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ABSTRACT: We explored the hypothesis that on the nanoscale
level, acids and bases might exhibit different behavior than in bulk
solution. Our study system consisted of sulfuric acid, formic acid,
ammonia, and water. We calculated highly accurate Domain-based
Local pair-Natural Orbital- Coupled-Cluster/Complete Basis Set
(DLPNO-CCSD(T)/CBS) energies on DFT geometries and used
the resulting Gibbs free energies for cluster formation to compute
the overall equilibrium constants for every possible cluster. The
equilibrium constants combined with the initial monomer
concentrations were used to predict the formation of clusters at
the top and the bottom of the troposphere. Our results show that
formic acid is as effective as ammonia at forming clusters with
sulfuric acid and water. The structure of formic acid is uniquely
suited to form hydrogen bonds with sulfuric acid. Additionally, it can partner with water to form bridges from one side of sulfuric
acid to the other, hence demonstrating that hydrogen bonding topology is more important than acid/base strength in these
atmospheric prenucleation clusters.

■ INTRODUCTION

Atmospheric aerosols or particulate matter derived from both
natural and anthropogenic sources have been widely studied
because of their important environmental impacts. Currently,
they are thought to have a net cooling effect on the
atmosphere.1 Aerosols are known to affect the climate in
several ways including by light scattering, absorbing and
emitting thermal radiation, and serving as cloud condensation
nuclei (CNN).2 Heavy dust aerosols absorb blue wavelengths;
however, brighter aerosols, such as those containing sulfates,
reflect sunlight away from the earth.3 Additionally, evidence
points to a strong relationship between aerosols and extreme
weather events including heavy rainfall and deep convection in
the tropics.4

Aerosols come from a variety of sources and are classified as
primary and secondary aerosols. Primary aerosols are emitted
into the air as preexisting particles and include things like soot
and pollen. Secondary aerosols are formed in the air by
reactions within clusters of gas-phase molecules.5 The
formation of these aerosols and their detailed effects on the
atmosphere are not well understood, presenting a gap in our
understanding of climate change. Different molecules come
together in the atmosphere and under favorable conditions will
grow into larger gas-phase clusters and nanometer-sized
aerosol particles, a process known as new particle formation
(NPF).6 These particles can continue to grow under certain

conditions into CCN or ice nuclei (IC) that act as the initial
site for the condensation of water droplets. A holistic
understanding of this process requires an investigation of the
initial gas-phase clusters in the atmosphere that serve as
precursors to larger aerosols, yet current state-of-the-art
experimental techniques have difficulties in accessing the
entire size range, from subnanometer to 10 nm, consistently.
Every size regime requires a mass spectrometer that works at
that size, which makes it difficult to draw conclusions from all
the data.7,8

Past studies have established the role of sulfuric acid as a
strong nucleator of CCN.9−11 Atmospheric sulfuric acid is
formed in the two-step process, oxidation of SO2 followed by
hydration of SO3.

12−14 The main sources of SO2 are fossil fuel
combustion and industrial processes, biomass burning, and
volcanic plumes.15 Interestingly, formic acid has been shown to
catalyze the hydration of SO3 to aid in the formation of
atmospheric sulfuric acid, which in turn can undergo stabilizing
acid−base reactions with amines and organic acids,16 as well as
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formic acid itself.9,14,17 In this way, sulfuric acid maintains an
atmospheric concentration range of 105 to 108 cm−3.9

The two-component sulfuric acid−water system has been
extensively studied using computational methods,8 as well as
with electronic structure methods that include electron
correlation.9,10,18−22 The ammonia−sulfuric acid system has
also been studied extensively.23−27 The sulfuric acid−
ammonia−water system is perhaps the most studied system8

as ammonia has ppb concentrations in the atmosphere28 and
has also been comprehensively studied with electron
correlation methods.19,20,29−36

Formic acid has been less studied.37−39 Nadykto and Yu
used the density functional theory (DFT) method,
PW91PW91, with a triple zeta basis set and compared the
sulfuric acid−formic acid−water and sulfuric acid−acetic
acid−water systems to the sulfuric acid−ammonia−water
system. They concluded that the stabilizing effect of formic
acid and acetic acid is close to that of ammonia, indicating that
these organics may efficiently stabilize small H2SO4−H2O
clusters. They recommended that the involvement of formic
and acetic acids in atmospheric nucleation be studied further.40

Formic acid is relatively abundant with concentrations
spanning from 2.46 × 109 to 1.62 × 1011 cm−3.41−43 It stems
from a series of reactions with isoprene as well as other
anthropogenic and natural sources, such as vegetation.42,43

Surprisingly, the high concentration of formic acid cannot be
explained by our current understanding of production and loss
pathways, and there seem to be hidden pathways for formic
acid production in the atmosphere.42,43

Ammonia has a high atmospheric concentration of 5.2 × 108

to 2.46 × 1011 cm−3.28,44−46 In rural areas, the highest amounts
of ammonia are emitted into the atmosphere from agricultural
activities, such as fertilization and livestock volatilization.44

Large aerosols consist of many numbers of acids and bases,
and field-based evidence suggested that bases enhance
nucleation via one-to-one acid−base pairs that stabilize these
clusters.47,48 Previous studies suggested that the stabilizing
effects of acid−base interactions in atmospheric prenucleation
clusters can be correlated to the acid/base strengths of the
involved species.49 “Diagonal” acid−base pairs were studied
because approximately equal numbers of acids and bases are
thought to be the most stable.50 Synergistic effects between
different bases can greatly enhance sulfuric acid−base cluster
formation.24,51 As the clusters become more complex, studying
hydration becomes computationally expensive, which is why
most studies avoid including water for large multicomponent
clusters.8 However, water clusters are important in atmospheric
chemistry.52−61 Recently, laboratory studies have shown that
acid−base particles with mobility diameters in the range of 5 to
7 nm are acidic, with acid/base ratios as high as 1.8, but
reverting to 1 at around 12 nm.62,63

Our goal was to examine the hypothesis that on the
nanoscale level, acids and bases exhibit different behaviors than
what is observed for bulk aerosols. We picked the formic acid−
sulfuric acid−ammonia system for this study. We computed
every possible combination of each of these three molecules,
including a small number of water molecules. Varying numbers
of water molecules (0−5) were added to each cluster to predict
the number of waters that create the most stable clusters and
to visualize how the waters interact with each component of
the cluster. Assuming 100% humidity, water has an
atmospheric concentration of 7.7 × 1017 cm−3 at 298 K at

the bottom of the troposphere and 9.9 × 1014 cm−3 at 217 K at
the top of the troposphere.28

The structural and energetic results from our study led to
the fascinating conclusion that hydrogen bonding topology
could be more important than acid and base strength at the
nanoscale level. In particular, formic acid is an ideal hydrogen
bonding partner with sulfuric acid and interactions between
sulfuric acid, formic acid, and water are just as strong as
interactions between sulfuric acid, ammonia, and water. By
looking at all the different conformers made from these
components and calculating their free energies, we gained
insights into the stability of these clusters that help us
understand how prenucleation complexes eventually form
aerosols.

■ METHODOLOGY

We define our total system as the gas-phase equilibrium
between infinitely separated monomers of sulfuric acid (SA),
formic acid (FA), ammonia (A), and water (w) and all possible
combinations of bound and hydrated clusters for n = 0−5. This
can be written as a set of coupled equilibria, where each
reaction consists of either the formation of a dry dimer or
trimer cluster or the addition of one water molecule to an
already formed cluster. These can then be solved for the
equilibrium concentrations of all species using the Gibbs free
energy changes of these individual reactions.64 Therefore, the
computation of the equilibrium concentrations of the species
involves (1) the identification of the most stable geometries of
the isolated monomers SA, FA, A, and w, (2) the identification
of the most stable geometries of the bound gas-phase clusters
SAwn, FAwn, Awn, SA(FA)wn, SA(A)wn, FA(A)wn, and
SA(FA)(A)wn, and (3) computation of the ΔG° of formation
for each bound gas-phase cluster.
Initial monomer conformations were generated using the

CREST conformational sampling routine in the GFN2-XTB
program.65,66 These geometries were then subjected to a series
of DFT geometry optimizations using the M08-HX exchange-
correlation functional and the 6−31 + G* and MG3S basis sets
using the Gaussian 16 Rev. B01 program.67−73 Finally, the
electronic energy of the converged global minimum energy
structures were recomputed at the domain-based local pair
natural orbital coupled-cluster level with single, double, and
perturbative triple excitations along with three Dunning basis
sets (DLPNO-CCSD(T)/cc-pVnZ (n = D, T, Q))74−83 on the
M08-HX/MG3S geometries using the ORCA 4.2.1 pro-
gram.84,85 The three electronic energies were used in a 4−5
inverse polynomial complete basis set (CBS) extrapolation
scheme86 and combined with M08-HX/MG3S vibrational
frequencies to calculate the thermodynamic corrections H°, S°,
and G° at a standard state of 1 atm pressure and temperatures
of 216.65 and 298.15 K using the THERMO.pl. script from the
National Institute of Science and Technology.87 The global
minimum energy monomer geometries were subsequently
used as input structures for a genetic-algorithm-based
configurational sampling protocol to generate a wide variety
of local minimum energy cluster geometries on the PM7
semiempirical potential energy surface (PES) using the
OGOLEM program.88−91 The resulting clusters were sub-
jected to the same series of geometry optimizations and energy
calculations as the monomers. ArbAlign was used to identify
similar geometries with different energies.92 The overall
computational scheme is outlined in Figure 1.
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It should be noted that the use of harmonic vibrational
frequencies in the calculation of thermodynamic corrections
presents a source of error in systems with strong anharmonic
behavior, such as water clusters.93,94 While methods such as
second-order vibrational perturbation theory (VPT2)95 and
vibrational self-consistent field (VSCF)96 do offer accurate
anharmonic frequencies, the calculation of the necessary force
constants becomes prohibitively expensive as the system size
increases. We have recently reviewed the effects of using scaled
harmonic frequencies and showed that for dry SA systems, the
overall formation Gibbs free energy changes by less than 0.2
kcal mol−1.11 However, our previous MP2/CBS studies on
clusters that include water have indeed shown up to 1 kcal
mol−1 changes because of anharmonicity.97 However, as we

describe below, errors in electronic energies far outweigh the
errors in thermodynamic corrections.
An excellent review article on modeling the formation and

growth of atmospheric molecular clusters details some of the
key lessons learned when using quantum chemistry to explore
these processes.8 The most important factor in obtaining
accurate ΔG° values is the electronic energy calculation.8,24,27

Second, it is essential to use the appropriate symmetry
numbers for the clusters because this can change the Gibbs
free energy values by half a kcal mol−1 or more for water,
ammonia, and SA.27 Other factors, such as corrections for
anharmonicity,93,94 scaling frequencies,9,10,97 modifying the
lowest frequencies, and Boltzmann averaging the low-lying
conformers, typically change the ΔG° free energy values for
cluster formation by up to 1 kcal.8,27 DFT electronic energies
can sometimes have large errors, but DFT geometries are quite
robust98 with similar values for the thermal and entropic
corrections for cluster formation, which makes CCSD(T)//
DFT ΔG° values similar across different density functionals.99

We have found that extrapolation to the complete basis set
(CBS) limit is essential to obtain the most accurate Gibbs free
energy values using MP2 and CCSD(T) methods.9−11,24,98,100

Extrapolation using either the Riemann ζ or inverse 4−5
polynomial methods results in ΔG° values for the formation of
multiple low energy clusters of (H2SO4)3 that are 1.5−2 kcal
more positive than the unextrapolated DLPNO-CCSD(T)/cc-
pVTZ results.11 The DLPNO-CCSD(T) method for electronic
energies combined with DFT geometries on atmospheric
molecular clusters is accurate to within a few tenths of a kcal
mol−1 compared to the canonical CCSD(T) CBS values, at a
fraction of the computational cost.101

The rate-limiting step in our computational methodology is
the first DFT loose geometry optimization from the set of PM7
structures. Because the PM7 PES for hydrogen-bonded clusters
is flat, we find that we must optimize every PM7 structure
produced from the OGOLEM configurational search.11,98

Additionally, we had to implement a cut-off in the first loose
DFT geometry optimization step of 8−10 kcal mol−1 to ensure
that we found the DLPNO-CCSD(T) free energy minimum
because DFT energies are at times significantly different from
CCSD(T) energies. This configurational search and initial

Figure 1. Computational methodology employed in this study.

Table 1. DLPNO-CCSD(T)/CBS//M08-HX/MG3S Gibbs Free Energy Changes Associated with the Sequential Hydration of
Sulfuric Acid, Ammonia, and Formic Acid at Temperatures of 216.65, 273.15, and 298.15 K and a Pressure of 1 atm in Units of
kcal mol−1

cluster 216.65 K 273.15 K 298.65 K

H2SO4 + H2O ⇌ H2SO4(H2O) −4.59 −2.99 −2.28
H2SO4(H2O) + H2O ⇌ H2SO4(H2O)2 −3.79 −2.13 −1.40
H2SO4(H2O)2 + H2O ⇌ H2SO4(H2O)3 −3.39 −1.64 −0.87
H2SO4(H2O)3 + H2O ⇌ H2SO4(H2O)4 −3.55 −1.88 −1.15
H2SO4(H2O)4 + H2O ⇌ H2SO4(H2O)5 −1.12 0.54 1.27
HCOOH + H2O ⇌ HCOOH(H2O) −1.36 0.39 1.16
HCOOH(H2O) + H2O ⇌ HCOOH(H2O)2 −2.58 −0.87 −0.11
HCOOH(H2O)2 + H2O ⇌ HCOOH(H2O)3 −0.97 0.54 1.20
HCOOH(H2O)3 + H2O ⇌ HCOOH(H2O)4 1.42 3.55 4.49
HCOOH(H2O)4 + H2O ⇌ HCOOH(H2O)5 1.23 3.04 3.83
NH3 + H2O ⇌ NH3(H2O) 0.12 1.32 1.88
NH3(H2O) + H2O ⇌ NH3(H2O)2 0.00 1.83 2.63
NH3(H2O)2 + H2O ⇌ NH3(H2O)3 −1.54 0.18 0.93
NH3(H2O)3 + H2O ⇌ NH3(H2O)4 −0.41 1.06 1.71
NH3(H2O)4 + H2O ⇌ NH3(H2O)5 −0.15 1.46 2.16
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DFT geometry optimization are crucial because failure to find
the lowest energy minimum on the free energy surface (or one
that is virtually the lowest) will increase the predicted ΔG°
values.8

■ RESULTS AND DISCUSSION

FA Hydration Compared to SA and Ammonia
Hydration. The sequential hydration of HCOOH as
compared to H2SO4 and NH3 in Table 1 lists the Gibbs free
energy changes associated with the sequential hydration of
these three molecules at a standard pressure of 1 atm and
temperatures of 216.65, 273.15, and 298.15 K computed at the
DLPNO-CCSD(T)/CBS//M08-HX/MG3S level of theory.
Figure 2 shows the product geometries with hydrogen bonds
displayed as blue lines (H-bond angles between 140° and
180°) and close van der Waals contacts (angles <140°)
displayed as red lines. Because of its carboxyl group, HCOOH
binds readily with the first three water molecules at low
temperatures by forming homodromic hydrogen-bond net-
works in which the hydrogen bonds point in the same

direction. However, the fourth and fifth water molecules
disrupt this pattern to form three-dimensional (3D) structures
with less-favorable O−H−O bond angles. There are three
HCOOH(H2O)4 clusters within 1 kcal mol−1, the lowest of
which is displayed in Figure 2. All three have water hydrogen
bonding to each other. Two waters donate two hydrogen
bonds to FA, and one water accepts a hydrogen bond. There
are five HCOOH(H2O)5 clusters within 1 kcal mol−1, the
lowest of which is displayed in Figure 2, is pyramid-like,
composed of a water tetramer and a formic acid−water dimer.
The other three low-lying structures also have a water tetramer,
and the last structure consists of a water pentamer with two of
the waters bonding with FA.
NH3 also forms homodromic hydrogen-bond networks but

less-favorable N−H−O angles occur at n = 2 while favorable
H-bonds occur for n = 3−5. The stabilizing effect of the
stronger O−H−O hydrogen bond compared to the O−H−N
and N−H−O hydrogen bonds competes with the destabilizing
effect of small hydrogen-bond angles such that HCOOH-
(H2O)n is energetically more preferable at n = 1−2, and

Figure 2. DLPNO-CCSD(T)/CBS//M08-HX/MG3S Gibbs free energy minima of hydrated monomer clusters, where SA is H2SO4, FA is
HCOOH, A is NH3, and wn is (H2O)n = 0−5.

Table 2. DLPNO-CCSD(T)/CBS//M08-HX/MG3S Gibbs Free Energy Changes Associated with All Possible Hydration
Reactions of Dimer Clusters at Temperatures of 216.65, 273.15, and 298.15 K and a Pressure of 1 atm in Units of kcal mol−1

cluster 216.65 K 273.15 K 298.65 K

H2SO4 + NH3 ⇌ H2SO4(NH3) −8.60 −7.01 −6.31
H2SO4(NH3) + H2O ⇌ H2SO4(NH3)(H2O) −3.38 −1.67 −0.91
H2SO4(NH3)(H2O) + H2O ⇌ H2SO4(NH3)(H2O)2 −5.05 −3.11 −2.24
H2SO4(NH3)(H2O)2 + H2O ⇌ H2SO4(NH3)(H2O)3 −3.21 −1.47 −0.79
H2SO4(NH3)(H2O)3 + H2O ⇌ H2SO4(NH3)(H2O)4 −2.55 −0.79 0.08
H2SO4(NH3)(H2O)4 + H2O ⇌ H2SO4(NH3)(H2O)5 −1.67 0.23 1.07
H2SO4 + HCOOH ⇌ H2SO4(HCOOH) −8.49 −6.56 −5.71
H2SO4(HCOOH) + H2O ⇌ H2SO4(NH3)(H2O) −3.83 −2.08 −1.31
H2SO4(HCOOH)(H2O) + H2O ⇌ H2SO4(HCOOH)(H2O)2 −3.70 −2.00 −1.25
H2SO4(HCOOH)(H2O)2 + H2O ⇌ H2SO4(HCOOH)(H2O)3 −1.56 0.01 0.70
H2SO4(HCOOH)(H2O)3 + H2O ⇌ H2SO4(HCOOH)(H2O)4 −0.73 0.97 1.72
H2SO4(HCOOH)(H2O)4 + H2O ⇌ H2SO4(HCOOH)(H2O)5 −0.06 2.35 3.40
HCOOH + NH3 ⇌ HCOOH(NH3) 0.51 1.91 2.53
HCOOH(NH3) + H2O ⇌ HCOOH (NH3)(H2O) −5.72 −3.81 −2.96
HCOOH(NH3)(H2O) + H2O ⇌ HCOOH(NH3)(H2O)2 −0.08 1.27 1.86
HCOOH(NH3)(H2O)2 + H2O ⇌ HCOOH(NH3)(H2O)3 0.20 2.07 2.86
HCOOH(NH3)(H2O)3 + H2O ⇌ HCOOH(NH3)(H2O)4 −0.40 1.65 2.60
HCOOH(NH3)(H2O)4 + H2O ⇌ HCOOH(NH3)(H2O)5 −0.38 1.42 2.21
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NH3(H2O)n is energetically preferable at n = 3−5 (Table 1).
The NH3(H2O)5 cluster has three structures within 1 kcal
mol−1; the cyclic structure shown in the figure and two book
structures, where ammonia has replaced a water in the classic
(H2O)6 book motif.
The additional carboxyl group in H2SO4 allows it to bind

readily with water. Favorable networks form with n = 1
through n = 5. SA is a strong hydrogen-bond donor, and water
is the acceptor with one or two water molecules. The waters
for the n = 1 and 2 structures make some close contacts with
the oxo oxygens. Once more waters are added, the geometries
optimize such that water donates to other waters and to the
oxo oxygens, while SA itself maintains strong hydrogen bonds
to water.
There are six H2SO4(H2O)2 conformers, displaying two

motifs within half a kcal mol−1. The first forms a pseudo-
tetramer where SA replaces two waters in the classic water
tetramer, and the second has each water bridging the SA
hydroxyl group and the oxo oxygen. There are five
H2SO4(H2O)3 conformers within 1 kcal mol−1, and all of
them have a water dimer on one side of SA and a monomer on
the other. There are two similar H2SO4(H2O)4 conformers
within 1 kcal mol−1, with a water dimer on each side of SA, as
shown in the figure. The four H2SO4(H2O)5 structures within

1 kcal mol−1 have the same motif with three waters forming a
pseudo-pentamer structure with the SA and two waters
forming a pseudo-tetramer structure on the other side.

Hydration of Mixed Dimer Clusters. The interaction of
FA with SA and ammonia in mixed dimer clusters is displayed
in Table 2 and Figure 3. Table 2 lists the Gibbs free energy
changes associated with the sequential hydration of sulfuric
acid−ammonia, formic acid−ammonia, and sulfuric acid−FA
dimers at a standard pressure of 1 atm and temperatures of
216.65, 273.15, and 298.15 K computed with DLPNO-
CCSD(T)/CBS//M08-HX/MG3S. Figure 3 shows the
product geometries with hydrogen bonds in red and close
van der Waals contacts in blue. Comparing SA with FA, SA
bonds much more strongly to ammonia than FA does, as one
would expect, given the differences in acid strengths. In
contrast, the formation of the H2SO4(HCOOH) dimer is
energetically competitive with the formation of the
H2SO4(NH3) dimer stemming from the additional O−H−O
hydrogen bond that HCOOH can form with H2SO4. Table 2
reveals that the hydration of the H2SO4(HCOOH) dimer is
energetically favorable and competitive with the hydration of
H2SO4(NH3). This is an example of how hydrogen bonding
observed in the figure, and reflected in the ΔG° values in the
table, is much more important than HCOOH being a much

Figure 3. DLPNO-CCSD(T)/CBS//M08-HX/MG3S Gibbs free energy minima of hydrated mixed dimer clusters, where SA is H2SO4, FA is
HCOOH, A is NH3, and wn is (H2O)n = 0−5.

Figure 4. DLPNO-CCSD(T)/CBS//M08-HX/MG3S Gibbs free energy minima of H2SO4(HCOOH)(NH3)(H2O)n = 0−5, where SA is H2SO4, FA
is HCOOH, A is NH3, and wn is (H2O)n = 0−5. Additional configurations within 1 kcal mol−1 of the global minima are included and marked with
Roman numerals.
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weaker base than NH3. This stems from hydrogen-bond
topology and not from the traditional acid/base strength that is
important at the macromolecular level.
Additionally, only the H2SO4(NH3)(H2O)n = 2−5 clusters

were observed to undergo proton transfer between the acid
and base molecules. The formation of an ionic system
consisting of an ammonium ion and bisulfate ion occurs only
in clusters with a 3D hydrogen-bond network. In contrast, the
HCOOH(NH3) dimer does not undergo proton transfer and
produces clusters with an overall two-dimensional (2D)
hydrogen-bond network with up to four water molecules.
Furthermore, the energetic stability of the H2SO4(HCOOH)
dimer clusters is comparable to the H2SO4(NH3) clusters
without exhibiting proton transfer. This suggests that the
stabilizing effects of the hydrogen-bond topology can be
competitive with the stabilizing effects of acid−base
interactions, resulting in an ionic system.
Hydration of the Mixed Sulfuric Acid−Formic Acid−

Ammonia Trimer Cluster. The hydration of the mixed
trimer clusters within 1 kcal mol of the minimum energy
structures composed of H2SO4, HCOOH, and NH3 is
displayed in Figure 4. The energetics for the minimum free
energy structures are in Table 3. Without waters present, SA
deprotonates, and the proton is transferred to ammonia. In
fact, proton transfer is observed in all clusters, except for the
two n = 1 minima shown in Figure 4. There is only one other
structure within 1 kcal mol−1 of the global minimum for
SA(A). Structure I is the minimum, 0.68 kcal mol−1 lower than
that of structure II on the DLPNO-CCSD(T)/CBS Gibbs free
energy surface. In structure I, the ammonium cation is held
strongly to the bisulfate anion much more like a salt pair and
not with classical hydrogen bonds. The distances between the
hydrogens on ammonium and the oxo oxygens on bisulfate are
1.85 Å, and the N−H−O bond angles are about 135°, just
outside the classical hydrogen-bond angle range of 140−180°.
Ammonium donates a hydrogen bond to FA (1.75 Å, 163°),
and FA donates a strong hydrogen bond to bisulfate (1.65 Å,
173°). By contrast, the second structure II forms classical
hydrogen bonds. In this case, ammonium donates to form two
strong hydrogen bonds, one with bisulfate (1.60 Å, 166°) and
one with FA (1.73 Å, 177°). FA donates to bisulfate (1.65 Å,
173°). Thus, structure I is held together by the bridging action
of the ammonium to bisulfate and two hydrogen bonds, while
structure II is held together by three strong hydrogen bonds.
The situation is different when one water is added to the

mixture. The two lowest energy clusters are composed of
neutral molecules and differ from each other by a slight
rotation of the water molecule that increases the energy by 0.2
kcal mol−1. Only the minimum structure for SA(FA)(A)w is
displayed in Figure 4. Water bridges between SA and FA,
donating a hydrogen bond to FA (1.81 Å, 169°) and accepting
from SA (1.58 Å, 174°), while SA accepts a hydrogen bond

from FA (1.73 Å, 176°) and donates to ammonia (1.60 Å,
170°). The thermodynamics for adding one water to the
parent cluster at standard state pressure is not favorable at
higher temperatures, as observed in Table 3.
Once a second water is added to the sulfuric acid−formic

acid−ammonia system, protonation returns along with more
favorable free energy changes. FA and bisulfate form a strong
hydrogen-bonded pair (1.67 Å, 175°; 1.71 Å, 176°); the two
waters donate to the bisulfate (1.84 Å, 154°; 1.78 Å, 153°),
and the ammonium donates to bisulfate (1.90 Å, 157°) and
one water (1.62 Å, 168°). The addition of the second water
lowers the free energy of the cluster, thus making it more
favorable than the cluster with one water.
The SA(FA)(A)w3 minimum energy cluster is protonated,

and now, ammonium donates two hydrogen bonds to two
waters (1.79 Å, 177°; 1.81 Å, 157°) and one to bisulfate (1.70
Å, 171°). These two waters donate to FA (1.85 Å, 165°) and
bisulfate (1.86 Å, 154°). The third water bridges the opposite
side of bisulfate, accepting (1.80 Å, 156°) and donating (1.98
Å, 139°) to make more strained hydrogen bonds.
The SA(FA)(A)w4 system has a total of five structures

within 1 kcal mol−1 from the global minimum. The global
minimum, SA(FA)(A)w4‑I, has three waters in roughly the
same plane as FA, with bisulfate and ammonium placed next to
the plane, and the fourth water bridging the two ionic
structures. Structure SA(FA)(A)w4‑II is 0.31 kcal mol−1 higher
in free energy, and this structure has two waters bridging FA
and bisulfate, and the other two waters bridging ammonium
and bisulfate. The next two structures (w4-III and w4-IV) are
0.65 and 0.67 kcal mol‑1 higher in energy than w4-I, but with a
very similar bonding motif. Structure w4-V is 0.88 kcal mol−1

above the minimum and it has all four waters bridging bisulfate
and ammonium with FA donating a hydrogen bond to
bisulfate on the opposite side. There is one minimum energy
structure for SA(FA)(A)w5, and in this structure, three waters
are on one side of the bisulfate-ammonium complex and the
other two waters and FA are on the opposite side of the
complex.

Atmospheric Implications. The ΔG° values for cluster
formation shown in Tables 1−3 for the clusters presented in
Figures 2−4 were used to predict the equilibrium concen-
trations of every possible cluster, as explained in the
Methodology section. Assuming that we have a system
consisting of a SA concentration of 5 × 107 cm−3, equal
presence of FA and ammonia of 2 × 1011 cm−3, and 100%
relative humidity, we calculated the equilibrium concentrations
of all possible clusters in this system at 298 and 217 K. The
results are displayed in Table 4 with the omission of clusters
with predicted concentrations less than 1 cluster cm−3 at both
298 and 217 K. The concentration of clusters under these
conditions is an interplay between the calculated equilibrium
constants, which are larger at the top of the troposphere where

Table 3. DLPNO-CCSD(T)/CBS//M08-HX/MG3S Gibbs Free Energy Changes Associated with All Possible Hydration
Reactions of Trimer Clusters at Temperatures of 216.65, 273.15, and 298.15 K and a Pressure of 1 atm in Units of kcal mol−1

cluster 216.65 K 273.15 K 298.65 K

H2SO4 + HCOOH + NH3 ⇌ H2SO4(HCOOH)(NH3) −17.42 −13.82 −12.23
H2SO4(HCOOH)(NH3) + H2O ⇌ H2SO4(HCOOH)(NH3)(H2O) −0.09 1.57 2.30
H2SO4(HCOOH)(NH3)(H2O) + H2O ⇌ H2SO4(HCOOH)(NH3)(H2O)2 −3.50 −1.28 −0.30
H2SO4(HCOOH)(NH3)(H2O)2 + H2O ⇌ H2SO4(HCOOH)(NH3)(H2O)3 −1.85 −0.20 0.52
H2SO4(HCOOH)(NH3)(H2O)3 + H2O ⇌ H2SO4(HCOOH)(NH3)(H2O)4 −0.75 1.18 2.03
H2SO4(HCOOH)(NH3)(H2O)4 + H2O ⇌ H2SO4(HCOOH)(NH3)(H2O)5 −4.45 −2.38 −1.46
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it is cooler, the concentration of water vapor, which decreases
with increasing altitude, and the initial concentrations of SA,
FA, and ammonia. At the bottom of the troposphere, at 100%
humidity and 298 K, the simulation results predict that SA will
be hydrated with 1−5 waters, while both FA and ammonia will
be hydrated with 1−4 waters. The concentration of these
clusters drops by one to two orders of magnitude for SA
hydrates at the top of the troposphere at 217 K and by two to
four orders of magnitude for FA and ammonia. In contrast, the
concentrations of H2SO4(NH3), H2SO4(HCOOH), and
HCOOH(NH3) hydrates increase as the temperature
decreases. This is because we have assumed that the
concentrations of FA and ammonia are the same at both
temperatures. While this assumption is probably wrongwe
would expect the concentrations to decrease at lower
temperature as water doesit is not clear from the
experimental data what the actual concentrations of these
molecules are in any region of the atmosphere. FA
concentrations in the boundary layer are two to three times
larger than those that can be explained by known production
and loss pathways, suggesting that a large, unidentified source
of FA production is missing.43 We kept the ammonia and FA

concentrations equal and constant in our simulation in order to
make comparisons, but as better estimates of the concen-
trations of these species are made, the ΔG° values can be used
for a better estimation of the final set of clusters.
As Table 4 reveals, the concentrations of HCOOH(NH3)

hydrates are much smaller than those for H2SO4(NH3) and
H2SO4(HCOOH) hydrates. An extremely illuminating result is
t h a t t h e concen t r a t i on s o f H2SO4(NH3) and
H2SO4(HCOOH) hydrated clusters are quite similar, on the
order of 102 at 298 K and 102 to 106 cm−3 at 217 K. This puts
the tentative prediction by Nadykto and Yu of the importance
of organic acid stabilization of SA on firm ground40 and is line
with recent laboratory experiments that show that acid−base
particles with mobility diameters of 5 nm are acidic.62,63

Additionally, dry experiments of smaller clusters have shown
that the basicity of the base in a sulfuric acid−base system is
important.102 While this study suggests that the basicity of
alkylamine is the stabilizing factor in the formation of SA
dimers, it cannot account for the effects of solvation because of
experimental limitations. The hydrogen-bond topology would
become much more important compared to the basicity of the
amine when water molecules are added because the number of
possible favorable hydrogen bonds increases drastically, and
steric/geometric strains on the overall hydrogen-bond network
are decreased. However, even in dry systems, the hydrogen-
bond topology can be forced to play the dominant stabilizing
role using functionalized amines.103 When water is included,
experimental results103,104 agree qualitatively with our results
presented here.
The H2SO4(HCOOH)(NH3) cluster is predicted to have a

concentration of 107 cm−3 at 217 K, with significant amounts
of hydration with one or two water molecules. Reducing the
initial concentrations of FA and ammonia by two orders of
magnitude, to 2 × 109 cm−3, reduces the final concentration of
the H2SO4(HCOOH)(NH3) cluster at 217 K to 104 cm−3, and
reducing the initial concentrations to 2 × 108 cm−3 reduces the
final large cluster concentration to 102 cm−3.

■ CONCLUSIONS
A simulation of SA, FA, ammonia, and water using highly
accurate quantum chemical calculations and realistic estimates
of the concentrations of these molecules in the atmosphere
reveals that FA is as effective as ammonia at forming clusters
with SA and water. The structure of FA is uniquely suited to
form hydrogen bonds with SA, as well as partners with water to
form bridges from one side of SA to the other. Hydrogen
bonding topology is shown to be competitive with acid/base
strength in these atmospheric prenucleation clusters. The
Gibbs free energies for the formation of clusters of SA with FA
and water are directly comparable to the free energies for
forming sulfuric acid−ammonia−water clusters. If concen-
trations of FA and ammonia exceed 107 cm−3, then the sulfuric
acid−formic acid−ammonia cluster is predicted to exist at the
top of the troposphere and may have a role in nucleation
events.

■ ASSOCIATED CONTENT
*sı Supporting Information
The Supporting Information is available free of charge at
https://pubs.acs.org/doi/10.1021/acs.jpca.1c10754.

M08-HX/MG3S coordinate files of all structures within
1 kcal mol−1 of the ΔG° minimum for each system,

Table 4. Equilibrium Concentrations of all Clusters in Units
of cm−3 at Temperatures of 298.15 and 216.65 Ka

cluster 216.65 K 298.15 K

H2SO4 2.27 × 106 1.65 × 107

H2SO4(H2O) 2.83 × 106 2.42 × 107

H2SO4(H2O)2 5.51 × 105 8.03 × 106

H2SO4(H2O)3 4.23 × 104 1.09 × 106

H2SO4(H2O)4 4.72 × 103 2.38 × 105

H2SO4(H2O)5 1.86 8.73 × 102

NH3 2.00 × 1011 2.00 × 1011

NH3(H2O) 4.42 × 106 2.62 × 108

NH3(H2O)2 1.29 × 102 9.67 × 104

NH3(H2O)3 1.35 × 10−1 6.30 × 102

NH3(H2O)4 1.02 × 10−5 1.10
HCOOH 2.00 × 1011 1.99 × 1011

HCOOH(H2O) 1.38 × 108 8.79 × 108

HCOOH(H2O)2 1.61 × 106 3.31 × 107

HCOOH(H2O)3 4.48 × 102 1.37 × 105

HCOOH(H2O)4 4.84 × 10−4 2.19
H2SO4(NH3) 6.34 × 106 5.63 × 103

H2SO4(NH3)(H2O) 4.76 × 105 8.19 × 102

H2SO4(NH3)(H2O)2 1.73 × 106 1.12 × 103

H2SO4(NH3)(H2O)3 8.75 × 104 1.33 × 102

H2SO4(NH3)(H2O)4 9.55 × 102 3.65
H2SO4(NH3)(H2O)5 1.35 1.88 × 10−2

H2SO4(HCOOH) 4.91 × 106 2.04 × 103

H2SO4(HCOOH)(H2O) 1.05 × 106 5.83 × 102

H2SO4(HCOOH)(H2O)2 1.65 × 105 1.50 × 102

H2SO4(HCOOH)(H2O)3 1.81 × 102 1.44
HCOOH(NH3) 3.61 × 102 2.26 × 101

HCOOH(NH3)(H2O) 6.21 × 103 1.04 × 102

H2SO4(HCOOH)(NH3) 2.95 × 107 9.96 × 10−1

H2SO4(HCOOH)(NH3)(H2O) 1.06 × 103 6.42 × 10−4

H2SO4(HCOOH)(NH3)(H2O)2 1.06 × 102 3.33 × 10−5

aInitial concentration of sulfuric acid was 5 × 107 cm−3, formic acid
and ammonia concentrations were 2 × 1011 and water concentrations
were 7.7 × 1017 cm−3 at 298 K and 9.9 × 1014 cm−3 at 217 K.
Concentrations less than 1 cm−3 at both temperatures have been
omitted.
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electronic energies, G correction values, DLPNO-
CCSD(T) electronic energies with the cc-pVnZ basis
sets (n = D, T, and Q), and CBS extrapolation formula
(PDF)
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