Atmos. Chem. Phys., 22, 9265-9282, 2022
https://doi.org/10.5194/acp-22-9265-2022

© Author(s) 2022. This work is distributed under
the Creative Commons Attribution 4.0 License.

Atmospheric
Chemistry
and Physics

Introduction

Quantifying the effects of mixing state on
aerosol optical properties

Yu Yao!, Jeffrey H. Curtis, Joseph Ching>*>%, Zhonghua Zheng®’8, and Nicole Riemer'

IDepartment of Atmospheric Sciences, University of Illinois Urbana-Champaign, Urbana, IL 61801, USA
ZDepartment of Mechanical Science and Engineering, University of Illinois Urbana-Champaign,
Urbana, IL 61801, USA
3Meteorological Research Institute, Japan Meteorological Agency, Tsukuba, Ibaraki, 305-0052, Japan
4National Institute of Polar Research, 10-3 Midori-cho, Tachikawa, Tokyo, 190-8518, Japan
SResearch Institute for Humanity and Nature, 457-4 Motoyama, Kamigamo, Kita-ku, Kyoto, 603-8047, Japan
6Computational and Information Systems Laboratory, National Center for Atmospheric Research,
Boulder, CO 80307, USA
Climate and Global Dynamics Laboratory, National Center for Atmospheric Research,

Boulder, CO 80307, USA
8 Advanced Study Program, National Center for Atmospheric Research, Boulder, CO 80307, USA
2now at: Arid Land Research Center, Tottori University, 1390 Hamasaka, Tottori, 680-0001, Japan

Correspondence: Nicole Riemer (nriemer @illinois.edu), Yu Yao (yuyao3 @illinois.edu)

Received: 18 February 2022 — Discussion started: 2 March 2022
Revised: 12 June 2022 — Accepted: 4 July 2022 — Published: 19 July 2022

Abstract. Calculations of the aerosol direct effect on climate rely on simulated aerosol fields. The model rep-
resentation of aerosol mixing state potentially introduces large uncertainties into these calculations, since the
simulated aerosol optical properties are sensitive to mixing state. In this study, we systematically quantified the
impact of aerosol mixing state on aerosol optical properties using an ensemble of 1800 aerosol populations from
particle-resolved simulations as a basis for Mie calculations for optical properties. Assuming the aerosol to be
internally mixed within prescribed size bins caused overestimations of aerosol absorptivity and underestimations
of aerosol scattering. Together, these led to errors in the populations’ single scattering albedo of up to —22.3 %
with a median of —0.9 %. The mixing state metric x proved useful in relating errors in the volume absorption
coefficient, the volume scattering coefficient and the single scattering albedo to the degree of internally mixing of
the aerosol, with larger errors being associated with more external mixtures. At the same time, a range of errors
existed for any given value of x. We attributed this range to the extent to which the internal mixture assumption
distorted the particles’ black carbon content and the refractive index of the particle coatings. Both can vary for
populations with the same value of x. These results are further evidence of the important yet complicated role
of mixing state in calculating aerosol optical properties.

hill et al., 2021; Szopa et al., 2021). At the same time, the

Particles scatter and absorb incoming solar radiation, thereby
impacting the global radiative balance and temperatures on
Earth (Mitchell Jr., 1971; Charlson et al., 1992; Yu et al.,
2006; Winker et al., 2010; Oikawa et al., 2013; Subba et al.,
2020). Black carbon (BC), commonly emitted from combus-
tion, has a direct radiative forcing of +0.11 Wm—2 (Thorn-

overall global average aerosol direct radiative forcing in the
clear-sky environment is —0.22 Wm™2 because of the pres-
ence of other non-absorbing aerosol species, which exert a
cooling impact (Forster et al., 2021).

Radiative effects of aerosols depend on their optical prop-
erties, which, as a whole, are determined by the individual
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particles that the aerosol consists of. As observed in field
campaigns, particles are mixtures of inorganic and organic
species and exhibit significant spacial and temporal varia-
tion in their abundance and composition (Zhang et al., 2007;
Bzdek et al., 2012; Laskin et al., 2006), with considerable
diversity in composition existing within individual aerosol
populations. The topic of this paper is to quantify the impor-
tance of diversity in composition for aerosol optical proper-
ties.

Aerosol composition impacts aerosol optical properties for
several reasons. First, aerosol species differ in their complex
refractive index. While inorganic species and many organic
species have a purely real refractive index for wavelength
of visible sunlight (i.e., only scatter radiation), black carbon
and some organic carbon species have a nonzero imaginary
part of the refractive index and hence also absorb radiation
(Corbin et al., 2018; Esteve et al., 2014; Cappa et al., 2019).
Second, aerosol species differ in their hygroscopicity. This
governs aerosol water uptake in a humidified environment,
which is important for scattering (Michel Flores et al., 2012;
Zieger et al., 2013; Titos et al., 2014, 2016).

Lastly, the arrangement of the different aerosol species
within a particle is important for determining their scatter-
ing and absorption. For mixed particles without strongly ab-
sorbing species, i.e., BC, a volume-mixing rule can be used
to calculate the refractive index of the entire particle. When
the particle contains BC, assuming a core—shell configura-
tion was proven to be more accurate (Bond et al., 2006)
(still assuming sphericity as particle shape). The absorption
enhancement of BC-containing particles due to their non-
absorbing coatings has been widely investigated (Moffet and
Prather, 2009; Liu et al., 2017; Wu et al., 2020; Fierce et al.,
2020). Taking the nonspherical shapes of BC-containing par-
ticles into account complicates matter considerably since
Mie calculations cannot be applied and more sophisticated
optical models need to be used, which are computationally
much more expensive. Using the discrete dipole approxima-
tion model, Scarnato et al. (2013) found that the absorption
coefficients’ enhancement of BC/NaCl mixtures is higher
for compact BC particles completely embedded in NaCl than
for lacy BC particles.

To understand the importance of aerosol composition in
calculating aerosol optical properties, it is useful to define the
term aerosol mixing state, that is, the distribution of aerosol
species among the particles in a population (Riemer et al.,
2009, 2019; Riemer and West, 2013). Aerosol mixing state
in the ambient atmosphere ranges between the two ideal-
ized extremes of an external mixture on the one hand, where
each particle is composed of a single species, and an inter-
nal mixture on the other hand, where all particles consist
of the same mixture of species. Aerosols close to emission
sources tend to be more (although not completely) externally
mixed (Bondy et al., 2018; Rissler et al., 2014). After emis-
sion, aging processes, such as coagulation between particles
and condensation of gas species on the particles, transform
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aerosol populations towards more internal mixtures (Healy
et al., 2014; Liu et al., 2013; Zaveri et al., 2010). Past studies
quantified the importance of mixing state for aerosol optical
properties through optical closure studies. For example, us-
ing measured aerosol size distributions and aerosol compo-
sition observed over the East China Sea, Koike et al. (2014)
found that the internal mixture assumption for fine particles
increased the absorption aerosol optical depth by a factor of
2 or more.

Aerosol mixing state is challenging to represent in 3D
chemical transport models, which usually rely on simplify-
ing assumptions for computational efficiency. These assump-
tions then influence the magnitude of calculated aerosol op-
tical properties. Optical properties are here understood by
three widely used parameters: the absorption cross section,
the scattering cross section and the asymmetry parameter
(Majdi et al., 2020). Many 3D models use a modal approach
to represent aerosols, such as the Community Multiscale Air
Quality Modeling System (CMAQ) (Binkowski et al., 2007,
Appel et al., 2017) and the modal aerosol module (MAM)
(Liu et al., 2012). The modes are externally mixed from
each other, whereas within each mode, the aerosol is as-
sumed to be internally mixed. For BC-containing modes,
sphericity and a core—shell configuration are assumed, so that
Mie calculations can be applied to calculate optical prop-
erties. Fierce et al. (2016) found that neglecting the diver-
sity in coating thickness for BC-containing particles (a re-
sult of the internal mixture assumption) leads to overesti-
mated absorption enhancement by up to 200 %. Another ap-
proach is the sectional model representation, which tracks
size-resolved composition but not particle composition di-
versity within a certain size, such as TwO-Moment Aerosol
Sectional (TOMAS) and the GLObal Model of Aerosol Pro-
cesses (GLOMAP) (Kodros et al., 2018; Spracklen et al.,
2005). Still, mixing state assumptions need to be invoked for
each size bin. Recently, aerosol modules with more detailed
BC mixing state representation were implemented in global
climate models (Matsui et al., 2013; Matsui, 2017). These
approaches better represent the evolution of BC aging pro-
cesses within a size bin by adding a second dimension for BC
mass fraction. However, this two-dimensional bin approach
still does not capture the mixing state information of other,
non-BC aerosol species.

The uncertainties in optical properties introduced by
mixing state assumptions were also evaluated through
model sensitivity studies. Using the AQMEII-2 model inter-
comparison framework, Curci et al. (2015) quantified the
sensitivity of aerosol optical properties to several parameters,
including aerosol mixing state and size distribution. They
found that aerosol mixing state is the dominant factor in-
troducing uncertainties, explaining 30 %—35 % of the uncer-
tainty in aerosol optical depth and single scattering albedo
(SSA). Kodros et al. (2018) found that the direct radiative
forcing (DRF) can vary from —1.65 to —1.34 Wm™2 over
the pan-Arctic region depending on the assumption of an in-
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ternal or external mixture. The variation is similar when the
assumptions are used to calculate DRF at the top of the at-
mosphere (Ma et al., 2012). These sensitivity studies have in
common that no benchmark simulations exist that represent
the real mixing state, and therefore the importance of mixing
state can only be assessed based on differences between var-
ied idealized assumptions. By applying a detailed particle-
resolved benchmark model, Fierce et al. (2017) found that
simple mixing state assumptions can result in an erroneous
distribution of BC cores and coating material and lead to er-
rors in absorption. This effect was further confirmed to be
the main source of the discrepancies between simulated and
experimentally determined particle optical properties (Fierce
et al., 2020).

The goal of this study is to systematically quantify the er-
rors in optical properties due to simplified assumptions for
mixing state, here quantified with the mixing state metric
x (Riemer and West, 2013). A similar framework was used
to quantify the error in cloud condensation nuclei (CCN)
concentration (Ching et al., 2017), showing that CCN er-
ror ranges from —40 % to 150 % when assuming the aerosol
was internally mixed. The error depended on the supersatu-
ration level that CCN concentrations were evaluated at and
also aerosol mixing state. In this work, we want to answer
the following questions: given the aerosol mixing state, what
is the error in aerosol optical values when assuming internal
mixture, and what are the leading causes for this error?

The paper is structured as follows: model description, sce-
nario design and the definition of metrics are given in Sect. 2.
Section 3 shows the relation between the errors in aerosol
scattering and absorption and mixing state for dry aerosol
populations, and Sect. 4 further analyzes the errors for the
aerosol populations at different levels of ambient relative hu-
midity. The errors in single scattering albedo and its impli-
cations for aerosol direct radiative forcing are analyzed in
Sect. 5. Section 6 summarizes the main findings.

2 Model description, scenario libraries and metrics

2.1 The stochastic particle-resolved model
PartMC-MOSAIC

The model used for this study is the particle-resolved model
PartMC-MOSAIC (Particle Monte Carlo model-Model for
Simulating Aerosol Interactions and Chemistry). A compre-
hensive description of the model can be found in Riemer
et al. (2009) and DeVille et al. (2011, 2019) for PartMC
and in Zaveri et al. (2008) for MOSAIC. PartMC is a La-
grangian box model that tracks the evolution of particles in
a fully mixed computational volume. The processes of emis-
sion, coagulation and dilution are simulated stochastically.
Gas-phase chemistry and gas—aerosol partitioning are incor-
porated by coupling with the deterministic model MOSAIC.
Specifically, MOSAIC uses the carbon-bond-based mecha-
nism CBM-Z for gas-phase photochemical reactions (Za-
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veri and Peters, 1999), a multicomponent Taylor expansion
method (MTEM) for calculating electrolyte activity coef-
ficients in aqueous inorganic mixtures and a multicompo-
nent equilibrium solver for aerosols (MESA) for calculat-
ing the phase states of the particles (Zaveri et al., 2005).
The secondary organic aerosol (SOA) treatment follows
the Secondary Organic Aerosol Model (SORGAM) (Schell
et al., 2001). Aerosol water uptake is calculated using the
Zdanovskii—Stokes—Robinson (ZSR) method (Zaveri et al.,
2008; Zdanovskii, 1948; Stokes and Robinson, 1966) based
on the composition of the inorganic portion of the particles.
By this method, organic species are treated as hydrophobic
and do not contribute to water uptake. The impact of this as-
sumption on optical properties was quantified by Nandy et al.
(2021), who found that errors in single scattering albedo can
be up to 6 % if neglecting the water uptake of organic com-
pounds.

2.2 Scenario library design

Following the strategy in Zheng et al. (2021) and Hughes
et al. (2018), we created a scenario library of PartMC-
MOSAIC simulations for this study, with a focus on the ag-
ing of carbonaceous aerosol. To produce particle populations
with a wide range of compositions and mixing states, we var-
ied the model input parameters within the ranges shown in
Table 1. We used Latin hypercube sampling (McKay et al.,
2000) to create input parameter combinations for a total of
100 model simulations. The simulation time for each simu-
lation was 24 h, beginning at 06:00 local time with hourly
output. This yielded a total of 2500 particle populations. All
scenarios were run with 10000 computational particles. To
create aerosol initial conditions with realistic mixing states,
we adopted the approach described in Zheng et al. (2021):
we carried out a first set of simulations, starting with the
aerosol initial concentrations set to zero for all simulations
(the “initial runs”). We then repeated the same set of simu-
lations but replaced the aerosol initial condition with a ran-
domly sampled population from the initial runs (the “restart
runs”). For the analysis in this paper, we only used the results
from the restart runs. Within our ensemble or aerosol popu-
lations, some were found with higher species concentrations
than what would be expected in the ambient atmosphere. We
applied upper thresholds to eliminate those which were cal-
culated as the sum of the 75th percentile and 1.5 times the
IQR (interquartile range) for each of the aerosol species. Af-
ter this procedure, 1809 out of 2500 populations were used
for the error analysis presented in the remainder of the paper.

2.3 Optical property calculations

We calculated the optical properties of the particle popu-
lations using Mie calculations (Zaveri et al., 2010). These
properties included the asymmetry parameter g, scattering
Cross section ey and absorption cross section oypg for each
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Table 1. Baseline and range for the input variables.
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Input parameters

Baseline Range

Environment variables

Relative humidity (RH) [0.1, 1) or [0.4, 1)
Latitude (70° S, 70° N) or (90° S, 90° N)
Day of year [1,365]
Temperature Based on latitude and day of year
Gas emission rates (mol m—2 s_l)
Sulfur dioxide (SO») 85%x 1072 [0%-200 %]
Nitrogen dioxide (NO5) 3.0x 1077 [0 %—200 %]
Nitrogen oxide (NO) 57x1078 [0 %200 %]
Ammonia (NH3) 8.9x 1072  [0%-200%]
Carbon oxide (CO) 7.8x 1077 [0%-200%]
Methanol (CH30H) 23%x 10710 [09%-200%]
Acetaldehyde (ALD2) 1.7x1072  [0%-200%]
Ethanol (ANOL) 53x 1072 [0%=200 %]
Acetone (AONE) 78%x 10710 [09%-200%]
Dimethy] sulfide (DMS) 3.8x 1071 [0%-200 %]
Ethene (ETH) 1.8x 1078 [0%-200%]
Formaldehyde (HCHO) 4.1x1072  [0%-200 %]
Isoprene (ISOP) 2.4x 10710 [0%-200 %]
Internal olefin carbons (OLEI) 59x 1079 [0 %—-200 %]
Terminal olefin carbons (OLET) 5.9x 1072 [0 %—200 %]
Paraffin carbon (PAR) 1.7x 1077 [0%-200 %]
Toluene (TOL) 6.1x107%  [0%-200%]
Xylene (XYL) 5.6x 1072 [0%-200 %]

Carbonaceous aerosol emission (single mode)

Geometric mean diameter (Dg)

Geometric standard deviation of diameter (og)
BC/OC mass ratio

Particle emission flux

[25, 250] nm
[1.4,2.5]

[0, 100 %]

[0,1.6 x 107]m~2s~!

particle. Particles were assumed to be spherical, and when
BC was present, a core—shell configuration was assumed,
with BC as the core and non-BC species as the shell. In
PartMC-MOSAIC, each chemical species was assigned a re-
fractive index, and the values were the same as Zaveri et al.
(2010), as listed in Table 2. The shell refractive index of the
particle was the volume average of all the shell species, in-
cluding aerosol water. The absorptivity of brown carbon has
been of great interest in recent years (Corbin et al., 2018;
Cappa et al., 2019); however, this was not considered in the
current work. We used the values for wavelength A of 550 nm
for our analysis.

In PartMC-MOSAIC, all particles are tracked individually
in a well-mixed computational volume, and we obtained the
ensemble optical property values by summing over all par-
ticles in the volume. The ensemble scattering coefficients
Bscat(A), ensemble extinction coefficients Bext(1) and ensem-
ble absorption coefficients B,ps(1) at wavelength A are given
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as
N
BcatR) = Y Oscati Wi (1)
N
BextB) =Y Oexti(W)ni, )
lgabs()\) = ,Bext()\) - lgscat()\)’ (3)

where i is the particle index, n; is the number concentration
associated with particle i and N is the number of computa-
tional particles in the population. We determined the optical
properties of all particle populations of our scenario libraries
using these equations.

Two additional derived quantities of interest are the ab-
sorption enhancement and the mass absorption coefficient.
The absorption enhancement of BC-containing particles due
to coatings is defined as

Eaps(A) = /Sabs()\)/ﬁabs,BC()\)v (4)
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Figure 1. Conceptual framework of composition averaging. The colors indicate different aerosol species. Light blue stands for water, and
black stands for black carbon. The other colors conceptually represent other chemical species. In total, we track 18 aerosol species in
addition to BC and water. Composition averaging is applied to the dry populations, and then water uptake is recalculated for RH = 50 % and
RH =90 %. The composition averaging procedure conserves bulk mass concentration of each species, the total number concentration and

the particle diameters within each bin.

where Babs Bc(M) is the volume absorption coefficient when
the particle coatings are removed from the BC cores.

We can also calculated the BC-specific mass absorption
coefficients MACpc (m? g~ 1) using

N
Z Oabs,i Mn;

1

N 9
> mBC,ini

7

MACgc = &)

where mpc,; is the BC mass in particle i.

2.4 Quantifying the impact of mixing state through
composition averaging

To quantify the impacts of mixing state on aerosol optical
properties, we employed the strategy of “composition av-
eraging” similar to Ching et al. (2016) to create sensitivity
scenarios. The technique is shown conceptually in Fig. 1.
For each population in our reference scenario library, we av-
eraged the dry particle compositions within prescribed size
bins. We chose eight size bins between 0.039 and 10 um, con-
sistent with the bin structure of the sectional aerosol module
MOSAIC used in WRF-Chem (Fast et al., 2006).

The composition averaging procedure preserves the bulk
mass concentration of each species, the total number con-
centration and the particle diameters within each bin (Ching
et al., 2012, Appendix B1); i.e., after composition averag-
ing, each bin still contains particles of different sizes. It
changes the per-particle compositions so that each bin be-
comes internally mixed; however the composition can vary

https://doi.org/10.5194/acp-22-9265-2022

Table 2. Refractive indices of aerosol species at A = 550 nm.

Compounds  Refractive index
H,SO4 1.43
(NH4)>SO4 1.52
(NH4)HSO4 1.47
NH4NO3 1.5
H;0 1.33
BC 1.82 +0.74i
SOA 1.45
oC 1.45

between bins. This mimics the assumption frequently made
in sectional models, namely that each size bin contains an
internally mixed aerosol. PartMC-MOSAIC represents parti-
cles outside the MOSAIC bin range, especially for the lower
boundary, and we used an extra bin (bin 0) to preserve the to-
tal number and mass concentrations. Since the aerosol water
content plays an important role in aerosol optical properties,
we further calculated water uptake for the reference popula-
tions and for the composition-averaged populations for 50 %
(P>) and for 90 % ( P3) relative humidity, respectively. At RH
= 50 %, depending on the exact composition, some particles
take up water, and at RH = 90 %, most particles take up wa-
ter, except particles that only contain hydrophobic species,
such as pure black carbon or primary organic carbon. Note
that while the dry aerosol mass was conserved by the com-
position averaging procedure, the water content was recal-
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culated after composition averaging and could change com-
pared to the reference population.

Figure 2 illustrates the changes of two important param-
eters for aerosol optical properties due to composition aver-
aging, BC mass fraction and the real part of the refractive
index. In the reference case, a wide range of BC mass frac-
tions exists within the same size bin (Fig. 2a). After compo-
sition averaging, all particles within a size bin have the same
BC mass fraction (Fig. 2b). Since composition averaging pre-
serves the particle diameters, BC and other species are redis-
tributed so that all particles within a size bin are assigned the
same mass fractions. Specifically, if a particle has lower BC
mass fraction than the average level in the same size bin, BC
is added to this particle from those with higher BC content.
The coating species are also redistributed after composition
averaging, which causes the refractive index of the coating to
change (Fig. 2c and d). Hence, comparing optical properties
before and after composition averaging in the dry popula-
tion P; isolates the impact of mixing state on aerosol optical
properties. We will discuss the impact of composition aver-
aging for dry conditions in Sect. 3 and the impact of water
uptake in Sect. 4.

2.5 Mixing state metrics

We quantified the optical properties error introduced by a
simplified mixing state representation using the metrics de-
veloped by Riemer and West (2013). These metrics include
the single-particle diversity D;, the average particle species
diversity D, and bulk population species diversity D,,. For a
population with N particles, total mass p and A species, we
can calculate these metrics from the total mass of particle i,
Wi, total mass of species a in the population, ©“, and mass
of species a in particle i, ,uf, fori=1,..,Nanda=1,...,
A. The mass fraction of species a in particle i, p{, mass frac-
tion of particle i in the population, p;, and mass fraction of
species a in the population, p“, are given by

a

a Hi _& a I’L_a
"

pi =—, Di , pi= (6)

Wi n
The single-particle diversity D; describes the effective
species number in each particle and is defined as

A
D =[]wH 7. (7
a=1

As shown in Fig. S1 in the Supplement, if a particle only con-
tains one species, D; is 1. If the chemical species are present
in equal amounts in the particle, D; equals the number of
species. If the species are unevenly distributed, D; is a real
number ranging between 1 and the number of species in the
particle.

Based on D;, we can construct D, and D,,, which de-
scribes the average effective species number in each particle
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and bulk population, respectively:

N
Dy =] [(D)". (8)

i=1
A a
D, =] ©)
i=1
Finally, the mixing state metric x is defined as the affine ratio

of Dy and D,,:

D1
=D, —1

10)

The values of x vary between 0 % and 100 %. Take the three
particle populations in Fig. S1 as an example. All three popu-
lations have the same bulk species mass concentration. Thus,
they have the same bulk effective species diversity D,,. How-
ever, the species are distributed differently within the popu-
lations. When the particles are externally mixed, each parti-
cle only contains one species and Dy is 1, which results in
X = 0%. When all particles have the same species mass frac-
tions, Dy equals to D,,, and we obtain x of 100 %. The popu-
lation is fully internally mixed. For the intermediately mixed
population, x ranges between 0 % and 100 %. In many ap-
plications, x is used to describe the mixing state of chemical
species, and we can therefore also refer to it as the chemi-
cal abundance metric xchem (Riemer and West, 2013; Healy
et al., 2014; Bondy et al., 2018; Ye et al., 2018).

For this work, our focus is the optical properties of the par-
ticles. Differing from xchem, We grouped the aerosol species
by absorbing and non-absorbing species, i.e., BC and non-
BC species, and defined a new index accordingly, xpc. It
still ranges between 0% and 100 % and signifies the de-
gree to which BC and non-BC species are mixed. Since we
only consider two (surrogate) aerosol species, the maximum
value of D;, Dy and D), is 2. The same metric was chosen
by Yu et al. (2020) to characterize the mixing state of BC-
containing aerosol in Beijing and by Zhao et al. (2021) to un-
derstand the role of mixing state in aerosol light absorption
enhancement. For the remainder of the paper, unless other-
wise noted, we will refer to the xgc simply as x.

Figure 3 shows the range of bulk chemical species con-
centrations, the mixing state metric and optical properties
within the selected scenario library. The simulated aerosol
bulk species mass concentration in the library covered a wide
range of urban conditions (Fig. 3a), and the values were com-
parable to the measurements in different locations (Jimenez
et al., 2009; Lanz et al., 2010). Both mixing state metrics
Xchem and ypc were larger than 30 %, with a median value
of 85 %. The fact that mixing state metric values smaller
than 30 % did not occur in our scenario library is consistent
with the notion that aerosol species rarely exist in a com-
pletely external mixture but rather form some degree of inter-
nal mixtures already at the time of emission. Additionally, in
urban environments, particles age quickly, forming internal

https://doi.org/10.5194/acp-22-9265-2022
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Figure 2. Two-dimensional number distributions of BC mass fraction and dry diameter: (a) reference and (b) composition-averaged. Real
part of the refractive index and dry diameter: (c¢) reference and (d) composition-averaged. The population is taken from scenario 76 att = 1 h,
with x = 36 %. Red numbers and vertical gray lines represent the size bin ranges. The two red rectangles are for the analysis in Sect. 3.

mixtures with secondary species (Riemer et al., 2010; Wang
et al., 2010).

Our range of xpc values encompasses the range observed
in field measurements at Taizhou, China, where xpc ranged
between 68 % and 79 % for a period in May—June (Zhao
et al., 2021), and at Beijing, China, where ypc ranged be-
tween 55 % and 70 % in winter and between 60 % and 75 %
in summer (Yu et al., 2020). The range of xcpem is also con-
sistent with the daily range of 37 %—73 % of particle samples
collected in Paris, France (Healy et al., 2014).

Figure 3c shows that the single scattering albedo (SSA)
was larger than 0.4 for all populations, with a median value
of 0.88. While SSA values lower than 0.5 are considered ex-
tremely low (4 %), most populations (72 %) had a SSA larger
than 0.85, which is consistent with fine-mode SSA observa-
tions from AERONET (Levy et al., 2007). The distribution
of simulated total number concentration (Fig. 3d) is consis-
tent with the observed number concentration of particles in
the accumulation-mode size range (Asmi et al., 2011). Note
that the simulations presented here do not include the process
of new particle formation. As a result, the simulated particle
populations are more representative of accumulation-mode
particles in a range of different environments.

https://doi.org/10.5194/acp-22-9265-2022

3 Errors in aerosol absorptivity and scattering for
dry particles

This section describes how we quantified the error introduced
by composition averaging assumptions and how this error de-
pends on mixing state. Similar to the approach used by Ching
etal. (2017), we stratified the populations by the black carbon
mixing state metric x. To isolate the impacts of mixing state
(in the sense of how the chemical species except for aerosol
water are distributed across the population) from the impacts
of water uptake, we first analyzed the results for the dry pop-
ulation scenarios Pj. Particles were partially or fully deli-
quescent in scenarios P> (RH = 50 %) and Pz (RH = 90 %).
These populations will be further analyzed in Sect. 4 to quan-
tify the water uptake effects on aerosol optical properties re-
sulting from internally mixing hygroscopic and hydrophobic
species.

The errors in aerosol optical properties due to the internal
mixture assumption were defined by comparing the values
of reference and composition-averaged populations. The rel-
ative error € for the aerosol populations was calculated as

V() —v(x)

v(x)
where v stands for Bapg, Bscat, Eabs O single scattering albedo
in the reference library, and v’ is for the same parameters in
the sensitivity library. These parameters are stratified by the
mixing state metric .

€(v, , (11D

x)
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3.1 Errors in aerosol absorptivity due to composition
averaging

Absorption was overestimated universally after composition
averaging, and, as expected, the error was higher for more
externally mixed populations (low y values), with €(Baps)
reaching up to +70% for x of 30 % (Fig. 4a). Each dot in
Fig. 4a represents a particle population from the scenario li-
brary. As shown in the box plot inset, the mean overestima-
tion was 18 %, and the maximum reached over 80 %. The
figure further contains information of BC bulk mass concen-
tration and relative average BC core size changes, which are
the two main factors in determining absorptivity (Bond and
Bergstrom, 2006), as represented by marker size and color,
respectively. The relative average BC core size change for a
population is defined as

N . ycore/ N . ycore
2i=ni DF =3 s i D;

ADCOI‘C _
- N core
>imini D;

; 12)

where i is the particle index, n; and D™ are the associated
number concentration and BC core diameter in the reference
scenario, and Dfore’ is the BC core diameter in the sensitivity
scenario. The number concentration n; is always greater than

0, and if there is no core for particle i, D{°* is 0. It is interest-
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ing to note that A D™ is always positive; that is, the average
core diameter after composition averaging is larger than the
average core diameter before composition averaging. This is
a result of particle mass being a convex function of particle
diameter (assuming spherical particles). Calculating the new
core diameters after composition averaging will therefore al-
ways lead to larger core diameters on average than averaging
the core diameters before composition averaging, as shown
in Fig. S2.

The decreasing error with increasing x can be explained
by the magnitude of AD®™. Evidently, composition av-
eraging caused larger changes of BC core sizes when the
populations were more externally mixed. For example, for
x = 30 %, the change in core sizes was as large than 425 %,
while for x =95 %, the change in core sizes was less than
5 %. We also noticed a range of errors for populations with
x between 60 % and 70 %, i.e., partially internally mixed
populations. In fact, the highest overestimation of 82 % was
reached at y =63 %. As indicated by the circle size, these
populations contained very little BC (0.01 ugm™3), and even
small changes in core sizes can lead to large relative errors in
the volume absorption coefficient.

Given the constraint that composition averaging preserves
the particle number concentration and sizes, it follows that,

https://doi.org/10.5194/acp-22-9265-2022
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for some particles, this operation increases the sizes of BC
cores (while at the same time decreasing the coating thick-
ness), whereas for other particles it decreases the BC cores
sizes (while increasing the coating thickness). It is there-
fore not immediately clear that composition averaging con-
sistently causes overestimation of aerosol absorption coeffi-
cients.

At a per-particle scale, for particles of the same diame-
ter, o,ps increases with increasing BC core, even though the
coating thickness (and hence the absorption enhancement)
decreases (Fig. S3). However, €(Baps) is determined by the
entire population. The internal mixture in each size bin is
reached by moving species from a group of particles to an-
other group of particles. As the BC mass fraction distribution
in Fig. 2 shows, there are two major groups of particles in the
population: group 1 are particles with higher BC mass frac-
tion, and group 2 are particles with lower BC mass. Particles
in group 1 experience decreased absorbing ability because
they are losing BC and vice versa for particles in group 2.

To further illustrate the effects at the population level, we
show the effects of composition averaging on the volume ab-
sorption coefficient for a simplified case of five monodisperse
populations of different sizes, starting out with completely
externally mixed populations consisting of BC and ammo-
nium bisulfate (Fig. 5). Absorption coefficients are normal-
ized by the absorption coefficient for fgc = 1 (pure BC). The
black line shows the normalized volume absorption coeffi-
cient for populations when all particles are externally mixed
for bulk BC mass fractions fpc varying between 0 % and
100 %. For external mixtures, absorption increases linearly
with increasing BC mass fraction (black line). The linear re-
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lationship applies for all five externally mixed populations
with different diameters, so we can only see one black line in
the figure.

The colored lines represent the internally mixed monodis-
perse populations (i.e., after composition averaging) for dif-
ferent diameters. These populations all have higher absorp-
tion coefficients compared to the corresponding externally
mixed populations. The effect is more pronounced for larger
particles and intermediate BC mass fractions because the
maximum A is reached. As the table (Fig. 5) shows, for a
300 nm population, the normalized absorption is 0.76 when
the particles are internally mixed, higher than an external
mixed population (0.5). Although this example is an ideal-
ized case since our populations lie between external and in-
ternal mixtures before composition averaging and are poly-
disperse, this illustrates that assuming internal mixture will
lead to absorption overestimation.

The coating redistribution after composition averaging
also changes the absorption enhancement. As shown in
Fig. S4, the median E s is 1.88 for the reference populations
with BC mass fraction less than 10 %, while it is 1.98 for the
corresponding populations of the sensitivity library. The ab-
sorption enhancement decreases as the bulk BC mass frac-
tion decreases. These values are within the range of previous
studies (Fierce et al., 2020; Cappa et al., 2012). Similar to
the error in volume absorption coefficient €(B,ps), the errors
are larger for the populations for lower mixing state metric
(Fig. 4b). Lastly, since composition averaging conserves the
bulk species mass concentrations, the denominator in Eq. (5)
(total BC mass concentration) remains unchanged, and the
errors for MACpc are the same as for Saps.

Atmos. Chem. Phys., 22, 9265-9282, 2022



9274 Y. Yao et al.: Mixing state and aerosol optical properties
1.0 BC mass External Internal Normalized Normalized
Fraction f Mixture Mixture Baps(ext) Babs(int)
0.8
0% 0.0 0.0

4
o

50 %

e
>

. . ‘ 0.5 0.76

o
N

100 %

Normalized absorption coefficients Babs

fac =0

o000 - | -

o
=)

0.0 0.2 0.4 0.6 0.8 1.0
BC mass fraction in the population fgc

Figure 5. Normalized absorption coefficient as a function of BC mass fraction for five monodisperse populations with different sizes. The
coating species is ammonium bisulfate with refractive index 1.47. Absorption coefficients are normalized by S,ps of the population with
fsc =1 (pure BC). The black line is for BC in an external mixture. Colored lines are for BC in an internal mixture of different sizes. The
table on the right sketches three 300 nm internal and external populations with BC mass fraction of 0 %, 50 % and 100 %. Black is for BC

and yellow for coating species.

3.2 Error in aerosol scattering due to composition
averaging

Considering the volume scattering coefficient, composition
averaging resulted in a negative relative error (Fig. 6a). Sim-
ilar to what we found for €(Byps), the magnitudes of €(Bscar)
decreased with increasing x but were overall smaller, with
the largest underestimation of —32 % for a population with
x =40 % and a median of —1.2 %.

Two factors affect the particle scattering ability by com-
position averaging, the change of the BC core size (and the
corresponding change in coating thickness) and the change in
the refractive index of the coating. As Fig. 7 shows, adding a
BC core decreases the scattering ability for particles with di-
ameters less than 1200 nm, which is the typical size range
considered in our study. This explains the larger scatter-
ing underestimation with higher BC mass concentration in
Fig. 6a.

To further explore the effects of coating volume changes,
Fig. 6b shows the size-resolved scattering coefficients before
and after composition averaging for the aerosol populations
from scenario 77 at t = 2 h, which produced the largest scat-
tering coefficients underestimation (—32 %). There is a sig-
nificant decrease of oy in the size range of 400-800 nm in
the sensitivity populations, and the core mass ratio increment
in bin 4 is responsible for this decrease (Fig. S5).

The blue lines in Fig. 7 show the scattering cross sections
for two different real refractive indices. For particles with di-
ameters between 800 and 1200 nm, a lower refractive index
leads to a larger scattering cross section, although the differ-
ence is smaller than the change caused by adding a BC core.
Similar to the BC core size change A D' in Fig. 4, we de-
fined a volume-weighted refractive index change, Am™ (o
help understand the changes in scattering. The index change

Atmos. Chem. Phys., 22, 9265-9282, 2022

is defined as

N -~ _real’ N -~ _real
iz Vim™ =3 L Vim

real __
Am B N real
> iz Vim

, 13)

where i is the particle index, V; is the particle volume, mreal

is the real part of the coating refractive index of the particles
in the reference library and m’ s for particles in the sen-
sitivity library. Here we applied the total particle volume V;
in the equation to focus on the relation between the changes
in scattering and changes in the refractive index. As shown
in Fig. 6, aerosol populations with small errors in scattering
tend to be associated with small Am™ . For more externally
mixed populations (with lower x ), Am™ tended to be larger.

For the effects of composition averaging for particle scat-
tering, we conclude that at a given value of x, the magnitude
of €(Bscat) Was determined by the change in core/coating vol-
umes and by changes in the coating refractive index. The in-
crease of BC core sizes after composition averaging is the
major factor for the decrease of the scattering coefficients.
Populations with large underestimation are those with higher
BC mass concentrations and large refractive index changes.
It is worth emphasizing that we did not consider the absorp-
tion of organic carbon that might be present in the coating
(Esteve et al., 2014).

4 The effects of water uptake on aerosol optical
properties

The analysis so far has been based on dry aerosol popula-
tions. In this section we investigate the impact of water up-
take on the errors in absorption and scattering by considering
RH values of 50 % and 90 %. As a reminder, we performed
composition averaging on the dry population first and then
calculated water uptake based on the averaged composition
for RH = 50% and RH = 90 %, respectively.

https://doi.org/10.5194/acp-22-9265-2022
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Considering all populations, the range of relative errors in
Bscat decreased with increasing RH, with the median error
over all populations decreasing from —1.2% (RH = 0 %) to
—1.0% (RH = 50%) and —0.2% (RH =90 %) (Fig. 8a). In
contrast, the range of relative errors in B,ps remained approx-
imately the same (Fig. 8b), with a median of approximately
13 %.

The different response of €(Bscat) and €(Baps) after the pop-
ulations became humidified was due to the scattering co-
efficients increasing strongly at higher relative humidities
(Fig. S6a). The enhancement ratio, defined by the Bgcy val-
ues for the higher RH cases and the dry case, had a median
of 1.33 at RH = 50 % and 3.35 at RH = 90 % in our scenario
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populations. These values are in accordance with previous
studies (Titos et al., 2016; Burgos et al., 2020).

As for the absorption coefficients in the humidified envi-
ronments, the differences between reference and sensitivity
cases remained almost the same for both Saps and MACpc
(Fig. S6b and c), indicating that the errors in absorptivity in-
troduced by composition averaging were not sensitive to RH.

5 Errors in single scattering albedo and
implications for directive radiative forcing

The changes of scattering and absorption coefficients lead to
changes in SSA, which is an important quantity that deter-
mines radiative forcing. With the definition of SSA, we can
calculate the absolute error ASSA as

lgécat _ Bscat
ﬂécat + 'B;bs ,Bscat + ,Babs
_ lgécatﬁabs - ﬁscatﬂébs
B (,Bécat + lgébs)(ﬂscat + lgabs) '

ASSA =

(14)

where ., and B, . refer to the scattering and absorption
coefficients after composition averaging. Based on the previ-
ous analysis, we know that 8].,, tends to be lower than Bscar
and ﬁ;bs greater than Baps. Combining these changes with
Eq. (14), these variations will result in negative values for
ASSA and the relative error €(SSA), which is confirmed by
Fig. 9.

Figure 9 shows that e(SSA) was negative for all the dry
aerosol populations, with a median value of —0.9% and a
largest value of —22.3 %. The dependence of €(SSA) on the
mixing state metric y shows a similar pattern as for the
volume scattering coefficient €(Bscqc). The errors decreased
with increasing x, indicating the SSA underestimation was

Atmos. Chem. Phys., 22, 9265-9282, 2022
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smaller for more internally mixed populations. For the pop-
ulations with the same mixing state metric y, errors were
higher for the populations with more BC mass concentra-
tions. Aerosol populations with higher SSA errors were also
associated with higher refractive index changes.

In order to further connect €(SSA) with €(Bscat) and
€(Bscar) and investigate the effects of RH, we sorted the pop-
ulations by €(Bscar) and €(Baps) ranges and calculated the av-
eraged €(SSA) for each €(Bscar) — €(Babs) bin for the three RH
levels, as shown in Fig. 10. For all three RH levels, €(SSA)
was negative, meaning that composition averaging causes
an underestimation of SSA. The largest €(SSA) (—22.3 %)
occurred for the largest underestimation in €(Bsc,a) in the

Atmos. Chem. Phys., 22, 9265-9282, 2022

RH = 0 % environment. Populations with e (SSA) lower than
—10 % were related to populations with large negative mag-
nitudes of €(Bscat). Relative errors in SSA decreased in a
more humidified environment, accompanied by decreasing
errors in scattering coefficients. The median underestima-
tion of SSA decreased from 0.9 % (RH =0 %) to 0.7 % (RH
=50%) and 0.4 % (RH = 90 %).

The underestimation of SSA can have significant impacts
in calculating direct radiative forcing. McComiskey et al.
(2008) evaluated the response of directive radiative forcing
to changes of several quantities, including aerosol optical
depth and single scattering albedo. They found that the to-
tal uncertainties in directive radiative forcing ranged from
0.2 to 3.1 Wm™2, and SSA introduced the largest uncertain-
ties. Through perturbation analysis, Loeb and Su (2010) also
found the SSA to be the dominant factor for direct radia-
tive forcing uncertainties. They perturbed SSA by £3 % over
land, which resulted in uncertainties in direct aerosol radia-
tive forcing between —0.59 and +0.69 W m~2. The median
SSA errors for our simulations were on the order of the per-
turbations imposed in the study by Loeb and Su (2010), and
we therefore conclude that mixing state effects can have im-
pacts on radiative forcing similar to the ones reported in Loeb
and Su (2010). Furthermore, the spatial and temporal vari-
ations of relative humidity imply that the errors in optical
properties for a population with a given mixing state may
vary depending on location, season and time of day. Radia-
tive transfer calculations would be required for a more in-
depth analysis of radiative forcing impacts.
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6 Conclusions

Simplified representation of aerosol mixing state used in cur-
rent regional or global models may introduce errors in sim-
ulating aerosol optical properties, thus leading to uncertain-
ties in calculating directive radiative forcing. In this study,
the errors introduced by internal mixture assumptions used in
sectional aerosol models were systematically quantified. We
created a reference scenario library with 1800 aerosol popu-
lations by performing particle-resolved aerosol model simu-
lations with PartMC-MOSAIC. We constructed a sensitivity
library where particles were internally mixed in a prescribed
set of size bins by applying composition averaging. This op-
eration has the properties of conserving number concentra-
tion and particle sizes, and hence differences in any quantity
can be solely attributed to mixing state impacts. Aerosol pop-
ulations from the reference and sensitivity library were then
exposed to three different RH levels to understand the rela-
tive role of chemical species and water redistribution intro-
duced by the internal mixture assumption.

The internal mixture assumption generally led to an over-
estimation of the volume absorption coefficients and an un-
derestimation of the volume scattering coefficients. The rel-
ative errors for €(Baps) and €(Bgcar) reached up to 70 % and
—32 %, respectively. The relative errors generally increased
for more externally mixed populations, although at a given
value of x a range of errors could be found, especially for
the error in the scattering coefficient. The range of error in
the absorption coefficient can be explained by the magni-
tude of BC core size changes that are induced by compo-
sition averaging. The finding of overestimation of BC ab-
sorption due to simplified mixing state representation was
consistent with many other studies, including the works by
Fierce et al. (2016), Matsui and Mahowald (2017), and Mat-
sui et al. (2018). The error in the scattering coefficient can
be explained by the magnitude of the changes in the refrac-
tive index of the coating that are induced by the composition
averaging.
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For the cases with RH of 50 % and 90 %, the bulk aerosol
water content was almost identical for the aerosol popula-
tions in reference and sensitivity libraries. The relative er-
ror in the volume absorption coefficient €(S,ps) displayed a
similar pattern for RH of 50 % and 90 % compared to the
dry environment. The relative error in the volume scattering
coefficient €(Bgcqt) decreased for higher relative humidities
because of the enhanced scattering cross section through hy-
groscopic growth.

The absorption overestimation and scattering underesti-
mation resulted in an consistent underestimation of SSA,
with median errors of —0.9% (RH =0%), —0.7% (RH
=50%) and —0.4% (RH =90 %). Populations with the
largest underestimation of SSA (—22.3 %) were associated
with populations with the largest underestimation in scatter-
ing.

It is worth emphasizing that we used Mie theory with a
core—shell configuration to calculate optical properties as-
suming spherical particle shapes. Our results are therefore
most representative of BC-containing populations where the
BC core is collapsed rather than a fractal aggregate (China
et al., 2013, 2015; Hu et al., 2021). More accurate methods,
such as discrete dipole approximation (DDA) and dynamic
shape factor should be used to represent these more irregular
particle shapes (Scarnato et al., 2013; Curtis et al., 2008; Luo
etal., 2019; Wu et al., 2020; Hu et al., 2021).

Code and data availability. The simulation data and
codes are available at  https://doi.org/10.13012/B2IDB-
8157303_V1 (Yao et al., 2022). PartMC v2.6.0 is archived at
https://doi.org/10.5281/zenodo.5644422 (West et al., 2021).

Supplement. The supplement related to this article is available
online at: https://doi.org/10.5194/acp-22-9265-2022-supplement.

Atmos. Chem. Phys., 22, 9265-9282, 2022


https://doi.org/10.13012/B2IDB-8157303_V1
https://doi.org/10.13012/B2IDB-8157303_V1
https://doi.org/10.5281/zenodo.5644422
https://doi.org/10.5194/acp-22-9265-2022-supplement

9278

Author contributions. YY, ZZ and NR designed the particle-
resolved scenario libraries. JHC developed codes for calculat-
ing per-particle optical properties, and JC contributed to inter-
pret results. YY and NR performed the analysis and prepared the
manuscript, with edits from co-authors.

Competing interests. The contact author has declared that none
of the authors has any competing interests.

Disclaimer. Publisher’s note: Copernicus Publications remains
neutral with regard to jurisdictional claims in published maps and
institutional affiliations.

Acknowledgements. Joseph Ching is an International Research
Fellow of Japan Society for the Promotion of Science (JSPS) and
acknowledges the financial support from the JSPS Postdoctoral Fel-
lowships for Research in Japan (Standard). Zhonghua Zheng is
funded by the NCAR Advanced Study Program Postdoctoral Fel-
lowship. This material is based upon work supported by the Na-
tional Center for Atmospheric Research, which is a major facility
sponsored by the National Science Foundation under cooperative
agreement no. 1755088.

Financial support. This research has been supported by the Na-
tional Science Foundation (grant no. 1254428); the U.S. Depart-
ment of Energy (grant no. DESC0022130); the Japan Society for
the Promotion of Science (grant no. JP19F19402); the Research
Institute for Humanity and Nature (grant no. 14200133); the Min-
istry of Education, Culture, Sports, Science and Technology (grant
no. JPMXD1420318865); and the Meteorological Research Insti-
tute (MRI), Japan (grant no. Fundamental Technology Research,
MS5 and P5).

Review statement. This paper was edited by Dantong Liu and
reviewed by two anonymous referees.

References

Appel, K. W, Napelenok, S. L., Foley, K. M., Pye, H. O.
T., Hogrefe, C., Luecken, D. J., Bash, J. O., Roselle, S. J.,
Pleim, J. E., Foroutan, H., Hutzell, W. T., Pouliot, G. A.,
Sarwar, G., Fahey, K. M., Gantt, B., Gilliam, R. C., Heath,
N. K., Kang, D., Mathur, R., Schwede, D. B., Spero, T. L.,
Wong, D. C., and Young, J. O.: Description and evaluation
of the Community Multiscale Air Quality (CMAQ) model-
ing system version 5.1, Geosci. Model Dev., 10, 1703-1732,
https://doi.org/10.5194/gmd-10-1703-2017, 2017.

Asmi, A., Wiedensohler, A., Laj, P.,, Fjaeraa, A.-M., Sellegri, K.,
Birmili, W., Weingartner, E., Baltensperger, U., Zdimal, V.,
Zikova, N., Putaud, J.-P., Marinoni, A., Tunved, P., Hansson, H.-
C., Fiebig, M., Kivekis, N., Lihavainen, H., Asmi, E., Ulevicius,
V., Aalto, P. P, Swietlicki, E., Kristensson, A., Mihalopoulos,
N., Kalivitis, N., Kalapov, 1., Kiss, G., de Leeuw, G., Henzing,

Atmos. Chem. Phys., 22, 9265-9282, 2022

Y. Yao et al.: Mixing state and aerosol optical properties

B., Harrison, R. M., Beddows, D., O’Dowd, C., Jennings, S.
G., Flentje, H., Weinhold, K., Meinhardt, F., Ries, L., and Kul-
mala, M.: Number size distributions and seasonality of submi-
cron particles in Europe 2008-2009, Atmos. Chem. Phys., 11,
5505-5538, https://doi.org/10.5194/acp-11-5505-2011, 2011.

Binkowski, F. S., Arunachalam, S., Adelman, Z., and Pinto, J. P.:
Examining photolysis rates with a prototype online photolysis
module in CMAQ, J. Appl. Meteorol. Clim., 46, 1252-1256,
https://doi.org/10.1175/JAM2531.1, 2007.

Bond, T. C. and Bergstrom, R. W.: Light absorption by carbona-
ceous particles: An investigative review, Aerosol Sci. Tech., 40,
27-67, https://doi.org/10.1080/02786820500421521, 2006.

Bond, T. C., Habib, G., and Bergstrom, R. W.: Limi-
tations in the enhancement of visible light absorption
due to mixing state, J. Geophys. Res.-Atmos., 111, 1-13,
https://doi.org/10.1029/2006JD007315, 2006.

Bondy, A. L., Bonanno, D., Moffet, R. C., Wang, B., Laskin,
A., and Ault, A. P.: The diverse chemical mixing state of
aerosol particles in the southeastern United States, Atmos. Chem.
Phys., 18, 12595-12612, https://doi.org/10.5194/acp-18-12595-
2018, 2018.

Burgos, M. A., Andrews, E., Titos, G., Benedetti, A., Bian, H.,
Buchard, V., Curci, G., Kipling, Z., Kirkevag, A., Kokkola,
H., Laakso, A., Letertre-Danczak, J., Lund, M. T., Matsui, H.,
Myhre, G., Randles, C., Schulz, M., van Noije, T., Zhang, K.,
Alados-Arboledas, L., Baltensperger, U., Jefferson, A., Sherman,
J., Sun, J., Weingartner, E., and Zieger, P.. A global model—-
measurement evaluation of particle light scattering coefficients
at elevated relative humidity, Atmos. Chem. Phys., 20, 10231-
10258, https://doi.org/10.5194/acp-20-10231-2020, 2020.

Bzdek, B. R., Pennington, M. R., and Johnston, M. V.: Single par-
ticle chemical analysis of ambient ultrafine aerosol: A review, J.
Aerosol Sci., 52, 109-120, 2012.

Cappa, C. D., Onasch, T. B., Massoli, P., Worsnop, D. R., Bates, T.
S., Cross, E. S., Davidovits, P., Hakala, J., Hayden, K. L., Jobson,
B. T, Kolesar, K. R., Lack, D. A., Lerner, B. M., Li, S. M., Mel-
lon, D., Nuaaman, I., Olfert, J. S., Petdji, T., Quinn, P. K., Song,
C., Subramanian, R., Williams, E. J., and Zaveri, R. A.: Radiative
absorption enhancements due to the mixing state of atmospheric
black carbon, Science, 337, 1078-1081, 2012.

Cappa, C. D., Zhang, X., Russell, L. M., Collier, S., Lee, A. K. Y.,
Chen, C. L., Betha, R., Chen, S., Liu, J., Price, D. J., Sanchez, K.
J., McMeeking, G. R., Williams, L. R., Onasch, T. B., Worsnop,
D. R., Abbatt, J., and Zhang, Q.: Light absorption by ambient
black and brown carbon and its dependence on black carbon coat-
ing state for two California, USA, cities in winter and summer, J.
Geophys. Res.-Atmos., 124, 1550-1577, 2019.

Charlson, R. J., Schwartz, S., Hales, J., Cess, R. D., Coakley, J. J.,
Hansen, J., and Hofmann, D.: Climate forcing by anthropogenic
aerosols, Science, 255, 423-430, 1992.

China, S., Mazzoleni, C., Gorkowski, K., Aiken, A. C., and Dubey,
M. K.: Morphology and mixing state of individual freshly emit-
ted wildfire carbonaceous particles, Nat. Commun., 4, 1-7, 2013.

China, S., Scarnato, B., Owen, R. C., Zhang, B., Ampadu, M. T,
Kumar, S., Dzepina, K., Dziobak, M. P., Fialho, P., Perlinger, J.
A., Hueber, J., Helmig, D., Mazzoleni, L. R., and Mazzoleni, C.:
Morphology and mixing state of aged soot particles at a remote
marine free troposphere site: Implications for optical properties,
Geophys. Res. Lett., 42, 1243-1250, 2015.

https://doi.org/10.5194/acp-22-9265-2022


https://doi.org/10.5194/gmd-10-1703-2017
https://doi.org/10.5194/acp-11-5505-2011
https://doi.org/10.1175/JAM2531.1
https://doi.org/10.1080/02786820500421521
https://doi.org/10.1029/2006JD007315
https://doi.org/10.5194/acp-18-12595-2018
https://doi.org/10.5194/acp-18-12595-2018
https://doi.org/10.5194/acp-20-10231-2020

Y. Yao et al.: Mixing state and aerosol optical properties

Ching, J., Riemer, N., and West, M.: Impacts of black carbon mix-
ing state on black carbon nucleation scavenging: Insights from a
particle-resolved model, J. Geophys. Res.-Atmos., 117, D23209,
https://doi.org/10.1029/2012JD018269, 2012.

Ching, J., Riemer, N., and West, M.: Black carbon mixing state
impacts on cloud microphysical properties: Effects of aerosol
plume and environmental conditions, J. Geophys. Res.-Atmos.,
121, 5990-6013, https://doi.org/10.1002/2016JD024851, 2016.

Ching, J., Fast, J., West, M., and Riemer, N.: Metrics to quan-
tify the importance of mixing state for CCN activity, Atmos.
Chem. Phys., 17, 7445-7458, https://doi.org/10.5194/acp-17-
7445-2017, 2017.

Corbin, J. C., Pieber, S. M., Czech, H., Zanatta, M., Jakobi, G.,
Massabo, D., Orasche, J., El Haddad, 1., Mensah, A. A., Sten-
gel, B., Drinovec, L., Mocnik, G., Zimmermann, R., Prévot, A.
S. H., and Gysel, M.: Brown and black carbon emitted by a ma-
rine engine operated on heavy fuel oil and distillate fuels: Optical
properties, size distributions, and emission factors, J. Geophys.
Res.-Atmos., 123, 6175-6195, 2018.

Curci, G., Hogrefe, C., Bianconi, R., Im, U., Balzarini, A., Bard,
R., Brunner, D., Forkel, R., Giordano, L., Hirtl, M., Honzak,
L., Jiménez-Guerrero, P., Knote, C., Langer, M., Makar, P. A,
Pirovano, G., Pérez, J. L., San José, R., Syrakov, D., Tuccella,
P., Werhahn, J., Wolke, R., Zabkar, R., Zhang, J., and Gal-
marini, S.: Uncertainties of simulated aerosol optical properties
induced by assumptions on aerosol physical and chemical prop-
erties: An AQMEII-2 perspective, Atmos. Environ., 115, 541—
552, https://doi.org/10.1016/j.atmosenv.2014.09.009, 2015.

Curtis, D. B., Meland, B., Aycibin, M., Arnold, N. P., Grassian,
V. H., Young, M. A., and Kleiber, P. D.: A laboratory investiga-
tion of light scattering from representative components of min-
eral dust aerosol at a wavelength of 550 nm, J. Geophys. Res.-
Atmos., 113, D08210, https://doi.org/10.1029/2007JD009387,
2008.

DeVille, L., Riemer, N., and West, M.: Convergence of a gener-
alized Weighted Flow Algorithm for stochastic particle coag-
ulation, Journal of Computational Dynamics, 6, 69-94, 1-18,
https://doi.org/10.3934/jcd.2019003, 2019.

DeVille, R. E. L., Riemer, N., and West, M.: Weighted
Flow Algorithms (WFA) for stochastic particle co-
agulation, J. Computational Phys., 230, 8427-8451,
https://doi.org/10.1016/j.jcp.2011.07.027, 2011.

Esteve, A. R., Highwood, E. J., Morgan, W. T., Allen, G., Coe, H.,
Grainger, R. G., Brown, P,, and Szpek, K.: A study on the sensi-
tivities of simulated aerosol optical properties to composition and
size distribution using airborne measurements, Atmos. Environ.,
89, 517-524, https://doi.org/10.1016/j.atmosenv.2014.02.063,
2014.

Fast, J. D., Gustafson Jr., W. L., Easter, R. C., Zaveri, R. A.,
Barnard, J. C., Chapman, E. G., Grell, G. A., and Peckham,
S. E.: Evolution of ozone, particulates, and aerosol direct ra-
diative forcing in the vicinity of Houston using a fully coupled
meteorology-chemistry-aerosol model, J. Geophys. Res.-Atmos.,
111, D21305, https://doi.org/10.1029/2005JD006721, 2006.

Fierce, L., Bond, T. C., Bauer, S. E., Mena, F., and Riemer,
N.: Black carbon absorption at the global scale is affected by
particle-scale diversity in composition, Nat. Commun., 7, 1-8,
https://doi.org/10.1038/ncomms 12361, 2016.

https://doi.org/10.5194/acp-22-9265-2022

9279

Fierce, L., Riemer, N., and Bond, T. C.: Toward reduced
representation of mixing state for simulating aerosol ef-
fects on climate, B. Am. Meteorol. Soc., 98, 971-980,
https://doi.org/10.1175/BAMS-D-16-0028.1, 2017.

Fierce, L., Onasch, T. B., Cappa, C. D., Mazzoleni, C., China,
S., Bhandari, J., Davidovits, P, Al Fischer, D., Helges-
tad, T., Lambe, A. T., Sedlacek, A. J., Smith, G. D,
and Wolff, L.: Radiative absorption enhancements by black
carbon controlled by particle-to-particle heterogeneity in
composition, P. Natl. Acad. Sci. USA, 117, 5196-5203,
https://doi.org/10.1073/pnas.1919723117, 2020.

Forster, P., Storelvmo, T., Armour, K., Collins, W., Dufresne, J.-L.,
Frame, D., Lunt, D., Mauritsen, T., Palmer, M., Watanabe, M.,
Wild, M., and Zhang, H.: The Earth’s Energy Budget, Climate
Feedbacks, and Climate Sensitivity, 923—1054, Cambridge Uni-
versity Press, Cambridge, United Kingdom and New York, NY,
USA, 2021.

Healy, R. M., Riemer, N., Wenger, J. C., Murphy, M., West, M.,
Poulain, L., Wiedensohler, A., O’Connor, I. P., McGillicuddy, E.,
Sodeau, J. R., and Evans, G. J.: Single particle diversity and mix-
ing state measurements, Atmos. Chem. Phys., 14, 6289-6299,
https://doi.org/10.5194/acp-14-6289-2014, 2014.

Hu, K., Liu, D, Tian, P., Wu, Y., Deng, Z., Wu, Y., Zhao, D.,
Li, R., Sheng, J., Huang, M., Ding, D., Li, W., Wang, Y., and
Wu, Y.: Measurements of the diversity of shape and mixing
state for ambient black carbon particles, Geophys. Res. Lett., 48,
€2021GL094522, https://doi.org/10.1029/2021g1094522, 2021.

Hughes, M., Kodros, J. K., Pierce, J. R., West, M., and
Riemer, N.: Machine learning to predict the global distri-
bution of aerosol mixing state metrics, Atmosphere, 9, 15,
https://doi.org/10.3390/atmos9010015, 2018.

Jimenez, J. L., Canagaratna, M. R., Donahue, N. M., Prevot, A. S.
H., Zhang, Q., Kroll, J. H., DeCarlo, P. E., Allan, J. D., Coe,
H., Ng, N. L., Aiken, A. C., Docherty, K. S., Ulbrich, I. M.,
Grieshop, A. P, Robinson, A. L., Duplissy, J., Smith, J. D., Wil-
son, K. R., Lanz, V. A., Hueglin, C., Sun, Y. L., Tian, J., Laak-
sonen, A., Raatikainen, T., Rautiainen, J., Vaattovaara, P., Ehn,
M., Kulmala, M., Tomlinson, J. M., Collins, D. R., Cubison, M.
J., Dunlea, J., Huffman, J. A., Onasch, T. B., Alfarra, M. R.,
Williams, P. 1., Bower, K., Kondo, Y., Schneider, J., Drewnick,
F., Borrmann, S., Weimer, S., Demerjian, S., Salcedo, D., Cot-
trell, L., Griffin, R., Takami, A., Miyoshi, T., Hatakeyama, S.,
Shimono, A., Sun, J. Y., Zhang, Y. M., Dzepina, K., Kimmel, J.
R., Sueper, D., Jayne, J. T., Herndon, S. C., Trimborn, A. M.,
Williams, L. R., Wood, E. C., Middlebrook, A. M., Kolb, C.
E., Baltensperger, U., and Worsnop, D. R.: Evolution of organic
aerosols in the atmosphere, Science, 326, 1525-1529, 2009.

Kodros, J. K., Hanna, S. J., Bertram, A. K., Leaitch, W. R., Schulz,
H., Herber, A. B., Zanatta, M., Burkart, J., Willis, M. D., Abbatt,
J. P.D., and Pierce, J. R.: Size-resolved mixing state of black car-
bon in the Canadian high Arctic and implications for simulated
direct radiative effect, Atmos. Chem. Phys., 18, 11345-11361,
https://doi.org/10.5194/acp-18-11345-2018, 2018.

Koike, M., Moteki, N., Khatri, P., Takamura, T., Takegawa, N.,
Kondo, Y., Hashioka, H., Matsui, H., Shimizu, A., and Sugimoto,
N.: Case study of absorption aerosol optical depth closure of
black carbon over the East China Sea, J. Geophys. Res.-Atmos.,
119, 122-136, 2014.

Atmos. Chem. Phys., 22, 9265-9282, 2022


https://doi.org/10.1029/2012JD018269
https://doi.org/10.1002/2016JD024851
https://doi.org/10.5194/acp-17-7445-2017
https://doi.org/10.5194/acp-17-7445-2017
https://doi.org/10.1016/j.atmosenv.2014.09.009
https://doi.org/10.1029/2007JD009387
https://doi.org/10.3934/jcd.2019003
https://doi.org/10.1016/j.jcp.2011.07.027
https://doi.org/10.1016/j.atmosenv.2014.02.063
https://doi.org/10.1029/2005JD006721
https://doi.org/10.1038/ncomms12361
https://doi.org/10.1175/BAMS-D-16-0028.1
https://doi.org/10.1073/pnas.1919723117
https://doi.org/10.5194/acp-14-6289-2014
https://doi.org/10.1029/2021gl094522
https://doi.org/10.3390/atmos9010015
https://doi.org/10.5194/acp-18-11345-2018

9280

Lanz, V. A., Prévot, A. S. H., Alfarra, M. R., Weimer, S., Mohr,
C., DeCarlo, P. E,, Gianini, M. F. D., Hueglin, C., Schneider, J.,
Favez, O., D’Anna, B., George, C., and Baltensperger, U.: Char-
acterization of aerosol chemical composition with aerosol mass
spectrometry in Central Europe: an overview, Atmos. Chem.
Phys., 10, 10453-10471, https://doi.org/10.5194/acp-10-10453-
2010, 2010.

Laskin, A., Cowin, J., and Iedema, M.: Analysis of individual
environmental particles using modern methods of electron mi-
croscopy and X-ray microanalysis, J. Electron Spectrosc., 150,
260-274, https://doi.org/10.1016/j.elspec.2005.06.008, 2006.

Levy, R. C., Remer, L. A., and Dubovik, O.: Global aerosol opti-
cal properties and application to Moderate Resolution Imaging
Spectroradiometer aerosol retrieval over land, J. Geophys. Res.-
Atmos., 112, D13210, https://doi.org/10.1029/2006jd007815,
2007.

Liu, D., Allan, J., Whitehead, J., Young, D., Flynn, M., Coe,
H., McFiggans, G., Fleming, Z. L., and Bandy, B.: Ambient
black carbon particle hygroscopic properties controlled by mix-
ing state and composition, Atmos. Chem. Phys., 13, 2015-2029,
https://doi.org/10.5194/acp-13-2015-2013, 2013.

Liu, D., Whitehead, J., Alfarra, M. R., Reyes-Villegas, E.,
Spracklen, D. V., Reddington, C. L., Kong, S., Williams,
P. 1, Ting, Y. C., Haslett, S., Taylor, J. W., Flynn, M. J.,
Morgan, W. T., McFiggans, G., Coe, H., and Allan, J. D.:
Black-carbon absorption enhancement in the atmosphere de-
termined by particle mixing state, Nat. Geosci., 10, 184—188,
https://doi.org/10.1038/nge02901, 2017.

Liu, X., Easter, R. C., Ghan, S. J., Zaveri, R., Rasch, P., Shi, X.,
Lamarque, J.-F., Gettelman, A., Morrison, H., Vitt, F., Conley,
A., Park, S., Neale, R., Hannay, C., Ekman, A. M. L., Hess, P.,
Mahowald, N., Collins, W., Iacono, M. J., Bretherton, C. S., Flan-
ner, M. G., and Mitchell, D.: Toward a minimal representation
of aerosols in climate models: description and evaluation in the
Community Atmosphere Model CAMS, Geosci. Model Dev., 5,
709-739, https://doi.org/10.5194/gmd-5-709-2012, 2012.

Loeb, N. G. and Su, W.: Direct aerosol radiative forcing uncertainty
based on a radiative perturbation analysis, J. Climate, 23, 5288—
5293, 2010.

Luo, J., Zhang, Q., Luo, J., Liu, J., Huo, Y., and Zhang, Y.: Optical
modeling of black carbon with different coating materials: The
effect of coating configurations, J. Geophys. Res.-Atmos., 124,
13230-13253, 2019.

Ma, X., Yu, F, and Luo, G.: Aerosol direct radiative forc-
ing based on GEOS-Chem-APM and uncertainties, Atmos.
Chem. Phys., 12, 5563-5581, https://doi.org/10.5194/acp-12-
5563-2012, 2012.

Majdi, M., Kim, Y., Turquety, S., and Sartelet, K.: Impact of mixing
state on aerosol optical properties during severe wildfires over
the Euro-Mediterranean region, Atmos. Environ., 220, 117042,
https://doi.org/10.1016/j.atmosenv.2019.117042, 2020.

Matsui, H.: Development of a global aerosol model using a two-
dimensional sectional method: 1. Model design, J. Adv. Model.
Earth Sy., 9, 1921-1947, 2017.

Matsui, H. and Mahowald, N.: Development of a global aerosol
model using a two-dimensional sectional method: 2. Evaluation
and sensitivity simulations, J. Adv. Model. Earth Sy., 9, 1887—
1920, 2017.

Atmos. Chem. Phys., 22, 9265-9282, 2022

Y. Yao et al.: Mixing state and aerosol optical properties

Matsui, H., Koike, M., Kondo, Y., Moteki, N., Fast, J. D., and Za-
veri, R. A.: Development and validation of a black carbon mixing
state resolved three-dimensional model: Aging processes and ra-
diative impact, J. Geophys. Res.-Atmos., 118, 2304-2326, 2013.

Matsui, H., Hamilton, D. S., and Mahowald, N. M.: Black carbon
radiative effects highly sensitive to emitted particle size when
resolving mixing-state diversity, Nat. Commun., 9, 1-11, 2018.

McComiskey, A., Schwartz, S. E., Schmid, B., Guan, H.,
Lewis, E. R., Ricchiazzi, P.,, and Ogren, J. A.: Direct
aerosol forcing: Calculation from observables and sensi-
tivities to inputs, J. Geophys. Res.-Atmos., 113, D09202,
https://doi.org/10.1029/2007JD009170, 2008.

McKay, M. D., Beckman, R. J., and Conover, W. J.: A comparison
of three methods for selecting values of input variables in the
analysis of output from a computer code, Technometrics, 42, 55—
61, 2000.

Michel Flores, J., Bar-Or, R. Z., Bluvshtein, N., Abo-Riziq, A.,
Kostinski, A., Borrmann, S., Koren, I., Koren, 1., and Rudich,
Y.: Absorbing aerosols at high relative humidity: linking hygro-
scopic growth to optical properties, Atmos. Chem. Phys., 12,
5511-5521, https://doi.org/10.5194/acp-12-5511-2012, 2012.

Mitchell Jr., J. M.: The effect of atmospheric aerosols on climate
with special reference to temperature near the earth’s surface, J.
Appl. Meteorol. Clim., 10, 703-714, 1971.

Moffet, R. C. and Prather, K. A.: In-situ measurements of the mix-
ing state and optical properties of soot with implications for ra-
diative forcing estimates, P. Natl. Acad. Sci. USA, 106, 11872—
11877, https://doi.org/10.1073/pnas.0900040106, 2009.

Nandy, L., Yao, Y., Zheng, Z., and Riemer, N.. Wa-
ter uptake and optical properties of mixed organic-
inorganic particles, Aerosol Sci. Tech., 55, 1398-1413,
https://doi.org/10.1080/02786826.2021.1966378, 2021.

Oikawa, E., Nakajima, T., Inoue, T., and Winker, D.: A study of
the shortwave direct aerosol forcing using ESSP/CALIPSO ob-
servation and GCM simulation, J. Geophys. Res.-Atmos., 118,
3687-3708, 2013.

Riemer, N. and West, M.: Quantifying aerosol mixing state with
entropy and diversity measures, Atmos. Chem. Phys., 13, 11423—
11439, https://doi.org/10.5194/acp-13-11423-2013, 2013.

Riemer, N., West, M., Zaveri, R. A., and Easter, R. C.: Sim-
ulating the evolution of soot mixing state with a particle-
resolved aerosol model, J. Geophys. Res.-Atmos., 114, 1-22,
https://doi.org/10.1029/2008JD011073, 2009.

Riemer, N., West, M., Zaveri, R., and Easter, R.: Estimating black
carbon aging time-scales with a particle-resolved aerosol model,
J. Aerosol Sci., 41, 143-158, 2010.

Riemer, N., Ault, A. P, West, M., Craig, R. L., and
Curtis, J. H.: Aerosol Mixing State: Measurements,
Modeling, and Impacts, Rev. Geophys., 57, 187-249,
https://doi.org/10.1029/2018RG000615, 2019.

Rissler, J., Nordin, E. Z., Eriksson, A. C., Nilsson, P. T., Frosch,
M., Sporre, M. K., Wierzbicka, A., Svenningsson, B., Lon-
dahl, J., Messing, M. E., Sjogren, S., Hemmingsen, J. G.,
Loft, S., Pagels, J. H., and Swietlicki, E.: Effective den-
sity and mixing state of aerosol particles in a near-traffic
urban environment, Environ. Sci. Technol., 48, 6300-6308,
https://doi.org/10.1021/es5000353, 2014.

Scarnato, B. V., Vahidinia, S., Richard, D. T., and Kirchstetter,
T. W.: Effects of internal mixing and aggregate morphology

https://doi.org/10.5194/acp-22-9265-2022


https://doi.org/10.5194/acp-10-10453-2010
https://doi.org/10.5194/acp-10-10453-2010
https://doi.org/10.1016/j.elspec.2005.06.008
https://doi.org/10.1029/2006jd007815
https://doi.org/10.5194/acp-13-2015-2013
https://doi.org/10.1038/ngeo2901
https://doi.org/10.5194/gmd-5-709-2012
https://doi.org/10.5194/acp-12-5563-2012
https://doi.org/10.5194/acp-12-5563-2012
https://doi.org/10.1016/j.atmosenv.2019.117042
https://doi.org/10.1029/2007JD009170
https://doi.org/10.5194/acp-12-5511-2012
https://doi.org/10.1073/pnas.0900040106
https://doi.org/10.1080/02786826.2021.1966378
https://doi.org/10.5194/acp-13-11423-2013
https://doi.org/10.1029/2008JD011073
https://doi.org/10.1029/2018RG000615
https://doi.org/10.1021/es5000353

Y. Yao et al.: Mixing state and aerosol optical properties

on optical properties of black carbon using a discrete dipole
approximation model, Atmos. Chem. Phys., 13, 5089-5101,
https://doi.org/10.5194/acp-13-5089-2013, 2013.

Schell, B., Ackermann, I. J., Hass, H., Binkowski, F. S., and Ebel,
A.: Modeling the formation of secondary organic aerosol within
a comprehensive air quality model system, J. Geophys. Res.-
Atmos., 106, 28275-28293, 2001.

Spracklen, D. V., Pringle, K. J., Carslaw, K. S., Chipperfield,
M. P, and Mann, G. W.: A global off-line model of size-
resolved aerosol microphysics: I. Model development and pre-
diction of aerosol properties, Atmos. Chem. Phys., 5, 2227—
2252, https://doi.org/10.5194/acp-5-2227-2005, 2005.

Stokes, R. and Robinson, R.: Interactions in aqueous nonelectrolyte
solutions. I. Solute-solvent equilibria, J. Phys. Chem., 70, 2126—
2131, 1966.

Subba, T., Gogoi, M. M., Pathak, B., Bhuyan, P. K., and Babu, S. S.:
Recent trend in the global distribution of aerosol direct radiative
forcing from satellite measurements, Atmos. Sci. Lett., 21, €975,
https://doi.org/10.1002/as1.975, 2020.

Szopa, S., Naik, V., Adhikary, B., Artaxo, P., Berntsen, T., Collins,
W., Fuzzi, S., Gallardo, L., Kiendler-Scharr, A., Klimont, Z.,
Liao, H., Unger, N., and Zanis, P.: Short-Lived Climate Forcers,
Cambridge University Press, Cambridge, United Kingdom and
New York, NY, USA, 817-922, 2021.

Thornhill, G. D., Collins, W. J., Kramer, R. J., Olivié, D., Skeie, R.
B., O’Connor, F. M., Abraham, N. L., Checa-Garcia, R., Bauer,
S. E., Deushi, M., Emmons, L. K., Forster, P. M., Horowitz, L.
W., Johnson, B., Keeble, J., Lamarque, J.-F., Michou, M., Mills,
M. J., Mulcahy, J. P., Myhre, G., Nabat, P., Naik, V., Oshima, N.,
Schulz, M., Smith, C. J., Takemura, T., Tilmes, S., Wu, T., Zeng,
G., and Zhang, J.: Effective radiative forcing from emissions of
reactive gases and aerosols — a multi-model comparison, Atmos.
Chem. Phys., 21, 853-874, https://doi.org/10.5194/acp-21-853-
2021, 2021.

Titos, G., Jefferson, A., Sheridan, P. J., Andrews, E., Lya-
mani, H., Alados-Arboledas, L., and Ogren, J. A.: Aerosol
light-scattering enhancement due to water uptake during
the TCAP campaign, Atmos. Chem. Phys., 14, 7031-7043,
https://doi.org/10.5194/acp-14-7031-2014, 2014.

Titos, G., Cazorla, A., Zieger, P., Andrews, E., Lyamani,
H., Granados-Muiioz, M. J., Olmo, E J., and Alados-
Arboledas, L.: Effect of hygroscopic growth on the aerosol
light-scattering coefficient: A review of measurements, tech-
niques and error sources, Atmos. Environ., 141, 494-507,
https://doi.org/10.1016/j.atmosenv.2016.07.021, 2016.

Wang, J., Cubison, M. J., Aiken, A. C., Jimenez, J. L., and
Collins, D. R.: The importance of aerosol mixing state and
size-resolved composition on CCN concentration and the vari-
ation of the importance with atmospheric aging of aerosols, At-
mos. Chem. Phys., 10, 7267-7283, https://doi.org/10.5194/acp-
10-7267-2010, 2010.

West, M., Riemer, N., Curtis, J., Michelotti, M., Zaveri, R. A., Tian,
J., and Arabas, S.: compdyn/partmc: Version 2.6.0 (2.6.0), Zen-
odo [code], https://doi.org/10.5281/zenodo.5644422, 2021.

Winker, D. M., Pelon, J., Coakley, J. A., Ackerman, S. A., Charl-
son, R. J., Colarco, P. R., Flamant, P., Fu, Q., Hoff, R. M., Kit-
taka, C., Kubar, T. L., le Treut, H., Mccormick, M. P., Mégie, G.,
Poole, L., Powell, K., Trepte, C., Vaughan, M. A., and Wielicki,

https://doi.org/10.5194/acp-22-9265-2022

9281

B. A.: The CALIPSO mission: A global 3D view of aerosols and
clouds, B. Am. Meteorol. Soc., 91, 1211-1230, 2010.

Wu, Y., Cheng, T., and Zheng, L.: Light absorption of black carbon
aerosols strongly influenced by particle morphology distribution,
Environ. Res. Lett., 15, 094051, https://doi.org/10.1088/1748-
9326/aba2ft, 2020.

Yao, Y., Curtis, J., Ching, J., Zheng, Z., and Riemer, N.: Data for:
Quantifying the effects of mixing state on aerosol optical prop-
erties, University of Illinois at Urbana-Champaign [data set],
https://doi.org/10.13012/B2IDB-8157303_V1, 2022.

Ye, Q., Gu, P, Li, H. Z., Robinson, E. S., Lipsky, E., Kaltsonoudis,
C., Lee, A. K., Apte, J. S., Robinson, A. L., Sullivan, R. C.,
Presto, A. A., and Donahue, N. M.: Spatial variability of sources
and mixing state of atmospheric particles in a metropolitan area,
Environ. Sci. Technol., 52, 6807-6815, 2018.

Yu, C., Liu, D., Broda, K., Joshi, R., Olfert, J., Sun, Y., Fu, P,
Coe, H., and Allan, J. D.: Characterising mass-resolved mixing
state of black carbon in Beijing using a morphology-independent
measurement method, Atmos. Chem. Phys., 20, 3645-3661,
https://doi.org/10.5194/acp-20-3645-2020, 2020.

Yu, H., Kaufman, Y. J., Chin, M., Feingold, G., Remer, L. A., An-
derson, T. L., Balkanski, Y., Bellouin, N., Boucher, O., Christo-
pher, S., DeCola, P., Kahn, R., Koch, D., Loeb, N., Reddy,
M. S., Schulz, M., Takemura, T., and Zhou, M.: A review
of measurement-based assessments of the aerosol direct ra-
diative effect and forcing, Atmos. Chem. Phys., 6, 613-666,
https://doi.org/10.5194/acp-6-613-2006, 2006.

Zaveri, R. A. and Peters, L. K.: A new lumped structure photochem-
ical mechanism for large-scale applications, J. Geophys. Res.-
Atmos., 104, 30387-30415, 1999.

Zaveri, R. A., Easter, R. C., and Peters, L. K.: A com-
putationally efficient multicomponent equilibrium solver for
aerosols (MESA), J. Geophys. Res.-Atmos., 110, D24203,
https://doi.org/10.1029/2004JD005618, 2005.

Zaveri, R. A., Easter, R. C., Fast, J. D., and Peters, L. K.
Model for Simulating Aerosol Interactions and Chem-
istry (MOSAIC), J. Geophys. Res.-Atmos., 113, 1-29,
https://doi.org/10.1029/2007JD008782, 2008.

Zaveri, R. A., Barnard, J. C., Easter, R. C., Riemer, N.,
and West, M.: Particle-resolved simulation of aerosol size,
composition, mixing state, and the associated optical and
cloud condensation nuclei activation properties in an evolv-
ing urban plume, J. Geophys. Res.-Atmos., 115, 1-19,
https://doi.org/10.1029/2009JD013616, 2010.

Zdanovskii, A.: New methods for calculating solubilities of elec-
trolytes in multicomponent systems, Zh. Fiz. Khim, 22, 1475-
1485, 1948.

Zhang, Q., Jimenez, J. L., Canagaratna, M. R., Allan, J. D., Coe,
H., Ulbrich, 1., Alfarra, M. R., Takami, A., Middlebrook, A.
M., Sun, Y. L., Dzepina, K., Dunlea, E., Docherty, K., De-
Carlo, P. F, Salcedo, D., Onasch, T., Jayne, J. T., Miyoshi,
T., Shimono, A., Hatakeyama, S., Takegawa, N., Kondo, Y.,
Schneider, J., Drewnick, F., Borrmann, S., Weimer, S., Demer-
jian, K., Williams, P., Bower, K., Bahreini, R., Cottrell, L.,
Griffin, R. J., Rautiainen, J., Sun, J. Y., Zhang, Y. M., and
Worsnop, D. R.: Ubiquity and dominance of oxygenated species
in organic aerosols in anthropogenically-influenced Northern
Hemisphere midlatitudes, Geophys. Res. Lett., 34, L13801,
https://doi.org/10.1029/2007g1029979, 2007.

Atmos. Chem. Phys., 22, 9265-9282, 2022


https://doi.org/10.5194/acp-13-5089-2013
https://doi.org/10.5194/acp-5-2227-2005
https://doi.org/10.1002/asl.975
https://doi.org/10.5194/acp-21-853-2021
https://doi.org/10.5194/acp-21-853-2021
https://doi.org/10.5194/acp-14-7031-2014
https://doi.org/10.1016/j.atmosenv.2016.07.021
https://doi.org/10.5194/acp-10-7267-2010
https://doi.org/10.5194/acp-10-7267-2010
https://doi.org/10.5281/zenodo.5644422
https://doi.org/10.1088/1748-9326/aba2ff
https://doi.org/10.1088/1748-9326/aba2ff
https://doi.org/10.13012/B2IDB-8157303_V1
https://doi.org/10.5194/acp-20-3645-2020
https://doi.org/10.5194/acp-6-613-2006
https://doi.org/10.1029/2004JD005618
https://doi.org/10.1029/2007JD008782
https://doi.org/10.1029/2009JD013616
https://doi.org/10.1029/2007gl029979

9282

Zhao, G., Tan, T., Zhu, Y., Hu, M., and Zhao, C.: Method to
quantify black carbon aerosol light absorption enhancement with
a mixing state index, Atmos. Chem. Phys., 21, 18055-18063,
https://doi.org/10.5194/acp-21-18055-2021, 2021.

Zheng, Z., Curtis, J. H., Yao, Y., Gasparik, J. T., Anantharaj,
V. G., Zhao, L., West, M., and Riemer, N.: Estimating sub-
micron aerosol mixing state at the global scale with machine
learning and Earth system modeling, Earth Space Sci., 8,
¢2020EA001500, https://doi.org/10.1029/2020EA001500,
2021.

Atmos. Chem. Phys., 22, 9265-9282, 2022

Y. Yao et al.: Mixing state and aerosol optical properties

Zieger, P., Fierz-Schmidhauser, R., Weingartner, E., and Bal-
tensperger, U.: Effects of relative humidity on aerosol light
scattering: results from different European sites, Atmos. Chem.
Phys., 13, 10609-10631, https://doi.org/10.5194/acp-13-10609-
2013, 2013.

https://doi.org/10.5194/acp-22-9265-2022


https://doi.org/10.5194/acp-21-18055-2021
https://doi.org/10.1029/2020EA001500
https://doi.org/10.5194/acp-13-10609-2013
https://doi.org/10.5194/acp-13-10609-2013

	Abstract
	Introduction
	Model description, scenario libraries and metrics
	The stochastic particle-resolved model PartMC-MOSAIC
	Scenario library design
	Optical property calculations
	Quantifying the impact of mixing state through composition averaging
	Mixing state metrics

	Errors in aerosol absorptivity and scattering for dry particles
	Errors in aerosol absorptivity due to composition averaging
	Error in aerosol scattering due to composition averaging

	The effects of water uptake on aerosol optical properties
	Errors in single scattering albedo and implications for directive radiative forcing
	Conclusions
	Code and data availability
	Supplement
	Author contributions
	Competing interests
	Disclaimer
	Acknowledgements
	Financial support
	Review statement
	References

