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Daizhou Zhang 6, Zhonghua Zheng 7 & Alexander Laskin 8,9

Atmospheric soot and organic particles from fossil fuel combustion and biomass burning modify
Earth’s climate through their interactions with solar radiation and through modifications of cloud
properties by acting as cloud condensation nuclei and ice nucleating particles. Recent advancements
in understanding their individual properties and microscopic composition have led to heightened
interest in their microphysical properties. This review article provides an overview of current advanced
microscopic measurements and offers insights into future avenues for studying microphysical
properties of these particles. To quantify soot morphology and ageing, fractal dimension (Df) is a
commonly employed quantitative metric which allows to characterize morphologies of soot
aggregates and their modifications in relation to ageing factors like internal mixing state, core-shell
structures, phase, andcomposition heterogeneity.Models havebeendeveloped to incorporateDfand
mixing diversity metrics of aged soot particles, enabling quantitative assessment of their optical
absorption and radiative forcing effects. Themicrophysical properties of soot andorganic particles are
complex and they are influenced by particle sources, ageing process, andmeteorological conditions.
Furthermore, soluble organic particles exhibit diverse forms and can engage in liquid–liquid phase
separation with sulfate and nitrate components. Primary carbonaceous particles such as tar balls and
soot warrant further attention due to their strong light absorbing properties, presence of toxic organic
constituents, and small size, which can impact human health. Future research needs include both
atmospheric measurements andmodeling approaches, focusing on changes in the mixing structures
of soot and organic particle ensembles, their effects on climate dynamics and human health.

Airborne aerosol particles undergo physical and chemical transformations
over time in the atmosphere, which can significantly alter their properties,
including size, morphology, composition, and mixing state1,2. External and
internal mixtures of soot and organic particles are the most prevalent
constituents of tropospheric carbonaceous aerosols. Their origins are
intertwined withmulti-phase emissions resulting from combustion of fossil
fuels and biomass burning3. Presently, soot and brown carbon (BrC) in

organic aerosols remain focal research points due to their significant roles
and their potential contributions to uncertainty in the atmospheric climate
system4. A growing body of research is delving into the study of chemistry
and microphysics of particles composed of soot and organic mixtures
pertaining to diverse atmospheric environments such as remote, urban,
ocean, and forested areas, aligned with climate and health impacts in the
troposphere3,5,6. These studies underscore the necessity for an improved
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understanding of their climatic and human health effects, providing moti-
vation for laboratory experiments, test facility studies, and field investiga-
tions aimed at advancing fundamental knowledge regarding size, chemical
composition, and light absorption properties7,8. Despite these efforts, our
understanding of the microphysical properties of soot and organic particles
remains limited. The microphysical properties and molecular composition
of these particles, encompassing size, phase, morphology, and component-
specific mixing states, are pivotal in delineating their climatic and health
effects1,9–12.

The aerosol transformation in the atmosphere refers to “ageing pro-
cess”. The description of atmospheric aerosols requires distinguishing two
types of their mixing states, the “population mixing state” and the “mixing
state of individual particles”. Riemer et al.1 defined population mixing state
as the distribution of aerosol chemical species (e.g., SO4

2−, NO3
−, NH4

+,
various organic components, elemental carbon, andmetal elements) among
the particles in a given population. This is different from themixing states of
individual particles that one particle contains different aerosol components
such as soot, mineral, organic, metal, sulfate, nitrate, etc., and refers to the
way that these components are arranged within the particle. Riemer et al.1

have reviewed the methods of online measurements and the concepts of
population mixing state, particularly their relevance to climate-relevant
properties.While their review focused primarily on the chemicalmixture of
atmospheric particles, it did not delve into the potential impacts stemming
from the microphysical properties of soot and organic particles. Recent
studies reported significant advances in understanding how the micro-
physical characteristics of soot and organic particles affect their optical
absorption and climate-relevant properties13–15. However, this knowledge
remains fragmented and requires systematic organization. This review
manuscript synthesizes the most recent findings and developments in the
microphysical properties of soot and organic particles. It also seeks to chart
new directions for further investigations of their atmospheric roles, thereby
connecting laboratory studies, field research and atmospheric modeling.
Additionally, our manuscript presents the first comprehensive summary of
the current scientific knowledge in this area. It also provides a roadmap for
future investigations into the physical states of these particles and their
implications for the atmosphere. This review is mainly concerned with the
physical mixing states of individual particles, and we will use the term
“mixing structure” for the remainder of the review to avoid confusion with
the population mixing state.

Organic components account for a substantial mass fraction of the
accumulationmode aerosols, ranging from ~20% to 50% in the continental
air16 and even up to 90% in tropical forest areas17. In contrast, black carbon
(or soot) particles contribute less than 10% by mass to the fine particles3.
Soot and organic components of carbonaceous aerosols have become focal
points in atmospheric science discussions. Terms such as “black carbon”,
“soot”, “elemental carbon”, “equivalent black carbon” and “refractory black
carbon” are frequently used interchangeably to describe to the most heat-
resistant and light-absorbing component of carbonaceous combustion
particles. However, it is important to note that each term has distinct
definitions and is associated with different measurement methodologies18.
In this context, we specifically refer to “soot” from a morphological per-
spective, characterizing it as agglomerates of carbon spherules composed of
graphite-like microcrystallites (Figs. 1 and 2)19. While soot inclusions con-
stitute only minor mass fractions of fine atmospheric particles, their
cumulative warming effect on the atmosphere through various forcing
mechanisms is significant, estimated as +0.11 [−0.20 to 0.42]Wm−2 20.
Because of the extensive spatial variability in mass concentrations of soot,
ranging from 0.007 to 20 μgm−3 on Earth21–24, their warming effect within
polluted areas holds substantial implications for climate change.Moreover,
aged soot particles can be coated by secondary aerosol condensation com-
ponents (e.g., sulfate, nitrate, secondary organics), enhancing optical
absorption of aged particles through “lensing effect”25–27. In contrast, a
majority of organic aerosol components exert overall cooling effect on the
Earth’s atmosphere with radiative forcing at −0.21 [−0.44 to
+0.02]Wm−2 20. However, certain components of the atmospheric organic

mixtures also exhibit significant light absorbing properties, which have been
collectively termed as brown carbon (BrC)6,28,29. Overall, BrC can contribute
up to 50% of mass absorption efficiency30,31, amplifying the overall radiative
forcing effects attributed to carbonaceous aerosol20. Therefore, these car-
bonaceous particles, spanning from nanometers to micrometers in size,
significantly influence the climate system and environment by interacting
with radiant energy, influencing cloud properties, and impacting human
health. The microphysical properties and mixing of soot and organic
components of atmospheric particles holds crucial significance for inte-
grating them into atmospheric models and assessing their environmental
impact 1,12.

To comprehend the size, phase, morphology, and mixing state char-
acteristics of particles composed of soot and organic components, there is a
pressing need for online and offline measurements capable to provide
numeric metrics of their external and population internal mixing states as
well as an information on the lateral heterogeneity of individual
particles2,10,11,32,33. Over the past decade, atmospheric models have sought to
incorporate particle-specific characteristics of aerosol ensembles for a more
comprehensive understanding of their atmospheric implications within the
troposphere1,12. To improve modeling predictions of particle optical prop-
erties, numerous studies have developed a range of numerical optical fra-
meworks, which are discussed in the following section. Additionally, they
have compiled extensive metric that encompass various key parameters,
such as aggregation structure, refractive index, and particle size dimensions
(including both the size of individual microcrystallites and their number in
soot particles)34–38. Consequently, a review is warranted to consolidate the
present scientific advancements and provide insight into the prospective
trajectory of understanding the atmospheric state of particles composed of
soot and organic components. The following questions necessitate
consideration:

What methodologies are viable for observing the phase and mixing
structure of carbonaceous particles composed of soot and organic
components?
What underlines the primary ageing mechanisms of particle ensembles
composed of soot and organic components?Howdo atmospheric ageing
processes alter the mixing structure of the soot-organic particles in
polluted air?
Howdoes atmosphericwater affect the phase andmixing structure of the
soot-organic particlemixtures? Towhat extent do inorganic constituents
impact the phase and mixing characteristics of particles?
How does mixing structures of soot and organics transform the mor-
phology and optical properties of particles, influencing their impact on
climate dynamics and human health?

Methodologies for the particle-resolved observations of
soot-organic mixtures
Various methodologies have been employed to scrutinize the particle
mixing states and phases of characteristics of the soot-organic particle
mixtures in the ambient environment. Specifically, real-time characteriza-
tion of particle shape and mixing state has been demonstrated through
concurrent measurements of volume-equivalent and mobility diameter of
soot-containing particles using a single-particle soot photometer (SP2,
DMT)39–43. A centrifugal particle mass analyzer (CPMA) integrated with
SP2 (CPMA-SP2) can directly measure the mass of non-refractory coating
and soot core based on the coating density and core-shell morphology
inferred from the SP244,45. Additionally, custom-built single-particle mass
spectrometry, using various laser desorption/ionizationmethods have been
also employed, furnishing size-resolved chemical insights to assess the
mixing state of ambient particles composed of soot, organic, and other
components46–49.Notably, the Soot ParticleAerosolMass Spectrometer (SP-
AMS) has been specially designed and developed to facilitate in-situ mea-
surements of sootparticles, but it alsoprovides the chemical compositionsof
both soot and the non-refractory organic components within the same
particles50. A number of experimental approaches based on the poke-and-
flow technique have been developed to quantify particle viscosity and to
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investigate the dependence on environmental conditions and particle
composition of organic particles11. For example, Virtanen et al.51 developed
an electrical low-pressure impactor coupled with a scanning mobility par-
ticle sizer and provided the first evidence that aerosol particles smaller than
100 nm could be highly viscous semi-solids or amorphous solids. While
these techniques offer real-time particle data and infer the mixing state
characteristics of large particle ensembles, they still fall short of providing
direct chemical imaging visualization of particle mixing states and hetero-
geneity of the soot and organic components within individual particles.

Offline electronmicroscopes have been used inmany studies for direct
imaging of dry ambient particles collected on the smooth substrates. The
scanning electron microscope (SEM) is the instrument of choice for char-
acterizing surface morphology and composition of individual mixed soot-
organic particles, albeit with limited capability to delve into inner mixing
structures of individual particles2,10. Additionally, SEM faces challenges in
effectively visualizing fine particles below 100 nm in size (e.g., Fig. 1)52–55.
The transmission electron microscope (TEM) offers high-resolution ima-
ging, capable of revealing intricate particle details down to atomic scales and
directly observing the inner mixing of different chemical components
within individual particles (e.g., Figs. 2 and 3a, b). TEM enables efficient
observation of the mixing structures of soot, organic and inorganic com-
ponents within fine particles, as well as the morphological characteristics of
individual particles19,26,56–58.

To further elucidate the mixing structures of inorganic and organic/
soot particles, recent studies have harnessed a range of additional micro-
scopic instruments,with applications tailored to their specific researchgoals.
The nanoscale secondary ion mass spectrometry (NanoSIMS) has been
employed to examine distribution of organic and inorganic fragment ions
on the surface of individual particles above size at 50 nm (Fig. 3c–f)59,60.
Additionally, scanning transmission X-ray microscope (STXM) coupled
with near-edge X-ray absorption fine-structure spectroscopy (NEXAFS)
generates chemical images of mixing structures of the soot-organic and
inorganic components in individual particles (Fig. 3g–j)10,61. These
advancements in nanoscale particle analysis significantly enhance our
comprehension of how soot-organic components intermingle with atmo-
spheric inorganic salts and dust within individual particles. However, it is
important to note that STXMandNanoSIMShave a lower lateral resolution
for determining the mixing structure of individual particles compared to
the TEM.

Most of the microscopy and chemical imaging methods noted above
necessitate the placement of particles within a high-vacuum chamber. It has
been recognized that some organic, sulfate and nitrate components may
undergo significant transformations induced by drying under high-vacuum

conditions and exposure to the electron beam irradiation (as exemplified by
the S-rich component in Fig. 2c), especially in the case ofmixed organic and
inorganic components32,58. To alleviate these limitations, micro-Raman
spectroscopy has been employed in some studies to elucidate the mixing
structures of carbonaceous and inorganic components in particles, relying
on the characteristic vibrational signatures of organic components62–65.
However, this method encounters constraints because of its much coarser
lateral resolution of ~1 µm, which inherently limits chemical component
resolution. Emerging as a complementary tool to these high-resolution
microscopy techniques, cryogenic transmission electronmicroscopy (cryo-
TEM) has gained prominence. It allows observation of cryo-preserved
individual particles composed of organic and inorganicmixtures (as seen in
Fig. 3a, b), facilitating more accurate analysis of their mixing structure
characteristics60,66–70. In essence, the integrated multi-modal microscopic
approaches permit the comprehensive characterization of particles’mixing
structures, deciphering their soot, organic and inorganic components. In
turn, detailed information on particle composition holds potential for
advancing our understanding of ageing mechanisms and informing mod-
eling studies.

Microphysical properties of soot particles
Fresh (unaged) soot particles have very distinct morphology and fractal
agglomerated structures, which consist of clusters of primary soot nano-
spheres, typically with approximate diameters of 20 nm.These nanospheres
contain distinctive features of concentrically wrapped, graphene-like layers
of carbon that aggregate to form larger particles in a grape-likemorphology
(Figs. 1 and 2)19,71. Notably, Fig. 2f illustrates the size distribution of soot
particles from various sources, showcasing a typical size range between
40 nm and 2 μm, peaking at ~150–200 nm. Consequently, a significant
portion of soot particles have sub-micron sizes, allowing them to remain
suspended in the air for extended periods of time. The microphysical
property of soot particles comprises two primary aspects: mixing structure
andmorphology. The fractal dimension (Df) (illustrated in Fig. 2a–d) serves
as a the key parameter for describing the fractal morphology of soot
particles52,72–74. The Df of soot particles obtained through the scaling law

72,75

(Eq. (1)), represents a critical morphological attribute, which is mathema-
tically linked to other parameters:

N ¼ kg
2Rg

R0

� �Df

ð1Þ

whereDf denotes the fractal dimension,Rg stands for the radius of gyration,
kg represents the fractal factor, R0 denotes the average radius of the

Fig. 1 | The SEMhigh-resolution images of individual particles containing soot. a, bTwo chain-like soot aggregates. cTypical aged soot aggregate. d, fMixture of soot and
inorganic S-rich components. eMixture of soot and organic components.
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monomer, and N is the number of primary nanospheres within the
aggregate. A recent report has summarized the details of fractal models and
the methodologies for extracting fractal dimensions, a topic that spans
various fields of science and mathematics75. Here, we will not delve into
these methods again, but rather highlight the continued importance of
microscopy analysis, particularly for determiningDf,N, andR0 in internally
mixed soot particles through electron microscopy images. Recent
advancements in the field have seen the development of innovative com-
puter tools, featuring image recognition techniques andmachining learning
algorithms to automatically extract microphysical parameters of soot par-
ticles from electron microscopy images. This technology progress marks a
significant step forward in the study andunderstanding of soot particles and
their characteristics71,76.

The typical Df value for aged urban ambient soot particles ranges
around 1.82, varying from 1.50 to 2.6052,56,71,72. Across different emission
sources such as vehicles, biomass burning, and coal combustion, the mean
Df values for unaged soot particles range from 1.66 to 1.7771. It is generally

assumed that the type of combustion source soot particles exerts discernible
impacts on soot particles’ fractal morphology. Recent studies have under-
scored the differences in morphological parameters of freshly emitted soot
particles originating from different combustion sources, in particular for
finer and coarser sizes of soot particles71,77. Additionally, many studies
reported significant changes in the Df values related to the atmospheric
ageing processes. For example, microanalysis of soot particles has revealed
thatmixingdiversity among soot particles is common inurban and rural air,
particularly influenced by emissions from wildfires aged under relative
humidity (RH) levels below 80% worldwide58,74,78,79.

Li et al.58 introduced the conceptual frameworks outlining the mixing
structures of individual soot particles, encompassing “bare-like” (Fig. 2a),
“partly coated” (Fig. 2b, c), and “embedded” (Fig. 2d) categories. TheDf for
these three categories of soot particles ranged from 1.80 to 2.16 in polluted
air, with the order of: “bare-like” < “partly coated” < “embedded”52,56. Gen-
erally, larger Df values indicate more compact and aged soot aggregates in
the atmosphere. For instance, the Df value of 1.96 for the compact soot

Fig. 2 | The TEM high-resolution images of individual particles containing soot.
a One chain-like soot aggregate from wood burning. bMixture of soot and organic
components from wildfire in rural air. c Mixture of soot, organic and secondary
components from urban air. dMixture of soot and inorganic components from
urban air. e Original (unaged) soot particle and the onion microstructure of its

individual soot nodule from vehicle emission. f Size distribution of soot particles
found in the samples from the Tibetan Plateau176, Mexico City130, urban plumes47, a
spark ignition engine72, and in Mukteshwar, northern India177. The Df of individual
soot-containing particles was quantified using themethod developed by Pang et al.71.
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particle (Fig. 2a), is higher than the Df value of 1.63 for the chain-like soot
particle (Fig. 2d), suggesting that soot aggregates tend to collapse during
long-range transport52,71,80. This collapse and restructuring occur as a result
of liquid coatings acquired through condensation during long-range
transport41,81. Surface tension of water is a prominent factor driving this
restructuringduring condensation82–84. Additionally, some studiesproposed
that droplet evaporation during atmospheric processes might also con-
tribute to the collapse of the soot aggregates85,86. It has been also noted that
hygroscopic changes in the coating of soot by secondary aerosol compo-
nents (i.e., the mixture of organic, nitrate, and sulfate) under varying RH
levels is another important factor affecting the Df values

87. These coatings
can transition from solid to liquid or semi-liquid phases above RH levels of
60–80%88–91. In essence,Df and the coating thickness of sootparticles serve as
indicators of soot source and ageing in the atmosphere.

Microphysical properties of organic particles
Organic compounds that are emitted directly in particulate formare termed
as primary organic aerosols (POAs) (e.g., depicted in Fig. 4). Many volatile
organic compounds emitted in the gas-phase undergo atmospheric oxida-
tion yielding semi- or non-volatile ageing products that condense to form
secondary organic aerosol (SOA) (as shown in Fig. 5). The microphysical
properties of organic particles include two primary aspects, namely their

mixing structure and phase state. The latter describes if the particles are
liquid, viscous, semi-solids, and amorphous glassy solids. The mixing
structure of organic aerosols pertains to how organic matter is internally
mixed with inorganic components (as portrayed in Figs. 3 and 4a, b).

Light-absorbing (brown carbon) tarballs92, a category of the POA
particles stemming from biomass burning, coal burning and combustion of
heavy fuel oil, adopt a spherical and glassy solids morphology30,31,93–97. Tar
balls are amorphous and contain no graphitic carbon98. Examining Fig. 4
unveils that tarballs display the solid phase and spherical shape of tarballs, as
evidenced by SEM images (as illustrated in Fig. 4c, d). The size distribution
of tarball particles spans the size range from 80 nm to 2 μm, with the mean
values varying between 100 nm, 200 nm, and300 nm,depending upon their
distinct sources (e.g., biomass burning, wood burning, and coal burning)
(depicted in Fig. 4f). SEM images captured at substrate tilt of 75° distinguish
solid tarballs intermingled with flattened S-rich particles (depicted in
Fig. 4c). Upon atmospheric ageing, solid tarballs are relatively inert and
serve as primary particles accumulating sulfate, nitrate, and SOA
components58. Therefore, the ambient tar ball particles are frequently coated
by secondary organic components (Figs. 4a, b and 5).

Liquid-like SOA particles within the atmosphere exhibit complex
mixing with inorganic components and lack specific morphological char-
acteristics (as depicted in Figs. 2 and 3). These particles demonstrate both

Fig. 3 |Microscopic images showing the liquid–liquid phase separation (LLPS) in
mixed organic-inorganic particles. a Cryo-TEM image of the LLPS particles col-
lected at backgroundmountain site. bCryo-TEM image of one typical LLPS particle
containing inorganic core and organic coating. c–f Ion images of the LLPS particles

derived fromNanoSIMS showing 12C14N− in the coating, 14N16O2
− in the coating and

core, 32S− and 16O− in the core. g–j STXM images showing optical images, C spe-
ciation map, C, and N elements within individual particles10,178.
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Fig. 4 | High-resolution images of individual tarball particles taken by electron
microscopes. a, bMixtures of tar balls coated by inorganic aerosols (S-rich or S-K)
(TEM) collected in polluted rural air. c SEM image (in the secondary electronmode)
of haze samples at 75° tilt angle collected in rural air. Different types of individual
particles were marked by the red, green and blue arrows. d Externally mixed tarball

(SEM) collected in suburban air. e Size distributions of tar ball particles collected in
wildfires52. the Himalayan atmosphere105, laboratory-generated wood-combustion
particles106, polluted haze air in the Yangtze River Delta and North China Plain of
China81.

Fig. 5 | Emissions, formations, transports, ageing processes of carboneous
aerosol particles in the atmosphere and their impacts on multilayer system of
Earth surface. Schematic of emissions and atmospheric ageing process of particles
composed of soot and organic components (e.g., tar balls and secondary organic

particles) based onmorphology andmixing structures in electron images (Figs. 1–4),
their sources16,30,52, transport81,95,96, chemical formations19,107, and atmospheric
implications3,25,179.
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the SOA-coated and SOA-homogeneous mixing structures26,58. The pio-
neering work of You et al.99 first introduced the concept of liquid–liquid
phase separation (LLPS) between SOA and sulfate components within
individual particles, forming core-shell structures. Cryo-TEM and Nano-
SIMS images as shown in Fig. 3, both provide evidence of organic matter
residing on the particle surface due to the LLPS phenomenon in diverse
atmospheric environments, potentially impacting optical, CCN, and het-
erogeneous reactions on particle surfaces9,60. However, these methods are
limited in capturing the internal depth of the LLPSmixture (depicted as Fig.
3a–f). An alternative approach employed STXM to assess dimensions of the
LLPS in mixed SOA/inorganic particles inferred from the chemically spe-
cific spectro-microscopy records acquired along the radial scans of indivi-
dual particles (depicted in Fig. 3g, h)61. The collective integration of these
microscopic techniques effectively characterizes LLPS observed for
laboratory generatedandfilter collectedambientparticles. To investigate the
size-dependent behavior of the LLPS, the cryo-TEM imaging has indicated
that themajority of atmospheric particleswith diameters exceeding 100 nm
display LLPS structure60,69,70,100. For example, a field campaign reported an
increasing number fraction of LLPS particles as particle size increased
beyond 100 nm, with 34% of LLPS particles (by number) in urban air and
55% in rural air in eastern China60, along with 30% in Arctic air100. Various
techniques consistently indicate that SOA particles collected at RH condi-
tions of 50%-80% tend to adhere to a substrates upon impact, resulting in
their flattening61,66,96,100. Consequently, these SOA particles exhibit semi-
solid or liquid phase behavior, characterized by their low viscosity values in
the ambient air (e.g., as depicted in Fig. 3g, h and indicated by the orange
arrow in Fig. 4e). Notably, the direct measurements have highlighted a
strong correlation between the SOA phase and relative humidity, as well as
particle size101,102. Factors influencing the phase and viscosity of SOA and
POA (including tar balls) have been comprehensively summarized by Reid
et al.11 and are not expanded upon here.

Atmospheric effects of particles composed of soot and organic
mixtures
Light absorption by carbonaceous aerosols. Two primary categories
of light-absorbing carbonaceous particles are recognized as BC associated
with soot and BrC associated with the light-absorbing components of
POA and SOA. Over the past decade, significant advances have been
made in utilizing the fractal dimension Df to quantitatively assess the
morphology and mixing structure of soot particles52,56,71,73,74,77.

Furthermore, practical parameterization schemes have beendeveloped to
incorporate these parameters into atmospheric modeling to better
understand how the ageing process of soot impact its optical absorption
within the atmosphere13,38,103,104. Thus, further development of tools to
translate measurement parameters or conceptual frameworks into the
numerical modeling predications is imperative. Notably, the Df values
can be employed to generate numerical 3D representation of soot par-
ticles, which can then be leveraged to calculate the optical absorption by
BC fractions of carbonaceous particles13,26,38,72.

In recent years, researchers have successfully devised several numerical
optical models aimed at assimilating Df, size, and mixing structure of
individual soot particles. These include Mie theory32,102,105–107 (Pathway-1 in
Fig. 6)25,45,108,109, electron tomography with a transmission electron micro-
scope coupledwith discrete dipole approximation (ET-DDA)26 (Pathway-2
in Fig. 6), the Rayleigh–Debye–Gans (RDG) theory110,111, the superposition
T-matrix method (MSTM)37, the invariant imbedding T-matrix method
(Pathway-3 in Fig. 6), the discrete dipole approximation (DDA)112, and the
Single-Particle-Electron-Microscope-to-BC-simulation (SP-EMBS-
DDA)38,71 (pathway 4 in Fig. 6). Each of these pathways presents distinct
advantages and disadvantages. Presently, most studies, especially when
embedded in large-scale chemistry transport models, have taken a simpli-
fied approach by assuming a spherical core-shell representation of complex
soot-organic mixed particles (illustrated in Fig. 2d). Despite the simplifi-
cation, the atmospheric models and measurement studies have reasonably
inferred their optical absorption25,27,45 (Pathway-1 in Fig. 6). The ET-DDA
tool directly captures the complex morphology and mixing structure of
individual aged soot particles collected on the TEM substrates and subse-
quently computes their optical properties (as illustrated in Fig. 2a–d).
However, this method necessitates a sophisticated and less common TEM
setup26 (Pathway-2 in Fig. 6). Methods of RDG andMSTMcan successfully
model the fractal morphology of soot aggregates and estimate the para-
meterization scheme for the cross sections (e.g., extinction, absorption, and
scattering), single-scattering albedo (SSA), and asymmetry parameter (g) of
pure and aged soot particles, as a function of particle diameter34–36.However,
these numerical optical models explicitly assume spherical morphology of
aged soot particles (Pathway-3 in Fig. 6)37,113, which is different from more
common non-spherical coating shapes shown in Figs. 1 and 2. The recently
developed SP-EMBS-DDA serves as a simulation tool that can directly
assimilatemorphology andmixing structure of aged soot particles shown in
electron images from SEM or TEM, leading to the calculation of optical

Fig. 6 | The different pathways from ambient measurements to atmospheric radiate models of soot (i.e., black carbon) aerosols. Pathway-1 was acquired from
refs. 14, 27, 108, 114, 115, 119, 169,180. Pathway-2was acquired from ref. 74. Pathway-3was acquired from refs. 37,110 andPathway-4was acquired fromrefs. 13, 38, 56, 71,77.
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properties for soot particles of varying shapes and mixing structures13.
Notably, the computational efficiency of Pathway-1 using Mie theory is
markedly higher compared to other three pathways, which explains its
widespread use38. The optical models listed above generate optical para-
meters, such as asymmetry parameter, absorption and scattering coeffi-
cients (Qabs, Qsca), and SSA, which are the required inputs for the radiative
transfer schemes in atmospheric models (as depicted in Fig. 6).

Aerosol models that are used within chemical transport models differ
in their levelof detail inwhich they represent the aerosol, that is theydiffer in
their representation of the population mixing state, as well as in their
representation of aerosol thermodynamics and chemistry processes. For
example, the Weather Research and Forecasting model with Chemistry
(WRF-Chem) is host model for five different aerosol models, a sectional
aerosol model (Model for Simulating Aerosol Interactions and Chemistry,
MOSAIC, 4 or 8 sections)114,115, three variations of modal aerosol models
(MADE/SORGAM, MADE/VBS, MAM3)116,117, and a bulk aerosol model
(GOCART)118. The WRF model has also been coupled with the particle-
resolved model PartMC-MOSAIC and to the aerosol two-dimensional bin
module for formation and ageing simulation (ATRAS)1,14,119. Some of these
aerosol modules have also been implemented in global climate models, i.e.,
MAM3 is used by E3SM, and ATRAS is used by CAM5120–122. While the
details of the representationof populationmixing statediffer, they all have in
common that they use Mie theory by default to calculate aerosol optical
properties, assuming core-shell morphology or volume mixing for BC-
containing particles27. This implies that the details of morphology and
mixing structure are usually not included to the extent that more sophis-
ticated optical models would be able to. Some targeted studies exist that
explore the importance of more complicated mixing structures for aerosol
optical properties within large-scale models. For example, Adachi et al.26

used the Goddard Institute for Space Studies General CirculationModel II-
prime to show that the core-shell model assumption leads to an over-
estimation of the radiative forcing on the order of 20% compared to using
DDA calculation. On the other hand, assuming uncoated spherical or
aggregated soot particles underestimates the radiative forcing by ~30%. In
simulations with a regional CTM, Andersson and Kahnert123 use different
optical models depending on the simulated mixing state of black carbon.
They treated externally-mixed black carbon as fractal aggregates. For
internally-mixedblackcarbon, theyused the “core-grey-shell”model,which
uses spherical geometry but parameterizes the coating effect of a black
carbon-containing particle by distributing the black carbon mass between
the spherical core and the homogeneously mixed shell124. They concluded
that the more detailed description of particle morphology and mixing state
impacted the aerosol optical properties to a similar degree as the inclusion of
aerosol-microphysical processes.

Over the past decades, numerical modeling studies have demonstrated
that enhancing the accuracy of Df and mixing structure significantly
improves the evaluation of atmospheric optical effects of soot
particles1,3,13,26,111,113,124,125 and even for particles containing BrC126–128. Beyond
the fractal morphology of soot particles129, coating thickness, including that
of BrC, has been recognized as a critical factor in determining the optical
absorption enhancement of internally mixed soot particles due to the len-
sing effect25,45,47,104,109,130–132. While significant progress has been made in
understanding the ageing of light absorbing particles, divergent results from
ambient optical measurements or the optical modeling of soot continue to
emerge20. An additional challenge arises from the heterogeneous mixing
diversity of soot particles, where different embedded fractions between soot
and non-soot components within individual particles can lead to dis-
crepancies of 14–51% in soot absorption enhancement13,14,39,46,127,133. Nota-
bly, for fully coated soot particles, a hypothesis has been emerged suggesting
that LLPS can lead to soot redistribution and weakening the optical
absorption of soot-containing particles69, countering the conventional
understanding that increased coating thickness in aged soot results inhigher
optical absorption enhancement. In the UV region, when considering the
coating to consist of strongly absorbing BrC in liquid–liquid phase
separation particles (Fig. 3b), there is a notable impact on their optical

properties. Specifically, the scattering cross sections of these particles can be
up to 50% larger compared to those of homogenouslymixed particles while
their absorption cross sections may be reduced by up to 20%134. This var-
iance highlights the significant influence of particle composition and
structure on their optical behavior in the UV spectrum. The evolving
comprehension of ageing in light-absorbing carbonaceous aerosols under-
scores thepresent need for validation and refinement of existingmodels that
address the microscale changes in individual particles affecting light scat-
tering and absorption122,133,135.

Impacts on radiative forcing
The radiative forcingof light-absorbing carbonaceous aerosols has becomea
central focuswithin the scientific community, owing to its direct connection
with the global warming of climate8,136,137. However, accurate prediction of
the global radiative forcing of soot particles has remaineda contentious issue
for decades. Various studies have reported conflicting values for the direct
radiative forcing (DRF) of soot-containing particles. For instance, different
studies have suggested global mean DRF values of+0.55Wm−2 and+0.71
(+0.08 to +1.27)Wm−2 in different studies3,27. Conversely, alternative
reports suggested smallerDRF of+0.23 (+0.06 to+0.48)Wm−2 byMyhre
et al.138, +0.11 (effective radiative forcing; the range of −0.20 to
+0.42)Wm−2 by IPCC20, and +0.15 ± 0.17Wm−2 by Thornhill et al.139.
When evaluating the direct radiative forcing (DRF) of aged soot particles,
taking into account factors such as the core-shell structures and hetero-
geneity (including variations in shape and the position of the soot core),
there is a notable change in the global DRF of soot particles. Specifically, the
DRF decreases from 0.30 ± 0.01 to 0.23 ± 0.01Wm−2, corresponding to
about a 23% fractional change133. Despite concerted efforts to refine DRF
estimates, the contribution of soot-containing particles to the uncertainty of
climate models remains substantial∼90%3, thereby constraining predictive
accuracy.

Numerous studies have undertaken comprehensive investigations to
delve into the actual radiative properties of soot-containing particles,
leveraging improved insights into factors such as aerosol concentration140,
lifetime136,140,141, ageing mechanism109,140, vertical structure141,142, and mixing
state111,143,144. For example, Wang et al.140 reduced the global mean atmo-
spheric lifetime of soot from 5.1 to 4.4 days and differentiated soot lifetime
based on emission sources and pollution levels. TheDRF uncertainty linked
to soot mixing structure mitigated by incorporating the core-shell model of
soot particles into climate models144. In a bid to refine the representation of
mixing structure, climate models have incorporated the core-shell particles
with diverse sizes and more intricate mixing structures (Fig. 7)15,111,135,143.

As attention shifted toward the absorption capacity of BrC, effortswere
made to estimate the direct radiative effect of BrC within global
models29,145–147. Such estimates of the direct radiative effect have varied,
spanning from +0.03 to +0.6Wm−229,140,145,147,148. Nevertheless, the para-
meterization scheme employed in these models have generally been sim-
plified and unable to fully account for BrC’s absorption behavior across
wavelength, as well as its variability related to factors such as sources and
mixing structure145,149,150. Furthermore, the assessment of BrC’s radiative
forcing in models still grapples with a shortage of input data because of the
lack of spectrally resolved light scattering and absorption data for BrC
relevant to various emission sources. Therefore, the estimates of BrC’s
impact within the global models remain burdened by considerable
uncertainty.

Impacts on clouds
Model estimates suggest that aerosols resulting from human activities
caused an increase in the scattering and absorption of solar radiation by a
range of 14–29% as well as an increase of cloud droplet number con-
centration by a range 5–17%during the period of 2005–2015 in comparison
to the year 1850151. Soot-containing particles, as potent absorbing aerosols,
have a considerable influence on radiative forcing through both direct and
indirect effects20. Certain particles containing soot can even serve as ice
nucleating particles (INP) within cirrus clouds and mixed-phase
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clouds152,153. Freshly emitted soot particles have ice-nucleating ability at
−30 °C and exhibits significant variability from various sources yielding
greater INP concentration154. Initially, freshly emitted soot particles exhibit
hydrophobic characteristics, while atmospheric ageing processes involving
condensation of trace gases and oxidation can lead to increased hygro-
scopicity of aged soot84,155. These mixing attributes of soot particles are
closely tied to their interactions in aerosol-cloud processes156,157. In cloud
droplet residuals, soot particles have been detected, indicating their impact
on cloud activation and contribution to CCN103,158,159. On average, the cloud
radiative response to soot particles encompasses both indirect and semi-
direct effects. Koch et al.160 indicate a positive cloud response because soot
particles provide a deposition sink for secondary aerosols, thereby reducing
the nucleation and evolution of viable CCN. Theoretical calculation have
recently illustrated that alternations in soot mixing structures and mor-
phological characteristics due to the cloud process can result in an increase
of light absorption by a factor of 1.57 to 2.01103. Furthermore, Lohmann
et al.136 presented global climate simulations revealing that soot ageing led to
the augmentation of thick, low-level clouds, which in turn decreased
negative shortwave effective radiative forcingby0.2 to 0.3Wm−2, compared
to pre-industrial conditions. Therefore, the interplay between soot and
clouds in the troposphere (as shown in Fig. 5) remains a complex and open
question due towide variability of emission sources and ageingmechanisms
affecting soot particles.

Organic matter is widely observed within atmospheric cloud droplets.
The organic coatings illustrated in Fig. 4 include both hydrophilic and
hydrophobic constituents, includingorganic acids anddiacids, proteins, and
humic-like substances161. The presence of an organic coating at the
gas–liquid interface of aerosols can potentially impact the aerosol’s ability to
act as CCN by depressing surface tension162,163. Additionally, presence of
organic layers can enhance ice nucleationwithin the droplets by providing a
template for hexagonal ice164. Notably, there is evidence suggesting that
organic aerosol particles can act as CCN without the need for inorganic
material mixing159. In a context of droplet activation, the hygroscopic
properties of organics are governed less by solubility and more by the
molecular weight of the organic species162,163. Consequently, it becomes
important to grasp the organic mixing structures and molecular weights as
they relate to the ageing process of atmospheric aerosols107.

Other possible effects
Light-absorbing aerosol particles (as shorter-lifetime aerosols) undergo
removal through both dry andwet depositions and change the reflectivity of
snowpacks andglacier surfaces, as illustrated in Fig. 5.A recent focal point of
investigation involves gaining a comprehensive understanding of the

intricate relationship between deposits of the light-absorbing aerosols (e.g.,
soot, BrC, and mineral dust) in the snow albedo reduction. Snow strongly
reflects sunlight, while the reflection extent depends strongly on factors such
as the snow grain size andmorphology and themixing state of soot with the
snow matrix. Although few reports considered mixing structures of soot
particles in the glacier–snowpack atmosphere165, no study investigated their
actual mixing structures in snowpacks. Specifically, a model study fromHe
et al.166 assumed internal mixing of soot particles within snow and found a
substantial reduction in snow albedo, with the factors of 1.2 to 2.0,
depending on the content of soot content and the shape of snow gains.

Soot and organic particles, as depicted in Fig. 5, play a pivotal role in
exacerbating air quality issues and contribute substantially to the worldwide
public health challenges. Soot particles, dominating within the size range of
50–500 nm (Fig. 2f), comprise large fractions of polycyclic aromatic hydro-
carbons (PAHs) andvarious other toxic hydrocarbons167. Themixing state of
soot and organic particles has the potential to exacerbate the associations
between associations between soot/organic exposure and health effects, as it
influences particle properties such as water solubility, surface characteristics,
and size-related deposition efficacy within the respiratory tract168.

While this review does not cover the broad topic of the impact of soot
and organic particles on snow/ice and human health, it is important to
mention a notable gap in the field. Currently, there is a scarcity of data
describing the microphysical properties of soot and organic particles, with
limited information inferred from various empirical and theoretical con-
siderations. This lack of real-world data highlights a critical area for future
research andunderscores theneed formore in-depth studies in this domain.

Summary and future perspectives
The physical and chemical characteristics of soot and organic particles
undergo significant alternations as a result of atmospheric ageing. In this
review, we delved into their physical attributes, including morphology,
mixing structure, and phase, within diverse atmospheric conditions and
discussed their implications influences on climate, CCN formation, and
human health. The considerable attention directed toward light-absorbing
carbonaceous particles in the climate system stems from their strong light-
absorption properties.

However, the accurate estimation of optical absorption remains a
challenge, with significant uncertainties across all scales—local, regional,
and global. These uncertainties can be attributed to several factors: (1)
Current atmospheric models struggle to incorporate complex micro-
physical parameters of particles derived from various field measurements.
(2) Discrepancies arise from the diverse array of online and offline mea-
surements that yield different parameter values for explaining the optical

Fig. 7 | Global maps of the direct radiative forcing of climate models. a The
assumptions of coated spheres versus realistic agglomerates estimated by ECHAM-
HAM. Accounting for the realistic morphology of coated soot increases its direct
radiative forcing affect by 22% on average. b Simulated global mean soot DRF near

the surface from four mixture structures of soot absorption estimated by NCAR
CESM1. The global mean soot DRF change is ~0.07Wm−2, corresponding to ~23%
reduction. The figures are adapted with permission from Kelesidis et al.111 and
Huang et al.135.
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absorption of soot and BrC. (3) Beyond themicrophysical property of light-
absorbing particles, their chemical composition, particularly BrCundergoes
continuous changes due to atmospheric ageing or variations arising from
different formation pathways and sources. (4) Improved optical models of
realistic mixing structures are required to accurately predict the optical
properties of aged soot and organic particles, particularly those exhibiting
complexmixing structures andmorphologies. The implementation of these
advanced techniques can significantly decrease the computation time and
facilitate the creation of extensive optical database for climate models169–173.
As atmospheric models progress and advanced instruments evolve, it is
expected these discrepancies in description of soot and BrC characteristics
will gradually diminish.

While understanding of the chemical composition of soot and BrC is
critical for characterizing their atmospheric, recent years have witnessed
increased interest in the microphysical properties of these particles, bol-
stered by a refined understanding of individual particles properties1,2,11. The
review underscores the significance of the microphysical properties of
individual particles in determining atmospheric optical changes, CCN
behavior, and health impacts (Fig. 5). Recent studies have unveiled novel
phenomena such as LLPS, intricate mixing structure, soot redistribution,
and diverse physical phases (solid, semi-solid, liquid) of organic particles. In
line with these insights into individual particles properties, innovative
applications of chemical imaging tools like Cryo-TEM, NanoSIMS, STXM-
NEXAFS, and Aerosol optical Tweezers have been employed to advance
aerosol science2,9,59–61,174. Moving forward, future research should prioritize
the development of advancedmicroscopic approaches to better observe the
microphysical properties and chemical compositions of large samples of
individual particles. An example is atomic force microscopy-based infrared
spectroscopy (AFM-IR), an emerging technique that enables chemical
analysis and compositional mapping with nanoscale resolution under
ambient conditions175. Moreover, integrating various microscopic techni-
ques offers an efficient approach to comprehensively understand the
microphysical properties of individual particles.

Building upon the improved understanding of experimental mea-
surements for individual particles, novel numerical models have emerged,
enabling precise accounting for complex soot particle properties, such as
shape and mixing structures. Experimental methods like SP71, EMBS-
DDA13,38, and ET-DDA26 have greatly enhanced our grasp of how the
microphysical properties of soot and organic particles influence optical
absorption, cloud forming propensity and health implications168. However,
a gap remains in incorporating these physical and chemical attributes of
aerosol particles into atmospheric models. Future research should strive to
establish a refined framework for comprehending the physical and mixing
structure characteristics of soot and organic particles, facilitating improved
measurements of microphysical ageing process on a global scale.
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