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Amino acids are important components of atmospheric aerosols. Despite the diversity of amino acids
structures, however, the role of amino acids with additional non-characteristic functional groups in new
particle formation (NPF) has almost remained unexplored. Herein, the interaction of serine (Ser) and
threonine (Thr), which feature a hydroxyl group and differ by a methyl-substitution, with sulfuric acid
(SA) and up to three water (W) molecules has been investigated at the M06-2X/6-3114+G (3df, 3pd)
level of theory. The effects of structural differences of amino acids on the structure and properties of
clusters were also pointed out. Results show that serine may play more important role in stabilizing
sulfuric acid to promote NPF in initial steps compared with threonine, glycine and alanine. Meanwhile,
threonine may participate in ion-induced nucleation due to the high dipole moment of (Thr) (SA) iso-
mers. Moreover, the effects of structure differences of amino acids can be seen in several aspects. Firstly,
methyl substitution and hydroxyl group of amino acids have great influence on the structure of clusters.
Secondly, hydrated (Ser) (SA) and (Tur) (SA) clusters could retain water even at low relative humidity,
which may due to the hydroxyl group in serine and threonine. In addition, the Rayleigh light scattering
intensities of amino acid-containing clusters are higher than trimethylamine, monoethanolamine and
oxalic acid-involved counterparts. The effect of carboxyl group and methyl substitution on optical
properties of clusters is also discussed. This study may bring new insight into the role of amino acids
with additional non-characteristic functional groups in initial steps of NPF.
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1. Introduction

Aerosols have received much attention as they can significantly
influence climate (Baker and Peter, 2008) and human health
(Dimitriou and Kassomenos, 2017; Saikia et al., 2016). New particle
formation (NPF) is one of the primary sources of atmospheric
aerosol particles, (Merikanto et al., 2009) which includes the for-
mation of stabilized clusters through nucleation and subsequent
growth (Zhang et al., 2011). However, the underlying mechanism of
NPF remains poorly understood, especially for its initial steps. The
composition and population of clusters in the initial nucleation is
crucial and they would affect the nucleation rate and the NPF
events. Sulfuric acid (SA) is a primary driver of atmospheric particle
nucleation (Lyu et al., 2018; Kulmala et al., 2006). The participation
of organics such as amines, (Nadykto et al., 2015) organic acids,
(Zhang et al., 2004) aldehydes, (Shi et al., 2018) and highly oxidized
multifunctional organic molecules (HOMs) (Li et al., 2017) acting as
stabilizing compounds in nucleation has been proposed. It turns
out that the interaction of organics with SA is an important step in
nucleation (Metzger et al., 2010). In Xie's work, the interaction of
monoethanolamine (MEA) and SA was proposed to be rate-
determining step in nucleation (Xie et al., 2017).

Water-soluble organic nitrogen compounds constitute a major
portion of fine aerosol particles (Zhang et al., 2002; Choi et al., 2015;
Barbaro et al., 2017; Paula et al., 2016). Free amino acids make up a
considerable portion of particulate organic nitrogen (Ge et al., 2011;
Matos et al., 2016; Scalabrin et al., 2012). Besides, alanine has been
detected in urban air adjacent to a municipal incinerator, waste
collection center and sewage treatment plant (Leach et al., 1999).
Considering their atmospheric abundance, amino compounds are
likely to participate in NPF and affect the property of aerosols.
However, the studies of the role of amino acids as potential
nucleation stabilizer and their effect on aerosols are limited. Elm
et al. (2013) found that glycine in all three protonation states is
found to have a favorable interaction with SA, higher than that of
ammonia. Besides, the deprotonated glycine molecule is found to
yield the highest stabilizing effect on the sulfuric acid clusters
through the interaction of both the amino and carboxylic moieties,
while the protonated glycine molecule is found to have a high
stabilizing effect on the addition of water and ammonia. Huang
et al. (Wang et al., 2016) pointed out that alanine can interact with
H,S04 and H,0 by both amino group and carbonyl group, and that
it has a higher cluster stabilizing effect than that of ammonia.
Huang et al. (Wang et al., 2016) also indicated that a higher hu-
midity and temperature could contribute to the formation of hy-
drated clusters of alanine. However, to the best of our knowledge,
the role of amino acids with additional non-characteristic func-
tional groups in NPF has almost remained unexplored.

Previous studies have indicated that the number and location of
functional groups have influence on the viscosity and cloud
condensation nucleus (CCN) efficiency of organic aerosol (Suda
et al.,, 2014; Rothfuss and Petters, 2016). The effects of different
functional groups of organics on the structure of clusters and sta-
bilizing abilities of organic-sulfuric acid clusters have been studied
(EIm et al., 2017). Particularly, the role of hydroxyl group in
enhancing nucleation ability of monoethanolamine (MEA) is
addressed (Xie et al., 2017). Amino acids are various with different
additional non-characteristic functional groups. Serine and threo-
nine, possessing a hydroxyl group compared with glycine and
alanine (Fig. 1), are detected to be abundant free amino acids in
atmospheric aerosols (Barbaro et al., 2011). Studies indicated that
free amino acids in PM, 5 were enriched in protein-type amino
species such as glycine, threonine, serine and alanine (Zhang and
Anastasio, 2003). Besides, previous studies also showed that or-
ganics with different methyl-substitutions, such as methylamine

CkOOH COOH COOH COOH
NH, /‘\NHZ HO\/I\NH2 HO\KL NH,
Glycine (Gly) Alanine (Ala) Serine (Ser) Threonine (Thr)

Fig. 1. The structures of glycine, alanine, serine, and threonine. The abbreviations of
the four amino acids are shown in parentheses.

and trimethylamine (TMA), perform differently in nucleation
(Arquero et al., 2017a, 2017b). Therefore, serine and threonine,
which feature a hydroxyl group and differ by a methyl-substitution,
may have distinct effects on the initial steps of NPF. In this study,
the interaction of SA with two amino acids, threonine (Thr) and
serine (Ser), has been computationally studied. Hydration effect
was considered with up to three water (W) molecules, as the effect
of the forth water may be minimal (Xie et al., 2017). Hydrate dis-
tributions and Rayleigh light scattering intensities of (Ser) (SA)
(W), (n=0-3) and (Thr) (SA) (W), (n=0-3) clusters were
investigated. Besides, the effects of structural differences such as
hydroxyl group or methyl substitution of amino acids on the
structures and properties of clusters were also addressed.

2. Computational details

In this study, the GRRM program (version 14) was used in
combination with the Gaussian 09 (Frisch et al., 2016) program
package to search for the global minima of (Ser) (SA) (W),
(n=0-3) and (Thr) (SA) (W), (n=0-3) clusters. The scaled
hypersphere search (SHS) method, which is an uphill-walking
technique, was utilized to automatically explore the reaction
pathway from a given equilibrium structure (EQ) (Maeda and Ohno,
2005; Ohno and Maeda, 2004, 2006). Such an exploration of re-
action pathways is executed by detecting and following anhar-
monic downward distortions (ADDs) (Maeda and Ohno, 2008). This
ADD following is a new concept based on a kind of principle that
has arisen from deep considerations on the feature of potential
energy surface (PES). To effectively detect the ADD, a given EQ-
centered hypersphere surface is introduced in the SHS technique.
During the reaction pathway following on the scaled hypersphere
surface, the conventional optimization scheme and downhill-
walking technique may be utilized. By detecting and following all
of the ADDs for a given EQ, the SHS method can find transition
states, dissociation channels, and other EQs. Such detection and
following are automatically done for each newly found EQ via a
one-after-another manner. Since the occurrence of a chemical re-
action shows an ADD as a symptom and the lowest-energy mini-
mum should not be out of connection with other EQs on the global
potential energy surface, we believe that most of the important EQs
at the low-energy region should be found by the SHS method. After
the reaction pathways are traced for all the obtained EQs, the global
potential energy surface may be figured. As shown in the applica-
tions to (H,0)g and H*(H,0)g, the search for known important
structures as well as global potential energy minimum of H-bond
clusters has been achieved (Maeda and Ohno, 2007; Luo et al.,
2007). Specifically, molecular energy and its gradient (Hessian
matrix) were calculated at the HF/6-31G level. The HF/6-31G level
of method was chosen for efficiency of exploration (Lin et al., 2014).
For the efficiency of the exploration, we imposed the following
conditions (Omori et al., 2014) on GRRM calculations: (1) start with
24 randomly created conformations; (2) to accelerate pathway
exploration via ADD, the largest ADD technique was applied by
setting the parameter LADD to be 5; (3) optimize the structure only
for EQs and skip the optimization of the transition structures.
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As over 1000 isomers are obtained for each cluster, only the
isomers within 6—7 kcal/mol of the global minimum of each (Ser)
(SA) (W)p (n=0-3) and (Thr) (SA) (W), (n = 0—3) clusters were re-
optimized at the level of M06-2X (Zhao and Truhlar, 2007)/6-
311++G (3df, 3dp). Frequency calculations were operated for each
stationary point to identify the structure is a stable one. Such a
computational strategy was reported to give reasonable results for
similar clusters (EIm et al., 2012, 2013; Wang et al., 2016). In order
to evaluate the reliability of the M06-2X functional used for the
current system, the formation Gibbs free energies of clusters (Ser)
(SA) and (Tur) (SA) have been calculated by using B3LYP, B3PWO91,
CAM-B3LYP, M06-2X, PW91PW91 and wB97X-D methods with
6—311++G (3df, 3pd) basis set. And the result has been compared
with that from high-level DLPNO-CCSD(T)/aug-cc-pVTZ calcula-
tions by ORCA program (Peterson et al., 2008; Yousaf and Peterson,
2008) (see Table S1 in SI). The mean unsigned deviation (MUD) in
Table S1 indicates that CAM-B3LYP, M06-2X and PW91PW91 with
6—311++G (3df, 3pd) basis set match the DLPNO-CCSD(T)/aug-cc-
pVTZ single point energy best, with a MUD between 0.52 and
0.82 kcal/mol for the test clusters. Considering that M06-2X
method is adopted in previous studies of amino acids clusters,
(Elm et al., 2013; Wang et al., 2016) the same functional was chosen
to obtain the structures and energetics in this study for a compar-
ison with the previous work.

The thermodynamics of the interaction of sulfuric acid with
serine and threonine was evaluated. The interaction energies were
calculated by AG (Int) = G (A_B) — G(A) — G(B), where G (A_B), G(A)
and G(B) are the Gibbs free energy of the cluster, monomer A and
monomer B, respectively. The hydrate distribution was also calcu-
lated using the Gibbs free energy of stepwise addition of water
molecules to form (Ser) (SA) (W), (n=0-3) and (Thr) (SA) (W),
(n=0-3) clusters. Such a method was presented in previous
studies (Noppel et al., 2002). Based on the obtained global minima
of (Ser) (SA) (W), (n=0-3) and (Thr) (SA) (W), (n = 0—3) clusters,
the optical properties were evaluated. The variations of Rayleigh
light scattering intensities, Ry, along with the number of water
molecules were calculated at the CAM-B3LYP/aug-cc-pVDZ level of
theory, which has been investigated to have a good balance be-
tween efficiency and accuracy (Elm et al., 2014; Peng et al., 2015a).
The specific formulas for such calculations have been given else-
where (Elm et al., 2014). The optical properties of (Ser) (SA) (W),
(n=0-3) and (Thr) (SA) (W), (n=0-3) clusters were compared
with (TMA) (SA) (W), (n=0-3) and (MEA) (SA) (W), (n=0-3)
clusters, which are reported to possess high enhancing potential in
nucleation (Nadykto et al., 2015; Xie et al., 2017). The (TMA) (SA)
(W)p (n=0-3) and (MEA) (SA) (W), (n=0-3) clusters were ob-
tained using the same method. The structures of (MEA) (SA) (W),
(n=0-3) and (TMA) (SA) (W), (n=0-3) clusters are listed in
Fig. S1. The obtained global Gibb free energy minima of (MEA) (SA)
(W)n (n=0-3) clusters are same as that reported in Xie's study,
(Xie et al., 2017) which further validated the reliability of the
strategy adopted in this work.

3. Results and discussion
3.1. Structures

In this study, the denotations of Ser_SA_nW and Thr_SA_nW
were used to present the (Ser) (SA) (W), (n=0-3) and (Thr) (SA)
(W), (n = 0—3) conformations, respectively, where the “n” denotes
the number of water molecules. The lowest Gibbs free energy
structures of each cluster are depicted in Fig. 2. As shown in this
figure, the (Thr) (SA) and (Ser) (SA) clusters are featured by a ring
structure with two inter-molecular hydrogen bonds, which is
similar to the cyclic cluster of (MEA) (SA) (Xie et al., 2017). In these

two clusters, the hydroxyl rather than carbonyl group, together
with amine group, interacts with SA moiety. It is noted that an
intermolecular proton transfer occurred during the interaction.
These characteristics differ from the case of (Gly) (SA) and (Ala) (SA)
clusters, where interacting groups are amino/acid groups and no
proton transfer occurred (Elm et al., 2013; Wang et al., 2016). This
indicates that hydroxyl substituent has significant influence on the
cluster structures. In addition, unlike (Ser) (SA), (Thr) (SA) shows an
additional intra-molecular hydrogen bond (bond length of 1.98 A,
Fig. 2a) in Thr upon complexation with SA, as there is no such
hydrogen bond in single Thr molecule (Fig. S2).

With the interaction of water molecules, the structures of (Ser)
(SA) (W), and (Thr) (SA) (W), (n = 1-3) are also different (Fig. 2b).
In the former, both hydroxyl and amino groups of Ser are involved
in the interaction with water or SA moiety. While in the latter, the
interaction manner depends on the number of water molecules. In
(Thr) (SA) (W), the carboxyl and hydroxyl groups interact with
water and SA moiety. In (Thr) (SA) (W), and (Thr) (SA) (W)s, all the
three functional groups of Thr are involved in the hydrogen bond
interaction. The free group of serine and threonine unparticipated
in the hydrogen bonds may be able to involve in the intermolecular
interactions in larger clusters, which needs further study to eluci-
date the interaction modes of amino acids with SA. The structural
differences in the hydrated clusters indicate that the methyl sub-
stitution of amino acid affects the interaction manner between
amino acid and SA. To sum up, these results suggest that different
amino acid has different interaction fashion with sulfuric acid and
may highlight the needs of study on the effects of various amino
acids on aerosol.

It is noteworthy that, in (Thr) (SA) (W) and (Thr) (SA) (W)3
clusters, all three functional groups of Thr participate in the inter-
molecular interactions. Other isomers of (Ser) (SA) (W), and (Thr)
(SA) (W), (n=1-3) are listed in Fig. S3-S8. As can be seen from
these figures, in a certain number of isomers of serine and threo-
nine clusters, all the three functional groups interact with SA and
water. It is expected that amino acids with additional non-
characteristic functional groups may enhance the interaction with
atmospheric nucleation precursors from three directions in certain
cases.

3.2. (Thr) (SA) cluster as a potential participant in ion-induced
nucleation

Nadykto et al. (Nadykto and Yu, 2008) pointed out that the
electrical dipole moment of stable hydrogen-bonded clusters of
sulfuric acid is important for ion-induced nucleation, which is
largely controlled by dipole-charge interaction of airborne ions
with vapor monomers and pre-existing clusters. The immediate
vicinity (<1 kcal/mol) of the global minima may be populated with
a number of isomers with drastically different dipole moment,
leading to strong dipole-ion interaction. The six lowest isomers in
energy of (Thr) (SA) and (Ser) (SA) cluster and their corresponding
dipole moment are displayed in Fig. 3. The AE and AG represent the
relative electronic energy and the relative Gibbs free energy of
cluster to the global minimum at a standard state of 298.15K and
1 atm. As shown in Fig. 3¢, the dipole moments of Thr_SA_c and
Thr_SA_f (8.82 and 9.06 Debye, Table S2) are higher than other
isomers including global minimum Thr_SA_a (6.08 Debye,
Table S2) and isomers of (Ser) (SA) (5.91-8.23 Debye, Table S3).
Besides, they are much higher than the reported highest dipole
moment of mono-, di-, and trihydrates of the sulfuric acid (3.8, 5.03
and 4.16 Debye, respectively) (Nadykto and Yu, 2008). In addition,
the two isomers with highest dipole moments structurally featured
by three intermolecular hydrogen bonds between threonine and SA
compared with other isomers of (Tur) (SA) (Fig. 3a) and (Ser) (SA)
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(Fig. 3b). Moreover, Thr_SA_c may have certain population because
of small energy separation (relative free energy of 0.21 kcal/mol)
from the global minimum Thr_SA_a, which is different from (Ser)
(SA) clusters with other isomers being about 1 kcal/mol higher than
Ser_SA_a. Therefore, Thr_SA_c could favorably participate in
dipole-ion interaction, which may have important implications for
the ion-mediated production of ultrafine aerosol particles associ-
ated with various climatic and health impacts (Yu et al., 2012).

3.3. Thermodynamic analysis

The formation Gibbs free energies of the clusters of sulfuric acid
with various amino acids, water and SA are summarized in Table 1.
By comparing the formation energies of clusters, the relative sta-
bilities of the clusters could be obtained to evaluate their roles in
NPF process (Sheng et al, 2017; Zhao et al., 2017). The cluster
structures of (SA) (SA) and (SA) (W), (n = 1—4) are shown in Fig. S9
and S10 (see SI). The structures of (SA) (SA) and (SA) (W), (n=1-4)
are consistent with previous studies (Temelso et al., 2012a, 2012b).
The formation electronic energies and enthalpies of these clusters
are shown in Table S4.

As shown in Table 1, The calculated formation free energy
of —2.5kcal/mol for the (SA) (W) cluster is in agreement with
experimental data (—3.6 + 1.0 kcal/mol), (Hanson and Eisele, 2000)
suggesting the reliability of theoretical method used. It is found
that the formations of (Ser) (SA) and (Tur) (SA) clusters are ener-
getically more favorable than that of (SA) (W) and (SA) (SA) clusters
(—=10.14 and —9.18 kcal/mol vs. —2.51 and —8.41 kcal/mol, Table 1).

The BSSE-corrected energies listed in Table S5 suggest the same
result. This indicates that serine and threonine are capable of sta-
bilizing SA to promote NPF in initial nucleation steps. It is note-
worthy that the interaction of (Ser) (SA) is higher than (Thr) (SA)
cluster and the previously reported (Gly) (SA) and (Ala) (SA) clus-
ters, which are all calculated at M06-2X/6-311++G (3df, 3pd) level
(Table 1). (Elm et al., 2013; Wang et al., 2016) This suggests that
serine may play more important role in stabilizing sulfuric acid to
promote the initial nucleation steps of NPF compared with threo-
nine, glycine and alanine. As serine and alanine differs in structure
by a hydroxyl group, this result indicates that the additional non-
characteristic functional group in amino acids may promote their
interaction with atmospheric nucleation precursors such as sulfuric
acid.

Hydration effect was also evaluated by calculating the formation
Gibbs free energies of hydrated (Thr) (SA) and (Ser) (SA) clusters
through three formation pathways, as presented in Table 2. The
corresponding electronic energies (AE) and enthalpies (AH) are
listed in Tables S6 and S7, respectively. In the total binding path, the
AG values were calculated by AG (Total) = G [(AA) (SA) (H20)n] — n
G (H20) — G (AA) — G (SA). Along with this path, the interaction of
monomers within the resulting clusters becomes stronger as the
AG values become larger with the number of water molecules. In
the synthetic binding path, the AG values were calculated by AG
(Synthetic) = G [(AA) (SA) (H20),n] — G (AA) — G [(SA) (H20)y]. The
hydration effects of the first and second water molecules are most
obvious, as the AG values for the addition of serine and threonine to
(SA) (W) and (SA) (W), are more favorable than forming (AA) (SA)
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Table 1
The formation Gibbs free energies (AG, kcal/mol, 298.15K and 1atm) of the SA-
involved clusters.

Entries Reactions AG

(1) Ser + SA — (Ser) (SA) -10.14
(2) Tur + SA — (Tur) (SA) -9.18
(3) W + SA — (SA) (W) -2.51
(4) SA + SA — (SA) (SA) -8.41
(5) Gly + SA — (Gly) (SA) -7.36°
(6) Ala + SA — (Ala) (SA) -941°

2 The results were obtained at the level of M06-2X/6-311++G (3df, 3pd) (see refs.
22,23), which is same as that in this study.

Table 2
The formation Gibbs free energies (kcal/mol) of (Thr) (SA) (H,0), and (Ser) (SA)
(H20), (n = 0-3) clusters through various formation manners.

Amino acid (AA) AA-SA  AA-SA-H,O AA-SA-2H,0 AA-SA-3H,0

Total binding path AA + SA + nH,0 — (AA) (SA) (H;0),

Ser -10.14 -12.93 —15.40 -15.85
Tur -9.18  -12.89 -15.70 -15.83
Synthetic binding path AA + (SA) (H,0), — (AA) (SA) (H,0),

Ser -10.14 -10.42 -10.37 -9.01
Tur -9.18 -10.38 -10.67 -8.99
Stepwise binding path  (AA) (SA) (H;0),.1 + H,O — (AA) (SA) (H20),
Ser -10.14 -2.79 —2.47 -0.45
Tur -9.18 -3.71 -2.81 -0.13

clusters (—10.42/—10.37 and —10.38/—10.67 kcal/mol vs. —10.14
and —9.18 kcal/mol, Table 2). Moreover, an unusual phenomenon
was observed in (Thr) (SA) (W), as proton transfer occurs in (Thr)
(SA) instead of (Thr) (SA) (W). Thus in this case hydration enhances
interaction energy in (Thr) (SA) (W) cluster without promoting
proton transfer. In the stepwise binding path, the AG values were
calculated by AG (Stepwise) =G [(AA) (SA) (H20),] — G [(AA) (SA)
(H20)p-1] — G (H20). The AG values of stepwise binding path are
negative, indicating that the formation of hydrated (AA) (SA)
clusters is favorable under the conditions applied.

3.4. Hydrate distribution and influence of humidity

The hydrated clusters could be thermodynamically favorably
formed, as suggested by the negative formation Gibbs free energy
(Table 2). However, the number of water molecules in the clusters is
affected by the relative humidity (RH). To access the dominant
hydrated clusters in the atmosphere, the hydrate distributions for
(Thr) (SA) and (Ser) (SA) clusters were investigated with respect to
five values of RH (20%, 40%, 60%, 80%, 100%) under the constant
temperature of 298.15K (Fig. 4). By this means, the relative con-
centration of each hydrated cluster can be estimated (Temelso et al.,
2012a, 2012b).

As shown in Fig. 4a, the sensitivity of the hydrate distributions of
(Ser) (SA) (H20), (n = 0—3) clusters to RH is obvious, especially for
the unhydrated and dihydrated clusters. When RH = 20%, the total
concentration of the hydrated (Ser) (SA) cluster is mainly dispersed
as the unhydrated and monohydrated forms. As RH increases to
40%, the unhydrates, monohydrates and dihydrates disperse aver-
agely with monohydrates being most abundant. When RH is 60%,
the relative concentration of unhydrate decreases sharply, while
the dominant specie shifts from monohydrate to dihydrate. When
RH is above 60%, the percentages of unhydrate and monohydrate
decrease while that of dihydrate increases gradually with the in-
crease of RH. The relative percentage of dihydrate reaches almost
60% when RH is 100%. Larger hydrated clusters such as trihydrates
are almost nonexistent at various RH.

The distributions of hydrated (Thr) (SA) differ from the (Ser) (SA)
case. As shown in Fig. 4b, monohydrates are the most prevalent
specie when RH = 20%, followed by dihydrates. The unhydrated
clusters comprise a proportion of as much as 15% at a RH of 20%. As
RH increases to 40%, the dominant specie shifts from monohydrates
to dihydrates. With RH increases from 40% to 100%, the percentage
of monohydrates decreases while that of dihydrates increases
gradually. The relative percentage of dihydrates reaches almost 75%
when RH is 100%. The total concentration of the hydrated (Thr) (SA)
clusters is mainly dispersed as the mono- and dihydrates. Similar to
hydrated (Ser) (SA) clusters, trihydrated (Thr) (SA) clusters are
almost nonexistent at various RH. In conclusion, the hydrate dis-
tributions of (Thr) (SA) (W), (n=0-3) and (Ser) (SA) (W),
(n=0-3) clusters are more averaged than that of (Ala) (SA) (W),
(n =0-3) clusters, where the unhydrated clusters are dominant in
most cases (Wang et al., 2016). It can be concluded from Fig. 4 that,
unlike alanine clusters, hydrated (Ser) (SA) and (Tur) (SA) clusters
could retain water even at low RH, which may due to the hydroxyl
group in serine and threonine. Previous studies show that the hy-
droxyl group in organic compounds could significantly increase the
CCN efficiency of organic aerosol (Suda et al., 2014). As nucleated
particles can subsequently grow up to the size of CCN, providing up
to half of the global CCN budget, (Merikanto et al., 2009) hydrated
(Ser) (SA) and (Tur) (SA) clusters pose as an interesting possibility
for involvement in CCN formation, affecting the properties and
lifetime of clouds.

3.5. Optical properties

Rayleigh scattering is the dominant scattering mechanism of
particles with diameters much smaller than the wavelength of the
light and contributes largely to the extinction properties, which is
one aspect of the direct effect of aerosols (Elm et al., 2015). In this
study, the intrinsic Rayleigh light scattering intensities of (Thr) (SA)
(W) (n=0-3) and (Ser) (SA) (W), (n = 0—3) clusters were inves-
tigated (Fig. 5). The (MEA) (SA) (W), (n = 0—3) and (TMA) (SA) (W),
(n=0-3) clusters were also studied for a comparison.

As shown in Fig. 5, the Rayleigh light scattering intensities of
unhydrated (Ser) (SA) and (Thr) (SA) clusters are around 450000
a.u. and 550000 a.u., respectively. These values gradually increased
to 750000 a.u. for (Ser) (SA) (W)s and 850000 a.u. for (Thr) (SA)
(W)3 with addition of water molecules. This result is consistent
with previous study that the Rayleigh light scattering intensity
depends on the number of water molecules involved in the cluster
(Elm et al., 2014). Moreover, the Rayleigh light scattering intensities
for (Thr) (SA) (W), (n=0-3) and (Ser) (SA) (W), (n=0-3) are
higher than (MEA) (SA) (W), (n=0-3) (300000—550000 a.u.),
(TMA) (SA) (W) (n=0-3) (350000—600000 a.u.) and oxalic acid-
containing clusters such as (H2C04) (NH3) (H20), (n=1-3)
(150000—350000 a.u.), (Peng et al, 2016) (H2C204) (NH3)2(H20)n
(n=1-3) (200000—450000 a.u.), (Peng et al, 2016) (HyC,04)
(NH3), (n=1-6) (150000—750000 a.u.) (Peng et al., 2015b) and
(H2C204) (H2S04) (H20), (n=0-5) (300000—700000 a.u.) (Miao
et al., 2015) reported in previous studies calculated at the same
level CAM-B3LYP/aug-cc-pVTZ by using the same formula. These
results indicate that the amino acids such as serine and threonine-
containing pre-nucleation clusters scatter light more efficiently
than the TMA, MEA and H,C,04-involved counterparts, and thus
have greater contribution to the extinction properties of aerosol. As
discussed above, the (Thr) (SA) and (Ser) (SA) clusters may retain
water molecule at low RH. The higher Rayleigh light scattering
intensity of (Thr) (SA) and (Ser) (SA) clusters and the further pro-
motion by addition of water molecules indicate the large light
scattering coefficients of aerosol formed via participation of serine
and threonine at low RH, which needs to be further validated by
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Fig. 5. Intrinsic Rayleigh light scattering intensities of trimethylamine, mono-
ethanolamine, serine and threonine clusters with sulfuric acid as a function of the
number of water molecules (n=0-3).

experiments.

Meanwhile, (Thr) (SA) (W), (n=0-3) possess higher Rayleigh
light scattering intensities than (Ser) (SA) (W), (n=0-3), indi-
cating that a methyl substitution could increase the Rayleigh light
scattering intensity. This is consistent with the result that the
Rayleigh light scattering intensities of (Me3N) (SA) (W), (n=0-3)
can reach to 600000 a.u. while the highest value for (MeNH>) (SA)
(W), (n=0-3) is about 350000 a.u (Lv et al., 2015). This suggests
that the compounds with more methyl substitutions are worthy of
considering when evaluating the extinction properties of aerosols.
In addition, the Rayleigh light intensity of (Ser) (SA) (W), is much
larger than that of (MEA) (SA) (W), (n = 0—3) (Fig. 5), which differs
in structure by an additional carboxyl group in serine, indicating
that carboxyl group of organics may also enhance the Rayleigh light
scattering intensity of clusters.

Although the pure DFT method has been utilized to optimize
the cluster structures in this study, the integrated two-layer
method such as quantum/molecular mechanics (QM/MM) may
be used, in the near future, for constructing larger clusters to
obtain more knowledge about amino acids participated in nucle-
ation in atmosphere, which was successfully applied for theoret-
ical treatments of environment-related reactions (Li et al., 2016;

Kumar et al., 2018).

4. Conclusions

In this work, quantum chemical calculations have been per-
formed to investigate the geometries, formation Gibbs free en-
ergies, hydrate distributions, and Rayleigh light scattering
intensities of (Thr) (SA) (W), and (Ser) (SA) (W), (n = 0—3) clusters.
Results show that, in (Thr) (SA) and (Ser) (SA) clusters, serine and
threonine form a cyclic structure with SA by both hydroxyl and
amino groups. A proton transfer event could occur without
participation of water. Geometries of (Thr) (SA) (W), and (Ser) (SA)
(W) (n=0-3) are also different. These differences indicate that
hydroxyl group and different methyl substitution affect the struc-
ture of clusters. Besides, threonine can interact with H,SO4 and H,0
in three directions in (Thr) (SA) (W); and (Thr) (SA) (W)3. Moreover,
threonine may serve as a potential participant in ion-induced
nucleation due to the high dipole moment of (Thr) (SA) cluster.
From thermodynamic analysis, the interaction of serine with sul-
furic acid is strongest compared with threonine, glycine and
alanine, indicating that serine may play more important role in
stabilizing sulfuric acid to promote the initial nucleation steps of
new particle formation. In addition, the hydration effects of the first
and second water molecules are most obvious. Particularly, in (Thr)
(SA) (W), hydration enhances interaction between threonine and
sulfuric acid without proton transfer. The hydrate distributions
analysis indicated that hydrated (Ser) (SA) and (Tur) (SA) clusters
could retain water even at low RH, which may due to the hydroxyl
group in serine and threonine. The Rayleigh light scattering in-
tensities of (Thr) (SA) (W), and (Ser) (SA) (W), (n = 0—3) are much
higher than trimethylamine, monoethanolamine and oxalic acid-
involved counterparts, indicating the greater influence of amino
acid participated pre-nucleation clusters on the extinction prop-
erties of aerosols. Besides, carboxyl group and methyl substitution
in organics could enhance the Rayleigh light scattering intensity of
related clusters. This study may bring new insight into the role of
amino acids in initial steps of new particle formation from molec-
ular level and could help better understand the properties of amino
acid-containing organic aerosol.
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