 5.05 and 6.35 pum.

(VIII) the oxocarbon-polyketones-lactone 1,4-epoxy-1,2,3-
butanone radical can be an important building block in
further polymerization reactions and/or open ring reactions
with H (aldehydes, polyols) or CN (chetonitriles), resulting
in highly reactive multi-functional compounds contributing to
COM synthesis.

“Easy” pCO synthesis is predicated on the reactive siloxyl
radical being able to chemically activate a relatively inert
CO molecule. Furthermore, CO is only one of the possible
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interesting substrates as, for example, H,O or CN, are able
to react with the radical SiO-[(CO),]e resulting in a complex
surface chemistry with implications to be further analyzed by
our group.

DATA AVAILABILITY STATEMENT

The raw data supporting the conclusions of this article will be
made available by the authors, without undue reservation.

AUTHOR CONTRIBUTIONS

MF conceived the presented idea and performed the numerical
simulations. ND verified the computational methods/results and
supervised the findings of this work. Both authors discussed

REFERENCES

Assefa, M. K., Wu, G., and Hayton, T. W. (2020). Uranyl oxo silylation
promoted by silsesquioxane coordination. J. Am. Chem. Soc. 142, 8738-8747.
doi: 10.1021/jacs.0c00990

Bernard, S., Chiarotti, G. L., Scandolo, S., and Tosatti, E. (1998). Decomposition
and polymerization of solid carbon monoxide under pressure. Phys. Rev. Lett.
81, 2092-2095. doi: 10.1103/PhysRevLett.81.2092

Boogert, A. A., Gerakines, P. A., and Whittet, D. C. (2015). Observations
of the icy wuniverse. Ann. Rev. Astron. Astrophys. 53, 541-581.
doi: 10.1146/annurev-astro-082214-122348

Bromley, S. T., Goumans, T. P. M., Herbst, E., Jones, A. P., and Slater, B. (2014).
Challenges in modelling the reaction chemistry of interstellar dust. Phys. Chem.
Chem. Phys. 16, 18623-18643. doi: 10.1039/C4CP00774C

Comas-Vives, A. (2016). Amorphous SiO, surface models: energetics of the
dehydroxylation process, strain, ab initio atomistic thermodynamics and
IR spectroscopic signatures. Phys. Chem. Chem. Phys. 18, 7475-7482.
doi: 10.1039/C6CP00602G

Corkran, G., and Ball, D. W. (2004). The relative energies of cyclopropanone,
cyclopropanedione, and cyclopropanetrione. Hartree-Fock,  density-
functional, G2, and CBS calculations. J. Mol. Struct. 668, 171-178.
doi: 10.1016/j.theochem.2003.10.026

Cornu, D., Lin, L., Daou, M. M., Jaber, M., Krafft, ].-M., Herledan, V., et al. (2017).
Influence of acid-base properties of mg-based catalysts on transesterification:
role of magnesium silicate hydrate formation. Catal. Sci. Technol. 7,1701-1712.
doi: 10.1039/C6CY02604D

Cuppen, H. M., Walsh, C., Lamberts, T., Semenov, D., Garrod, R. T., Penteado, E.
M., et al. (2017). Grain surface models and data for astrochemistry. Space Sci.
Rev. 212, 1-58. doi: 10.1007/s11214-016-0319-3

Dunning, T. H. (1989). Gaussian basis sets for use in correlated molecular
calculations. I. The atoms boron through neon and hydrogen. J. Chem. Phys.
90, 1007-1023. doi: 10.1063/1.456153

Escatllar, A. M., Lazaukas, T., Woodley, S. M., and Bromley, S. T. (2019).
Structure and properties of nanosilicates with olivine (Mg,SiO4)y and
pyroxene (MgSiO3)y compositions. ACS Earth Space Chem. 3, 2390-2403.
doi: 10.1021/acsearthspacechem.9b00139

Estes, D. P., Siddiqi, G., Allouche, F., Kovtunov, K. V., Safonova, O. V.,
Trigub, A. L., et al. (2016). C-H activation on Co, O sites: isolated
surface sites versus molecular analogs. . Am. Chem. Soc. 138, 14987-14997.
doi: 10.1021/jacs.6b08705

Feher, F. J., Newman, D. A, and Walzer, J. F. (1989). Silsesquioxanes as models for
silica surfaces. J. Am. Chem. Soc. 111, 1741-1748. doi: 10.1021/ja00187a028

Fioroni, M., and DeYonker, N. J. (2016). H, formation on cosmic grain siliceous
surfaces grafted with Fe': a silsesquioxanes-based computational model.
ChemPhysChem 17, 3390-3394. doi: 10.1002/cphc.201600607

the results, methods,and conclusions, and contributed to the
final manuscript.

ACKNOWLEDGMENTS

We thank the Department of Chemistry at the University
of Memphis, the University of Memphis High Performance
Computing Facility, and CROMIUM (Computational Research
on Materials Institute at the University of Mempbhis) for support.
This material is also based upon work supported by the National
Science Foundation (CAREER Grant BIO 1846408).

SUPPLEMENTARY MATERIAL

The Supplementary Material for this article can be found
online at: https://www.frontiersin.org/articles/10.3389/fchem.
2020.621898/full#supplementary-material

Fioroni, M., Savage, R. E., and DeYonker, N. J. (2019). On the formation
of phosphorous  polycyclic hydrocarbons  (PAPHs) in
astrophysical environments. Phys. Chem. Chem. Phys. 21, 8015-8021.
doi: 10.1039/C9CP00547 A

Fioroni, M., Tartera, A. K., and DeYonker, N. J. (2018). Propylene oxide formation
on a silica surface with peroxo defects: implications in astrochemistry. J. Phys.
Chem. A 122, 9100-9106. doi: 10.1021/acs.jpca.8b04955

Goerigk, L., Hansen, A., Bauer, C., Ehrlich, S., Najibi, A., and Grimme, S.
(2017). A look at the density functional theory zoo with the advanced
GMTKNS55 database for general main group thermochemistry, kinetics
and noncovalent interactions. Phys. Chem. Chem. Phys. 19, 32184-32215.
doi: 10.1039/C7CP04913G

Goumans, T. P. M., Catlow, C. R. A,, and Brown, W. A. (2008). Hydrogenation
of CO on a silica surface: an embedded cluster approach. J. Chem. Phys.
128:134709. doi: 10.1063/1.2888933

Goumans, T. P. M., Wander, A., Brown, W. A., and Catlow, C. R. A. (2007).
Structure and stability of the (001) «-quartz surface. Phys. Chem. Chem. Phys.
9:2146. doi: 10.1039/B701176H

Grimme, S., Antony, J., Ehrlich, S., and Krieg, H. (2010). A consistent and accurate
ab-initio parametrization of density functional dispersion correction (DFT-D)
for the 94 elements H-Pu. J. Chem. Phys. 132:154104. doi: 10.1063/1.3382344

Grimme, S., Ehrlich, S., and Goerigk, L. (2011). Effect of the damping function
in dispersion corrected density functional theory. J. Comput. Chem. 32,
1456-1465. doi: 10.1002/jcc.21759

Hanwell, M. D., Curtis, D. E., Lonie, D. C., Vandermeersch, T., Zurek, E.,
and Hutchison, G. R. (2012). Avogadro: an advanced semantic chemical
editor, visualization, and analysis platform. J. Cheminform. 4, 1-17.
doi: 10.1186/1758-2946-4-17

Herbst, E. (2013). Three milieux for interstellar chemistry: gas, dust, and ice. Phys.
Chem. Chem. Phys. 16, 3344-3359. doi: 10.1039/C3CP54065K

Hoang, M., Garnier, P., Gourlaouen, H., Lasue, J., Réme, H., Altwegg, K., et al.
(2019). Two years with comet 67p/churyumov-gerasimenko: H,O, CO,, and
CO as seen by the ROSINA/RTOF instrument of Rosetta. Astron. Astrophys.
630:A33. doi: 10.1051/0004-6361/201834226

Jager, C., Dorschner, J., Mutschke, H., Posch, Th., and Henning, Th. (2003).
Steps toward interstellar silicate mineralogy - VII. Spectral properties and
crystallization behaviour of magnesium silicates produced by the sol-gel
method. Astronom. Astrophys. 408, 193-204. doi: 10.1051/0004-6361:200
30916

Jia, J., Liang, Y., Tsuji, T., Miranda, C. R., Masuda, Y., and Matsuoka, T.
(2019). Ab initio molecular dynamics study of carbonation and hydrolysis
reactions on cleaved quartz (001) surface. J. Phys. Chem. C 123, 4938-4948.
doi: 10.1021/acs.jpcc.8b12089

Jiao, H., Frapper, G., Halet, J.-F., and Saillard, J.-Y. (2001). Stability
of tetraoxocyclobutane revised: perturbation theory and density

aromatics

Frontiers in Chemistry | www.frontiersin.org

10

February 2021 | Volume 8 | Article 621898


https://www.frontiersin.org/articles/10.3389/fchem.2020.621898/full#supplementary-material
https://doi.org/10.1021/jacs.0c00990
https://doi.org/10.1103/PhysRevLett.81.2092
https://doi.org/10.1146/annurev-astro-082214-122348
https://doi.org/10.1039/C4CP00774C
https://doi.org/10.1039/C6CP00602G
https://doi.org/10.1016/j.theochem.2003.10.026
https://doi.org/10.1039/C6CY02604D
https://doi.org/10.1007/s11214-016-0319-3
https://doi.org/10.1063/1.456153
https://doi.org/10.1021/acsearthspacechem.9b00139
https://doi.org/10.1021/jacs.6b08705
https://doi.org/10.1021/ja00187a028
https://doi.org/10.1002/cphc.201600607
https://doi.org/10.1039/C9CP00547A
https://doi.org/10.1021/acs.jpca.8b04955
https://doi.org/10.1039/C7CP04913G
https://doi.org/10.1063/1.2888933
https://doi.org/10.1039/B701176H
https://doi.org/10.1063/1.3382344
https://doi.org/10.1002/jcc.21759
https://doi.org/10.1186/1758-2946-4-17
https://doi.org/10.1039/C3CP54065K
https://doi.org/10.1051/0004-6361/201834226
https://doi.org/10.1051/0004-6361:20030916
https://doi.org/10.1021/acs.jpcc.8b12089
https://www.frontiersin.org/journals/chemistry
https://www.frontiersin.org
https://www.frontiersin.org/journals/chemistry#articles

Fioroni and DeYonker

COM Formation on Siloxyl Radicals

functional scheme. J. Phys. Chem. A 105, 5945-5947. doi: 10.1021/jp01
0738i

Jonsson, H., Mills, G., and Jacobsen, K. (1998). “Chapter 16: Nudged
elastic band method for finding minimum energy paths of transitions,” in
Classical and Quantum Dynamics in Condensed Phase Simulations, eds B. J.
Berne, G. Ciccotti, and D. F. Coker (London: World Scientific), 385-404.
doi: 10.1142/9789812839664_0016

Kerkeni, B., Bacchus-Montabonel, M. C., and Bromley, S. T. (2017). How
hydroxylation affects hydrogen adsorption and formation on nanosilicates.
Mol. Astrophys.7,1-8. doi: 10.1016/j.molap.2017.04.001

Lavado, N., Garcia de la Concepcion, J., Gallego, M., Babiano, R., and Cintas, P.
(2019). From prebiotic chemistry to supramolecular oligomers: urea-glyoxal
reactions. Org. Biomol. Chem. 17, 5826-5838. doi: 10.1039/C90B01120]

Lipp, M. J., Evans, W. ], Baer, B. J., and Yoo, C. S. (2005). High-energy-density
extended CO solid. Nat. Mater. 4, 211-215. doi: 10.1038/nmat1321

Lunny, K. G, Benitez, Y., Albeck, Y., Strasser, D., Stanton, J. F., and Continetti, R.
E. (2018). Spectroscopy of ethylenedione and ethynediolide: a reinvestigation.
Angew. Chem. Int. Ed. 57, 5394-5397. doi: 10.1002/anie.201801848

Malyi, O. I, Kulish, V. V., and Persson, C. (2014). In search of new reconstructions
of (001) «-quartz surface: a first principles study. RSC Adv. 4, 55599-55603.
doi: 10.1039/C4RA10726H

Malyi, O. L, Thiyam, P., Bostrém, M., and Persson, C. (2015). A first principles
study of CO; adsorption on -SiO,(001) surfaces. Phys. Chem. Chem. Phys. 17,
20125-20133. doi: 10.1039/C5CP02279G

Mennella, V., Ciarniello, M., Raponi, A., Capaccioni, F., Filacchione, G., Suhasaria,
T., et al. (2020). Hydroxylated Mg-rich amorphous silicates: a new component
of the 3.2 pum absorption band of comet 67P/Churyumov-Gerasimenko.
Astrophys. J. 897:L37. doi: 10.3847/2041-8213/ab919e

Neese, F. (2003). An improvement of the resolution of the identity approximation
for the calculation of the coulomb matrix. J. Comp. Chem. 24, 1740-1747.
doi: 10.1002/jcc.10318

Neese, F. (2012). The ORCA program system. Wiley Interdiscip. Rev. 2, 73-78.
doi: 10.1002/wcms.81

Neese, F., Wennmohs, F., Hansen, A., and Becker, U. (2009). Efficient,
approximate and parallel Hartree-Fock and hybrid DFT calculations. A "chain-
of-spheres" algorithm for the Hartree-Fock exchange. Chem. Phys. 356, 98-109.
doi: 10.1016/j.chemphys.2008.10.036

Quadrelli, E. A., and Basset, ].-M. (2010). On silsesquioxanes accuracy as molecular
models for silica-grafted complexes in heterogeneous catalysis. Coord. Chem.
Rev. 254, 707-728. doi: 10.1016/j.ccr.2009.09.031

Rignanese, G. M., de Vita, A., Charlier, J. C., Gonze, X., and Car, R. (2000). First-
principles molecular-dynamics study of the (001) a-quartz surface. Phys. Rev.
B 61, 13250-13255. doi: 10.1103/PhysRevB.61.13250

Riplinger, C., and Neese, F. (2013). An efficient and near linear scaling pair
natural orbital based local coupled cluster method. J. Chem. Phys. 138:034106.
doi: 10.1063/1.4773581

Riplinger, C., Sandhoefer, B., Hansen, A., and Neese, F. (2013). Natural triple
excitations in local coupled cluster calculations with pair natural orbitals. J.
Chem. Phys. 139:134101. doi: 10.1063/1.4821834

Rumble, J. R. (2020). CRC Handbook of Chemistry and Physics, 101st Edition.
Abingdon: CRC Press; Taylor & Francis Group.

Ryu, Y., Kim, M., and Yoo, C. (2015). Phase diagram and transformations of
iron pentacarbonyl to nm layered hematite and carbon-oxygen polymer under
pressure. Sci. Rep. 5:15139. doi: 10.1038/srep15139

Schrader, A. M., Monroe, J. I, Sheil, R, Dobbs, H. A., Keller, T. J., Li,
Y., et al. (2018). Surface chemical heterogeneity modulates silica surface
hydration. Proc. Nat. Acad. Sci. U.S.A. 115, 2890-2895. doi: 10.1073/pnas.17222
63115

Schroder, D., Schwarz, H., Dua, S., Blanksby, S. J., and Bowie, J. H. (1999). Mass
spectrometric studies of the oxocarbons CnOn (n = 3-6). Int. ]. Mass Spectrom.
188, 17-25. doi: 10.1016/S1387-3806(98)14208-2

Seitz, G., and Imming, P. (1992). Oxocarbons and pseudooxocarbons. Chem. Rev.
92, 1227-1260. doi: 10.1021/cr00014a004

Tielens, A. G. G. M. (2013). The molecular universe. Rev. Mod. Phys. 85,
1021-1081. doi: 10.1103/RevModPhys.85.1021

van Dishoeck, E. F. (2014). Astrochemistry of dust, ice and gas: introduction and
overview. Faraday Discuss. 168, 9-47. doi: 10.1039/C4FD00140K

Wang, X., Zhang, Q., Li, X., Ye, J., and Li, L. (2018). Structural and electronic
properties of different terminations for quartz (001) surfaces as well as
water molecule adsorption on it: a first-principles study. Minerals 8, 58-74.
doi: 10.3390/min8020058

Weigend, F. (2006). Accurate coulomb-fitting basis sets for H to Rn. Phys. Chem.
Chem. Phys. 8, 1057-1065. doi: 10.1039/b515623h

Weigend, F., and Ahlrichs, R. (2005). Balanced basis sets of split valence, triple zeta
valence and quadruple zeta valence quality for H to Rn: design and assessment
of accuracy. Phys. Chem. Chem. Phys. 7, 3297-3305. doi: 10.1039/b50
8541a

West, R., and Niu, J. (1970). “Chapter 4: Oxocarbons and their reactions,” in
The Chemistry of the Carbonyl Group, Vol. 2 (John Wiley and Sons), 241-275.
doi: 10.1002/9780470771228.ch4

Woon, D. E,, and Dunning, T. H. (1993). Gaussian basis sets for use in correlated
molecular calculations. III. The atoms aluminum through argon. J. Chem. Phys.
98, 1358-1371. doi: 10.1063/1.464303

Zhao, Y., and Truhlar, D. G. (2005). Design of density functionals that
are broadly accurate for thermochemistry, thermochemical kinetics, and
nonbonded interactions. J. Phys. Chem. A 109, 5656-5667. doi: 10.1021/jp0
50536¢

Conflict of Interest: The authors declare that the research was conducted in the
absence of any commercial or financial relationships that could be construed as a
potential conflict of interest.

Copyright © 2021 Fioroni and DeYonker. This is an open-access article distributed
under the terms of the Creative Commons Attribution License (CC BY). The use,
distribution or reproduction in other forums is permitted, provided the original
author(s) and the copyright owner(s) are credited and that the original publication
in this journal is cited, in accordance with accepted academic practice. No use,
distribution or reproduction is permitted which does not comply with these terms.

Frontiers in Chemistry | www.frontiersin.org

11

February 2021 | Volume 8 | Article 621898


https://doi.org/10.1021/jp010738i
https://doi.org/10.1142/9789812839664_0016
https://doi.org/10.1016/j.molap.2017.04.001
https://doi.org/10.1039/C9OB01120J
https://doi.org/10.1038/nmat1321
https://doi.org/10.1002/anie.201801848
https://doi.org/10.1039/C4RA10726H
https://doi.org/10.1039/C5CP02279G
https://doi.org/10.3847/2041-8213/ab919e
https://doi.org/10.1002/jcc.10318
https://doi.org/10.1002/wcms.81
https://doi.org/10.1016/j.chemphys.2008.10.036
https://doi.org/10.1016/j.ccr.2009.09.031
https://doi.org/10.1103/PhysRevB.61.13250
https://doi.org/10.1063/1.4773581
https://doi.org/10.1063/1.4821834
https://doi.org/10.1038/srep15139
https://doi.org/10.1073/pnas.1722263115
https://doi.org/10.1016/S1387-3806(98)14208-2
https://doi.org/10.1021/cr00014a004
https://doi.org/10.1103/RevModPhys.85.1021
https://doi.org/10.1039/C4FD00140K
https://doi.org/10.3390/min8020058
https://doi.org/10.1039/b515623h
https://doi.org/10.1039/b508541a
https://doi.org/10.1002/9780470771228.ch4
https://doi.org/10.1063/1.464303
https://doi.org/10.1021/jp050536c
http://creativecommons.org/licenses/by/4.0/
http://creativecommons.org/licenses/by/4.0/
http://creativecommons.org/licenses/by/4.0/
http://creativecommons.org/licenses/by/4.0/
http://creativecommons.org/licenses/by/4.0/
https://www.frontiersin.org/journals/chemistry
https://www.frontiersin.org
https://www.frontiersin.org/journals/chemistry#articles

	Complex Organic Matter Synthesis on Siloxyl Radicals in the Presence of CO
	1. Introduction
	2. Computational Methods
	3. Results and Discussion
	3.1. CO Polymerization
	3.2. pCO Release and Hydrogenation

	4. Conclusions
	Data Availability Statement
	Author Contributions
	Acknowledgments
	Supplementary Material
	References


