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Abstract: To investigate the evolution of the nocturnal boundary layer (NBL) and its impacts on
the vertical distributions of pollutant particulates, a combination of in situ observations from a
large tethered balloon, remote sensing instruments (aerosol lidar and Doppler wind lidar) and an
atmospheric environment-monitoring vehicle were utilized. The observation site was approximately
100 km southwest of Beijing, the capital of China. Results show that a considerable proportion of
pollutant particulates were still suspended in the residual layer (RL) (e.g., the nitrate concentration
reached 30 ug m~3) after sunset. The NBL height calculated by the aerosol lidar was closer to
the top of the RL before midnight because of the pollutants stored aloft in the RL and the shallow
surface inversion layer; after midnight, the NBL height was more consistent with the top of the
surface inversion layer. As the convective mixing layer gradually became established after sunrise
the following day, the pollutants stored in the nocturnal RL of the preceding night were entrained
downward into the mixing layer. The early morning PM; 5 concentration near 700 m in the RL on
20 December decreased by 83% compared with the concentration at 13:34 on 20 December at the
same height. The nitrate concentration also decreased significantly in the RL, and the mixing down
of nitrate from the RL could contribute about 37% to the nitrate in the mixing layer. Turbulence
activities still existed in the RL with the bulk Richardson number (Rb) below the threshold value.
The corresponding increase in PM; 5 was likely to be correlated with the weak turbulence in the RL
in the early morning.

Keywords: nocturnal boundary layer; residual layer; aerosol; turbulence; tethered balloon

1. Introduction

Rapid urbanization, industrial production and economic activities have led to in-
creased emissions of pollutants into the atmosphere, and in recent years, pollution events
in Asia have occurred frequently [1-4]. Atmospheric pollutants are concentrated mainly
within the planetary boundary layer (PBL), that is, the atmospheric layer 1-2 km above the
ground, sometimes as high as 3 km [5]. Generally speaking, without the consideration of
large-scale advection, subsidence processes and any special underlying surface, such as the
polar region, the daytime PBL is also called the convective boundary layer (CBL), charac-
terized by strong vertical mixing [5]. However, with the gradual formation of a surface
inversion layer near the ground due to strong surface radiative cooling after sunset, the
CBL transforms into the nocturnal boundary layer (NBL) consisting of the stable boundary
layer (SBL), the residual layer (RL), and a capping inversion layer separating the entire
NBL from the free atmosphere [6]. The RL is situated above the stable boundary layer (SBL)
because the initial mean state variables and concentration variables of the RL are the same
as those of the previously decayed mixing layer [5,7].
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In recent years, considerable research has been performed to study the dispersion of
air pollutants and the corresponding physicochemical processes in the atmosphere [8-14].
However, relatively little attention has been paid to the NBL, especially the RL, in which the
dispersion of contaminants occurs under conditions of decaying turbulence. In addition to
advective transport and local high-emission sources, the importance of the effect the RL has
on pollution cannot be ignored considering the rapid and explosive growth of pollutant
particles over a short time. Research on the evolution of the NBL requires detecting the
vertical structure of the PBL; unfortunately, compared with continuous surface observations,
vertical observations of the PBL are more difficult and challenging to acquire. Nevertheless,
over the last 30 years, continuous advancements in atmospheric vertical measurement
techniques have provided favorable conditions and possibilities for the analysis of NBL
properties [15,16].

High meteorological towers hold many advantages, but their detection height is very
limited. Consequently, it is difficult to obtain information regarding the vertical physico-
chemical distribution during the evolution of the NBL. Aircraft observations can also be
utilized to directly image the vertical profile of the PBL above a certain region; accordingly,
many field experiments have been carried out [17], confirming the formation of new par-
ticles at the top of the PBL [1]. Aircraft observations conducted in America have shown
that the nocturnal RL can affect the ground-level ozone concentration on the following
day [18], especially in the early morning, when the surface inversion layer gradually dis-
sipates. The contribution ratio of this mechanism was further assessed [19]. However,
aircraft cannot fly at low altitudes (<1000 m) and are strongly limited by the allowable
airspace. In recent years, atmospheric remote sensing technologies, such as aerosol lidar,
Doppler lidar and telescopes have developed greatly; these technologies can overcome
the drawbacks of near-ground monitoring networks to a certain extent [20-22] and can
continuously monitor the vertical distributions of pollutants and meteorological elements
as well as optical characteristics in the PBL [23-26]. Remote sensing has been widely
used in environmental protection because of its high spatial resolution and continuous
measurement ability [27,28]. Aerosol lidars retrieve atmospheric extinction coefficients
and depolarization ratios by receiving aerosol particle backscattering signals. As a result,
aerosol lidars have been used extensively to retrieve and analyze the evolutionary char-
acteristics of the PBL height [27,29,30]. Aerosol lidar signals are unreliable below 150 m
because of the incomplete transmitter—receiver overlap, and remote sensing observation
data need strict quality control. At present, particulates still constitute the main detection
objectives of lidars; ozone lidar and nitrogen oxide lidar are gradually being promoted [31].
Lidar cannot effectively distinguish among atmospheric pollutant components and thus
cannot be used to identify chemical processes in pollutants [32]. However, aerosol lidars
can directly reflect the atmospheric pollutants suspended in the RL, and thus, studies
have employed lidar technologies to investigate the formation of new particles within the
RL [33].

Observations acquired from a tethered balloon have considerable advantages because
such balloons can carry a variety of measurement instruments, thereby achieving the
simultaneous observation of multiple parameters [34,35] and directly obtaining the vertical
distributions of physicochemical properties in the lower PBL. Tethered balloon observation
experiments were conducted in Shanghai [11], a coastal megacity in eastern China, while
focusing on the ozone concentration [36]. Some experiments have also been implemented
in North China to observe the variations in the vertical distributions of pollutants by
tethered balloons [37-39]; however, these investigations were limited to the size of the
tethered balloon, and they did not pay sufficient attention to the important role that the
nocturnal RL plays in the accumulation of pollutants.

An increasing number of studies have reported that the NBL can affect air quality
through vertical mixing processes [7,40], but most of these studies focused on ozone
problems [41]. However, pollutant particulates, especially secondary aerosol particulates,
are very important because secondary pollutants account for nearly 70% of the pollution
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during heavy pollution episodes in North China [39]. Synchronous observation of the
vertical profiles of pollutant particulate and meteorological parameters in North China are
relatively scarce. The influences of the evolution of NBL on the vertical distributions of
pollutant particulates are seldom discussed.

This paper discusses and analyzes the evolution of the NBL and its impacts on
the vertical distributions of pollutant particulate matter, especially secondary aerosol
particulates, from the perspective of the complete PBL diurnal variation. The remainder
of this paper is organized as follows: the measurement site and instrumentation are
introduced in Section 2, the impacts of the NBL on the vertical distribution of pollutants
are presented in Section 3, and the main conclusions are provided in Section 4.

2. Measurement Site and Instrumentation
2.1. Field Experiment

A comprehensive and intensive observation experiment, organized and managed by
the China National Key Research and Development Program entitled “Vertical Detection
Technology of Air Pollution in the Continental Atmospheric Boundary Layer”, was con-
ducted in Wangdu County, Hebei Province of North China (about 100 km southwest of
Beijing, the capital of China, as shown in Figure 1a). It is situated along the waterfront
in the piedmont along the Taihang Mountains and belongs to a cluster of cities in the
North China Plain (NCP). Its geographical location is illustrated in Figure 1a. Wangdu is
surrounded by mountains on three sides, similar to Beijing, and is 44 m above sea level.
The comprehensive PBL pollution observation experiment performed in Wangdu helped to
characterize the pollution events in the NCP area and to reveal their formation mechanism.
Figure 1b shows the specific measurement site (115.25° E, 38.66° N) in Wangdu County;
the flat terrain of the observation site provided horizontally homogeneous conditions. The
local air pollutant emission sources surrounding the Wangdu experiment site originated
mainly from agricultural combustion, traffic emissions, and residential production, but no
direct obvious industry sources nearby were present.
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Figure 1. (a) Map of the local topography of the North China Plain; the red circle represents the sampling site in Wangdu

County. The map was retrieved from Google Maps®©. (b) Large tethered balloon detection platform and ground-based

observation instruments utilized during the observation period in Wangdu County. A: Atmospheric environment monitoring

vehicle; B: Doppler wind lidar; C: Ground-based aerosol lidar square; D: Tethered balloon observation platform.

The large tethered balloon platform used in this experiment was 1900 m? in volume;
its maximum carrying weight was 200 kg, and its detection altitude was 1000 m (shown
in Figure 1b). A variety of instruments attached to the tethered balloon included the
instrument (MAS-AF300, Homo Sapiens, Shenzhen, China) measuring the concentrations
of PM;, PM; 5 and PM;o with a time resolution of 1 min, and a quadrupole aerosol chemical
speciation monitor (Q-ACSM, Aerodyne Research, Billerica, MA, USA), which measured
the concentrations of secondary inorganic aerosol particles, namely, sulfates, nitrates and
ammonium salts. Organic (Org) compounds were also measured. Portable meteorological
stations (HC2-S, Rotronic, Bassersdorf, Switzerland) measuring temperature and relative
humidity were also equipped on the balloon platform. Tethered balloon observations
require a relatively low horizontal wind speed (<3 m s™!) to ensure that the ascension
and descension rates of the balloon are steady with a speed of 0.5 m s~! by means of an
electrical winch. The shape of the tethered balloon used in this experiment was similar
to an airship configuration and was streamlined to reduce aerodynamic drag. A global
positioning system (GPS) sensor was also mounted on the tethered balloon, providing
real-time longitude, latitude and altitude information.

Simultaneously, the PBL structure was detected continuously by ground-based remote
sensing instruments such as an aerosol lidar (AGH]J-I-lidar, Zhongke Guangdian, Wuxi,
China) and a Doppler wind lidar (FC-II, Norinco Group, Beijing, China). The aerosol lidar
provided backscattering signals at a vertical resolution of 7.5 m and a temporal resolution
of approximately 5-10 min. The Doppler wind lidar was used to retrieve wind profiles and
had a spatial resolution of 50 m and a time resolution of 2-3 s.

Furthermore, pollutant concentrations (e.g., O3, SO, and CO) and meteorological
parameters on the ground during the observation period were monitored by a mobile
monitoring vehicle. The experiment was also carried out in tandem with aircraft sampling.
Overall, the experiment, which utilized multiple detection platforms, consisted of large-
scale multi-platform and multi-element observations of the PBL in the NCP area. In [42]
the detection accuracy of various instruments used in this paper has been listed.
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Frequent ascents and descents of a tethered balloon enable the evolution of the vertical
PBL structure to be studied. In this paper, observation data acquired from the tethered
balloon, ground-based aerosol lidar, Doppler wind lidar and ground measurement instru-
ments from 10:00 on 19 December 2018, to 14:00 on 20 December 2018 (local time was
used in this paper), were used and analyzed. In addition, twice-daily (08:00 and 20:00)
routine radiosonde observations were also recorded at station 54511; these data can provide
information on the vertical profiles of meteorological factors such as wind and temperature
and pollutant particulates in the PBL. There were few clouds during the observation period.
The PBL exhibits obvious diurnal variation; according to the local sunrise (07:30) and sunset
(17:00) times in winter; the three stages in this paper are classified as follows: Stage 1, 10:00
to 17:00 on 19 December 2018, the evolution from a CBL to an NBL with an emerging RL;
Stage 2, from 17:00 on 19 December 2018 to 07:30 on 20 December 2018, after sunset, when
the SBL gradually develops until sunrise the following day, leaving a morning RL; and
Stage 3, from 07:30 to 14:00 on 20 December 2018, the daytime CBL gradually matures after
sunrise while the morning RL disappears.

2.2. Ascending Times and Altitude Records from the Large Tethered balloon

Many vertical observations were recorded by the large tethered balloon during the
experiment, and the vertical distributions of the physical parameters and chemical elements
in the PBL at different development stages were recorded during the ascension and descen-
sion of the balloon. During the period of this study, ten vertical launch measurements were
carried out by the tethered balloon, and seven detection profiles were selected for analysis.
The ascending times and altitude records of these seven observations are listed in Table 1.
The detection height of the tethered balloon was rounded.

Table 1. Altitude detection records and ascending times of the large tethered balloon.

Detection Profile 1 Profile 2 Profile 3 Profile 4 Profile 5 Profile 6 Profile 7
Height 250-772 m 769-27 m 246-942 m 940-34 m 17-937 m 946-142 m 940-149 m
Time 10:47-11:10 11:51-12:21 17:34-17:55 18:53-19:27 09:13-09:42 10:28-10:54 13:34-14:00
Date 19 December 19 December 19 December 19 December 20 December 20 December 20 December

3. Results
3.1. Nocturnal Boundary Layer Evolution Observed by Ground-Based Aerosol Lidar and Doppler
Wind Lidar

The shaded symbols in Figure 2a,b represent the extinction coefficients detected by
the ground-based aerosol lidar. The pink line in Figure 2a represents the tethered balloon
observation height, and the vector arrows in Figure 2b represent the horizontal wind
vectors detected by the Doppler wind lidar. In this paper, the PBL heights were estimated
by the wavelet transform method based on extinction coefficients [43,44]. It is worth noting
that the PBL heights extracted by the extinction coefficients reflect the accumulation depth
of aerosols in the atmosphere. In this paper, the vertical PBL structure was identified
from the potential temperature profiles according to the top of the mixing layer, the top
of the inversion layer and the top of the RL in combination with the relative humidity
profiles. The vertical profiles at 20:00 on 19 December and 08:00 on 20 December were from
radiosonde station 54511, while the other profiles were from the tethered balloon. The
specific identification method is described in detail in Section 3.2.
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Figure 2. (a) Spatiotemporal evolution of extinction coefficients observed by ground-based aerosol lidar. The pink line is the

observation height of the tethered balloon, the white circular line is the PBL calculated by aerosol lidar using the wavelet

transform method, and the boundary layer heights corresponded to different temperature stratification heights. (b) The

shaded symbols represent the extinction coefficients determined by aerosol lidar, and the black vector arrows represent

the horizontal wind vectors detected by Doppler wind lidar. The observation times of both graphs range from 10:00 on 19
December 2018, to 14:00 on 20 December 2018.

As illustrated in Figure 2a, the PBL heights calculated by the ground-based aerosol
lidar corresponded to different temperature stratification heights at different phases during
the PBL evolution process. The lidar-calculated PBL heights varied mainly along the edge
region, where the variation in the extinction coefficient is obvious. Compared with the
temperature profiles, the lidar-determined PBL heights matched well with the top of the
mixing layer during the daytime because the vertical diffusion heights reached by the
pollutants in the strong mixing layer usually displayed dramatic changes in the extinction
coefficients. However, the NBL heights approached closer to the RL top, especially before
midnight, thus resulting in the relatively higher NBL heights determined by the aerosol
lidar [29]. This phenomenon occurred because the RL serves as a storage mechanism for
some pollutants and can affect the PBL heights calculated by lidar based on pollutants. The
spatiotemporal distribution of extinction coefficients from 10:00 on 19 December to 14:00 on
19 December 2018, shows that larger extinction coefficient values were concentrated below
1000 m. After 14:00 on 19 December, pollutants accumulated gradually, and the extinction
coefficients below 500 m increased distinctly, with the maximum value exceeding 1.5 km™1,
revealing the existence of a thick aerosol layer. This thick aerosol layer led to a significant
increase in the ground-level concentration of PM; 5, and NOx (=NO+NO;) dominated
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among the gaseous precursors (shown in Figure 3a). Nitrogen oxides are important acidic
gases that originate mainly from the combustion of carbon and fuel oil; the oxidant level
in the atmosphere is usually measured by the total concentration of O3+ NO; [45,46].
The high level of oxidants indicated that the concentration of secondary pollutants in the
vicinity was relatively serious [47]. The nocturnal concentration of O3+ NO, in Wangdu
County was relatively high, which was conducive to the formation of secondary pollutant
particulates.
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Figure 3. (a) Time series variations of the PM; 5, SO,, O3 and NOx concentrations observed on the ground; the units
for PM; 5 are micrometers per cubic meter, while the units for SO,, O3 and NOx are ppb; (b) ground wind speed and
wind direction, where the units are meters per second and degrees, respectively. All variables were observed by a mobile
monitoring vehicle. The three stages in this paper are classified as, Stage 1, 10:00 to 17:00 on 19 December 2018, the evolution
from a CBL to an NBL with an emerging RL; Stage 2, from 17:00 on 19 December 2018 to 07:30 on 20 December 2018, after
sunset, when the SBL gradually develops until sunrise the following day, leaving a morning RL; and Stage 3, from 07:30 to
14:00 on 20 December 2018, the daytime CBL gradually matures after sunrise while the morning RL disappears.

The pollutants in the lower layer accumulated until approximately 04:00 on 20 Decem-
ber, after which the aerosol concentration decreased slightly within 250-500 m, demon-
strating a multi-layer aerosol structure. The NBL height was relatively close to the top of
the surface inversion layer after 04:00 on 20 December until the mixing layer was fully
established. A proportion of pollutants remained in the RL at heights above 500 m. As
illustrated in Figure 2a, some of the pollutants within this layer demonstrated evident
sedimentation at approximately 06:00 on 20 December. With the gradual establishment
of the mixing layer the next day, these trapped pollutants were fully integrated into the
mixing layer, thus affecting the local air quality [19]. Moreover, the pollutants below 300 m
did not diffuse easily due to the establishment of a deep stable inversion layer during
the nighttime, and these pollutants maintained a high concentration; thus, the pollutants
monitored near the surface did not disperse immediately.
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Until 12:00 on 20 December, with the strong vertical mixing in the CBL, the momentum
of the upper layer was easily transmitted downward to the ground; therefore, the ground
wind speed exhibited a slight increasing trend. With the increase in the wind speed
and the strong mixing diffusion in the PBL, the PM;5, NOx and SO, near the surface
could be transported upward into the PBL, and as a result, their surface concentrations
were reduced [18]. In addition, the decrease in NOyx may also have been due to the
increased consumption of precursor NOy after sunrise. However, the ground-level ozone
concentration increased to approximately 20 ppb, which is consistent with observations in
Houston [19].

The vertical distributions of pollutants and winds were closely related, as shown in
Figure 2b. The Doppler wind lidar observations show that an easterly wind dominated the
lower layer, while a northwesterly wind dominated the upper layer from approximately
10:00 to 15:00 on 19 December. Moreover, the height at which the wind direction from the
ground changed to a northwesterly wind corresponded to the edge region characterized
by a large gradient of extinction coefficients. During the period from 15:00 to 21:00 on 19
December, the easterly wind still prevailed in the lower level, but the northwesterly wind
in the upper level changed gradually into a westerly wind. At this time, the wind speed
within the whole layer (including the RL) gradually decreased, which was conducive to
the accumulation of pollutants. The extinction coefficients observed by the aerosol lidar
and the ground-level pollutant concentrations gradually increased during this period.
Subsequently, the PBL was dominated by southwesterly or southerly winds.

3.2. Identification of the Vertical Structure of Nocturnal Boundary Layer Observed by the
Tethered Balloon

According to the tethered balloon observations at the different stages of PBL devel-
opment, the RL was identified by the vertical profiles of the potential temperature. The
vertical distributions of pollutants are closely related to the stratification of the atmospheric
temperature [48]. In addition, atmospheric pollutant compounds are very complex, among
which secondary aerosols constitute the main component of fine particles suspended in the
atmosphere during periods of serious pollution, accounting for up to 70% [49]. Secondary
inorganic aerosol particles, namely, sulfates, nitrates and ammonium salts, as well as Org
compounds, were analyzed in this paper. The potential temperature below 200 m during
10:47-11:10 on 19 December (Figure 4) changed slightly with the height, generally present-
ing the characteristics of the mixing layer [50]; furthermore, the relative humidity at 200 m
exhibited a significant negative gradient. The capping inversion layer thickness above
the mixing layer was nearly 400 m, and the capping inversion intensity reached nearly
0.016 K m~1. As a result, considerable concentrations of pollutants remained trapped in the
capping inversion layer (Figure 2). This capping inversion layer appeared during daytime
above the mixed layer. The pollutants were concentrated mainly below 600 m. Figure 5
shows that nitrates (23.9 £ 1.5 ug m~—3) dominated the secondary inorganic aerosols, fol-
lowed by ammonium (11.0 £ 1.7 ug m~3) and sulfate (7.8 + 1.9 ug m~3). The vertical
distributions of nitrates and ammonium salts were similar, indicating that nitrate existed
mainly in the form of ammonium nitrate at this time [51]. Org compounds were more
susceptible to the surface pollution sources, and the Org concentration at 150 m reached
70 ug m 3.
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Figure 5. Vertical profiles of the concentrations of Org compounds (a), nitrates (b), sulfates (¢) and ammonium salts (d)
observed by the large tethered balloon on 19 December 2018; the units for these pollutant particulates are micrometers per

cubic meter.

According to the vertical temperature profile during 11:51-12:21 on 19 December,
the near-surface temperature increased remarkably because of the positive net radiation
budget [5]. Combined with the relative humidity profile, the mixing layer height was
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approximately 311 m at this time (as shown in Figure 4). All vertical profiles of the
analyzed pollutants (shown in Figure 5) illustrate that the concentrations dropped off
significantly above 250 m, and the pollutants were more affected by the influence of the
mixing layer at this time. The concentration of Org compounds near the ground decreased
by approximately 17 j1g m ™~ as a result of the development of the mixing layer.

The SBL gradually developed after sunset during the period of 17:34-17:55 on 19
December (Figure 4). At this time, the cooling effect from the ground resulted in the
formation of a surface inversion layer, and the top of this layer was located at approxi-
mately 270 m. The potential temperature remained essentially unchanged in the range of
270-675 m and exhibited some daytime mixing layer features, indicating the formation of a
typical RL [40], and the RL top was at a height of approximately 675 m. Just after sunset,
the RL was relatively thick with a depth of approximately 400 m, and the relative humidity
decreased significantly at the top of the RL. The observation results from the tethered
balloon directly reveal that a considerable proportion of pollutants remained in the RL just
after sunset (Figure 4). The nitrate concentration in the RL was very high, comparable to
that of the Org compounds, sustained at approximately 30 g m~3. This phenomenon was
partly due to the increased formation of nitrates in the daytime under solar conditions [52].
Ground monitors also demonstrated that emissions of the nitrate precursor NOy increased
at this time, providing the basic conditions for nitrate formation (as illustrated in Figure 3).
The vertical distributions of ammonium salt and nitrate were similar with uniform mixing
below 600 m. The vertical sulfate distribution clearly reflected the storage capacity of the
RL and the influence of the surface emission sources. According to the vertical distributions
of these pollutants, the daytime mixing layer depth over Wangdu County was inferred
to be approximately 600 m in the winter. Various emitted pollutants were well-mixed in
the mixing layer. With the transition from a PBL to an SBL after sunset, the RL serves as a
storage mechanism for some pollutants, and the influence of these pollutants on the local
air quality through vertical mixing on the following day cannot be ignored.

The profile at 18:53-19:27 on 19 December demonstrated a typical SBL structure due
to the continuous cooling caused by the negative radiation budget after sunset. The rising
demand for electricity and winter heating factors after sunset elevated the combustion of
gas, straw and coal [53]; consequently, the near-surface concentration of Org compounds
increased substantially (Figure 5), reaching a maximum of 180 pg m 3. The concentration
of sulfates also increased significantly in the lower layer. In contrast, the pollutant concen-
trations near 750 m in the RL increased only slightly, which may have been the result of the
advection process with a relatively high pollutant concentration or of the chemical reaction
process within the RL.

The vertical profile of the potential temperature at 09:13-09:42 on 20 December still
reflected a typical SBL (Figure 5). However, the potential temperature gradient at the
top of the SBL had clearly changed [54,55]. At this time, the SBL height, i.e., the top
of the surface inversion layer, formed by the surface cooling effect was approximately
700 m. The inversion intensity was also high and basically displayed a linear decreasing
trend [54]. From 700 m to 950 m, the potential temperature remained nearly unchanged
with the height, thereby reflecting an RL structure. After sunrise, the vertical profiles of the
pollutants (shown in Figure 6) were characterized by the highest concentrations near the
ground; this phenomenon was related to the poor diffusion conditions in the nocturnal
SBL, and was also affected by the blocking effect of the inversion layer. Another notable
feature was the storage of pollutants in the RL [18]. The concentration of nitrates in the
RL was very high, close to 10 ug m~>. Subsequently, the potential temperature profile at
10:28-10:54 on 20 December (Figure 4) illustrated that the surface inversion layer dissipated
as a consequence of surface warming; in addition, the top of the mixing layer was situated
at approximately 300 m until 13:34, when the top of the mixing layer rose to 540 m.
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Figure 6. Vertical profiles of the concentrations of Org compounds (a), nitrates (b), sulfates (c¢) and ammonium salts

(d) observed by the large tethered balloon on 20 December 2018; the units for these pollutant particulates are micrometers

per cubic meter.

As shown in Figure 7c,d, except for the decrease in the wind speed in the range of
250-750 m at 14:00, the vertical profiles of the horizontal wind speed from three tethered
balloon observation periods on 20 December 2018, were nearly identical at 09:30, 10:30 and
14:00; in particular, at the relatively low level of 750 m, the wind speed was basically less
than 4 m s~!, and the wind direction around 700 m showed little change. Therefore, during
this period, the vertical distribution of pollutants caused by advection below 750 m can
be neglected to some extent and can be considered the result of the evolution of either the
vertical PBL structure or the local emission sources.

Moreover, strong daytime mixing entrained the pollutants in the RL downward,
decreasing the pollutant concentrations in the RL. The nitrate concentration in the RL
near 700 m decreased from approximately 12 pg m~3 to 5 pg m~2 (Figure 6), and the
nitrate concentration at this height further decreased to about 2 pg m~=3 until 13:34. The
case analyzed here shows that the mixing down of nitrate from the RL can contribute
about 37% to the nitrate in the mixing layer. The relatively higher contribution from the
photochemical production to nitrate was observed in the afternoon, and the maximum
nitrate concentration in the developing mixing layer exceeded 12 pg m~3 at 13:34 20
December. The vertical distribution of ammonium salt was similar to that of nitrate,
although the concentration of the former was slightly lower than that of the latter. Pollutants
emitted near the surface were also capable of diffusing upward under vertical turbulent
mixing, and thus, the pollutant concentrations monitored on the ground exhibited a
decreasing trend.
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Figure 7. Vertical profiles of the horizontal wind speed (a,c) and wind direction (b,d) for Profiles 1-7 during the tethered
balloon observation period measured by Doppler wind lidar.

3.3. The Correlation between the Richardson Number and the Vertical Distribution of PM; 5

The vertical diffusion and mixing of pollutants in the PBL are closely related to
turbulence; accordingly, we discussed the relationship between the vertical profile of PM; 5
and atmospheric turbulence fluctuations by calculating the bulk Richardson number (Rb).
In this paper, based on the vertical temperature profile measured by the tethered balloon
and the wind profiles observed by the Doppler wind lidar, the Rb was calculated by the
difference method [5]. The specific formula is as follows:

§ 4z
— Z
Rb ( %) 5 1)
Z

where 6, U and z represent the potential temperature, horizontal wind speed, and height
above the ground, respectively. The Rb is a dimensionless number that measures whether
atmospheric turbulence can develop. When Rb < 0, the buoyancy term is positive; when
Rb > 0, negative buoyancy inhibits the generation of turbulence; and when Rb > 1, tur-
bulence activities can be completely suppressed [56]. As molecular viscous dissipation
cannot be neglected, the Rb threshold is less than 1 when turbulence is completely inhibited.
Although the critical Rb varies between flows or may not exist at all [57,58], a threshold
value of 0.25 is taken as a reference.

The profile at 10:47-11:10 on 19 December (Figure 8a) indicates that particles below
200 m with an RD less than the threshold value of 0.25 were uniformly distributed during
the early development of the mixing layer. In the capping inversion layer from 200 m to
600 m, the Rb exceeded the threshold value, and thus, the development of turbulent activity
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was greatly inhibited. The PM, 5 concentration was close to 60 g m~3 in this layer and

gradually decreased.
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Figure 8. Profiles

of the Rb and PM2.5 concentration (micrometers per cubic meter) observed by the tethered balloon during

the observation period on 19 December 2018.

Subsequently, turbulent activity developed strongly with the continuously increasing
solar radiation received by the surface; the profile at 11:51-12:21 on 19 December (Figure 8b)
suggests that the atmospheric layer depth with an Rb less than 0.25 rose to 400 m. Near-
surface PM, 5 continued to mix and diffuse vertically, and the concentration below 200 m
decreased. The profile during 17:34-17:55 on 19 December (Figure 8c) shows that the Rb
in the lower SBL was basically higher than 0.25, whereas the Rb in the middle of the RL
above 400 m was less than the threshold value, revealing the occurrence of some remaining
turbulence in the RL just after sunset [59]. At this time, the PM, 5 concentration below
the RL decreased slowly, but the concentration of PM; 5 dropped rapidly across the top
of the RL (~600 m). As the SBL gradually developed, the thickness of the RL became
compressed when the whole layer was stable at 18:53 (Figure 8d). The Rb within the SBL
exceeded 0.25; additionally, due to the influences of many factors, such as the RL and
ground emission sources, the PM; 5 concentration in the SBL demonstrated a significant
multi-layer distribution.

After the SBL developed overnight, as shown in Figure 9a, due to the suppressing
effects of the surface inversion layer, the ground PM; 5 concentration was very high at
09:13-09:42 on 20 December (>100 pg m~3). The Rb was less than the threshold value
within the RL at heights of 700-800 m, and there was a small increase in the concentration
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of particulates within this layer. This phenomenon may have been attributable to the locally
supersaturated environment caused by turbulence after sunrise, which was conducive to
the formation of new particles [33].

The concentration of nitrates was highest at this time (as shown in Figure 6). During
10:28-10:54 on 20 December (Figure 9b), the Rb was less than the threshold value below
200 m; however, the overall distribution of the PM, 5 concentration was somewhat uniform
instead of being high near the surface. Assuming that the local emission intensity did not
change considerably in a short time, the PM, 5 concentration near 700 m in the RL decreased
from 30 pg m 2 in the early morning to 5 pg m 2 at 13:34-14:00 on 20 December (Figure 9¢);
in contrast, the PM, 5 payload in the mixing layer increased significantly, implying that the
pollutants were entrained downward from the RL due to strong vertical mixing. Moreover,
because the low-level horizontal wind changed little during the three observation periods
(shown in Figure 7c,d), the advective transport of pollutants during this process is regarded
as having a small impact.
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Figure 9. Vertical profiles of the Rb and PM,; 5 concentration (micrometers per cubic meter) observed by the tethered balloon
during the observation period on 20 December 2018.

4. Discussion

In this paper, based on a comprehensive and intensive observation campaign con-
ducted in Wangdu County of the NCP, the evolution of NBL and its influences on the
vertical distributions of pollutant particulates were analyzed.

The analysis results show that when the nocturnal SBL just formed after sunset,
pollutant particulates remained suspended with high concentrations in the RL aloft. The
extinction coefficient exceeded 1.5 km ™1, and nitrates dominated among the secondary
inorganic aerosol particles with a concentration close to 30 ug m~2 (17:34-17:55 on 19
December). Multi-layer pollutant structures appeared often because of the effects of the RL.
After sunrise, the gradual establishment of the daytime mixing layer caused the pollutants
stored within the previous nocturnal RL to be entrained downwards into the mixing layer.
The PM,; 5 concentration near 700 m in the RL on 19 December 2018, was approximately
30 pg m 3, and it dropped off to 5 g m~3 at 13:34-14:40 on 19 December, decreasing by
nearly 83% while the PM, 5 concentration in the mixing layer increased significantly. The
mixing down of nitrate from the RL analyzed in this paper has contributed about 37% to
the nitrate in the mixing layer. In addition, the ground-level PM; 5 concentrations after
sunrise decreased partially because of the stronger vertical mixing in the daytime; the
decreased NOx was also due to additional consumption during the photochemical process,
whereas the ozone concentration rose. In different stages of development of the PBL, the Rb
exhibited corresponding characteristics. The Rb in the SBL basically exceeded its threshold
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value (0.25), and thus, turbulence was suppressed, while the Rb below the critical number
in the RL was less than the critical value, indicating the generation of turbulence. The
corresponding increment in the morning PM; 5 concentration may have been closely related
to the turbulence within the RL. Moreover, the concentrations of ammonium salts and
nitrates increased obviously within the RL, but Org compounds and sulfates did not change
significantly. The estimated mixing layer depth over Wangdu County was approximately
600 m in winter. The PBL height calculated by aerosol lidar matched well with the top
of the daytime mixing layer; however, the NBL height calculated by aerosol lidar was
closer to the top of the RL because the surface inversion layer has not fully developed
during this period. Due to the storage of pollutants in the RL, the NBL height estimated by
the aerosol lidar reflecting the accumulation depth for pollutants often overestimated the
nocturnal SBL height, especially prior to midnight. After midnight, the NBL height was
more consistent with the top of the surface inversion layer.
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