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Abstract The inorganic ions in PM2.5 were measured down-
wind of metropolitan Seoul using a particle-into-liquid sam-
pler over three periods. Five diurnal patterns, including a low-
concentration pattern (L) and a high-concentration pattern
with a decreasing trend during the day (H-), were distin-
guished for the first period from February to June 2012. The
sum of ion concentrations increased primarily due to NO3

−

with decreasing temperature and increasing relative humidity,
which caused preferential partitioning of NO3

− into the partic-
ulate phase. The peak concentration occurred during the
morning rush hour for L but was delayed until the next morn-
ing for H- due to the time required to form secondary inorgan-
ic ions from accumulated pollutants under lower wind speeds.
The characteristic features of the patterns observed during the
first period were generally similar with those obtained for the
other two periods. However, for the second period, comprised
of colder months, changes in the diurnal patterns from L to H-
were accompanied by increasing temperature, as the effect of
photochemical formation of NO3

− was larger than that of vol-
atilization. Although the role of long-range transport was not
distinct on the whole, the inflow of air masses from cleaner
sectors was observed to lower the concentrations.
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Introduction

Fine particles are not only hazardous to human health but also
are crucial to visibility and climate change due to effective
scattering and absorption of solar radiation (Watson, 2002;
WHO, 2006; IPCC, 2013). Inorganic ions are major compo-
nents of fine particles, along with carbonaceous materials and
trace elements. The inorganic ions in particles have tradition-
ally been measured using filter sampling followed by ion
chromatography (IC) analysis. However, this type of measure-
ment is basically manual, requires much labor, and is prone to
errors during various works with filters (Chow, 1995).
Nevertheless, the results from filter measurements provide a
reference for those from newly developed methods, since the
chemical composition of particles has mostly been measured
using such techniques (Solomon and Sioutas, 2008; Wittig
et al., 2004).

During the past two decades, many continuous and semi-
continuous methods for measuring particle composition have
been developed (Chow et al., 2008; Solomon et al., 2008).
Among them, semi-continuous methods in which particles
are solubilized and analyzed with IC have advantages over
the other semi-continuous methods such as Stolzenburg and
Hering (2000) and Fine et al. (2003) in that they can provide
highly time-resolved data by altering the sampling process of
the filter-based method. The early types developed by Simon
and Desgupta (1995) and Khlystov et al. (1995) were com-
mercialized to the particle-into-liquid sampler (PILS,
Applikon Analytical), the monitor for aerosols and gasses in
ambient air (MARGA, Applikon Analytical) and the ambient
ion monitor (AIM, URG) systems (Makkonen et al., 2012;
Thompson et al., 2012; Pancras et al., 2013).

Temporal variation of pollutants results from a series of
atmospheric processes such as emission, transport, transfor-
mation, and deposition associated with meteorology. Diurnal
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and annual variations could be typified by the repetition of
meteorology. However, annual variations largely differ de-
pending on the climate and location of the study region.
Diurnal variations also differ by region, but the variations
caused by activities during the day and night are generally
similar. Therefore, the differences from the general patterns
of diurnal variation are useful for distinguishing the character-
istics of the target area. Nevertheless, there have been limited
studies on diurnal variation, particularly for inorganic ions.
This is because their concentrations have traditionally been
measured using filter sampling, which typically provides daily
averages, while highly time-resolved measurements within a
day are prerequisite for such studies (Wittig et al., 2004;
Millstein et al., 2008).

In the present study, the inorganic ions in PM2.5 were mea-
sured at a site (127.27°E, 37.34°N, 167 m asl; see Fig. 1 for
the location) downwind of Seoul using PILS coupled with IC
between the middle of February and early June in 2012. They
were also measured for two additional periods until July 2013.
In this study, the results from PILS sampling were first com-
pared with those obtained from filter sampling, and the diurnal
variations between high- and low-concentration days were
examined. Next, diurnal patterns of particulate ions were dis-
tinguished using cluster analysis with the data from the first
period, and their characteristics were analyzed to find the

important features of diurnal variations. Finally, the data dur-
ing the additional two periods were classified into the patterns
obtained for the first period, and the differences in the patterns
among the three periods were investigated to ascertain the
generality of the patterns identified in this study.

Methods

Measurement site

The measurement was made on the rooftop of a 5-story build-
ing located on a hill, about 35 km southeast of downtown
Seoul, the general area of which was affected by prevailing
northwesterlies. As shown in Fig. 1, the site was in a valley
sloping up to the east; the west side was a rural area with
small-sized buildings, farmlands, and open spaces scattered
on the sides of a 4-lane road and river. The site was considered
to be ideal for exploring the transport of air pollutants and
secondary formation by photochemical reactions since there
were no major sources of emission nearby except the 4-lane
road.

Within the same campus, a monitoring station for studying
the pollution characteristics downwind of Seoul was operated
for two years from March 2008 (Seoul Institute, 2010; Choi

Fig. 1 Location of the measurement site at the Global Campus of
Hankuk University of Foreign Studies (HUFS). The Suwon Weather
Station (SWS) in the upper-right panel is located about 26 km west-

southwest of HUFS. The 4-lane national road, located 1.4 km to the
west of the measurement site, is shown as an orange line on the left-
hand side of the lower-right panel
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et al., 2014). The concentrations of NO and CO, mostly emit-
ted from vehicles, were similarly low to those from a back-
ground station, while the ozone concentration was higher
compared with other stations within Seoul. The concentration
of total suspended particles (TSP) was also higher due to the
effect of fugitive dust, which is generally significant in rural
areas in Korea. In the measurements of PM10 conducted in
spring and fall of both 2007 and 2008 at the same site, K+ was
highly correlated with secondary inorganic ions such as SO4

2−

and NO3
−, indicating the influence of biomass burning on the

photochemical production (Maxwell-Meyer et al., 2004; Ryu
et al., 2004, 2007; Won et al., 2010).

Measurement methods

The inorganic ions present in PM2.5 were measured using
PILS (ADI 2081, Applikon Analytical) coupled with two IC
systems (Advanced modules, Metrohm). In the front of PILS,
a PM2.5 cyclone (URG-2000-30EH) and two annular
denuders (URG-2000-30x242-3CSS) coated with Na2CO3

and phosphorous acid to remove the acidic and basic gases,
respectively, were placed. The air flow rate was 13.5 L/min. It
was known that the cut-off diameter of the cyclone increased
to around 2.9 μm with decreasing the flow rate from the orig-
inally specified rate of 16.7 L/min (http://www.urgcorp.com/
index.php/products/inlets/teflon-coated-aluminum-cyclones/
33-configurations/153-urg-2000-30eh). However, PILS was
operated at this rate because the rate was the most stable,
and the difference in PM2.5 concentration did not appear to
be significant.

Within PILS, the particles in the sampled air were mixed
with supersaturated steam, causing them to grow and solubi-
lized to form water droplets (Orsini et al., 2003; Weber et al.,
2001, 2003). The droplets were hit onto the impaction surface
and subsequently collected by the transport liquid, flowing at
a rate of 36.5 μL/min. LiBr of 0.11 μeq/L was added to the
transport liquid as an internal standard. The concentration in
ambient air was determined by calculating the dilution of the
internal standard by the droplets (Orsini et al., 2003).

Three anions (Cl−, NO3
−, and SO4

2−) and five cations (Na+,
NH4

+, K+, Mg2+, and Ca2+) were analyzed by online ICs. For
simultaneous analysis of anions and cations, each sample was
loaded into a 250-μL loop and injected into the IC, which took
around 25.5 min. Since IC analyses required less time, ions
were measured at this time interval. Anions were analyzed
using a Metrosep A Supp 5-150/4.0 column with a solution
of 3.2 mM Na2CO3 and 1.0 mM NaHCO3 as the eluent, and
cations were analyzed using a Metrosep C4-150/4.0 column
with a solution of 4.0 mM nitric acid as the eluent. The detec-
tion limits in μg/m3 (uncertainty in %) were 0.021 (2.3) for
Cl−, 0.156 (12.9) for NO3

−, 0.034 (7.4) for SO4
2−, 0.014 (6.3)

for Na+, 0.010 (3.1) for NH4
+, 0.008 (34.1) for K+, 0.006

(12.9) for Mg2+, and 0.012 (16.5) for Ca2+. Both values were

determined by analyzing standard solutions of minimum con-
centrations, which were used for the IC calibration, six times
referring to Lee (2002). Denuders were exchanged around
every 2 weeks. IC calibration was checked using a medium-
range concentration when eluent bottles were filled every 3 or
4 days.

For comparison with the measurement results from PILS
sampling, PM2.5 was also sampled using a low-volume air
sampler consisting of denuders, a Teflon filter, and a backup
filter and denuder. Sampling was carried out for 24 hours,
from around 10 o’clock in the morning, at a flow rate of
16.7 L/min. The PM2.5 inlet and upstream denuders were the
same as those of the PILS system. A two-stage filter pack
(URG-2000-22FB) had a Teflon filter (Zefluor, Pall) to collect
fine particles and a backup Nylon filter (Nylasorb, Pall) to
collect acid gases produced from fine particles. The backup
denuder was coated with phosphorous acid to collect basic
gases from fine particles.

After sampling, the Teflon filters were immersed in a mix-
ture of 1 mL ethanol and 14mL deionized water and sonicated
to dissolve the water-soluble ions. Nylon filters were extracted
similarly, but using the eluent for anion analysis. The denuders
were extracted using 10 mL deionized water. IC analysis of
the extracts was carried out in the same way as for the PILS
liquid samples. The detection limits of IC for filter samples,
which used a 20-μl sample loop, in μg/m3 (uncertainties in %)
were 0.040 (4.9) for Cl−, 0.058 (4.2) for NO3

−, 0.057 (3.3) for
SO4

2−, 0.062 (21.4) for Na+, 0.010 (15.5) for NH4
+, 0.010

(8.8) for K+, 0.007 (10.8) for Mg2+, and 0.045 (7.4) for
Ca2+, determined by seven blank samples (Kim et al., 2015).
The 24-h averages of the PILS ion concentrations were com-
pared with the sums of the concentrations from the Teflon
filters, backup denuders, and Nylon filters.

Meteorological parameters were measured by an automatic
weather station (Useem Instruments) at 10-min intervals.
However, because the measurements were incomplete, the
data from the Suwon Weather Station (SWS; 37.27 °N,
126.98 °E, 34.5 m asl; see Fig. 1 for the location), about
26 km to the west-southwest, were used instead, whose cor-
relation with the on-site data from the automatic weather sta-
tion was the highest among those from nearby weather
stations.

Data analysis

PILS sampling was performed for three periods—the first
being between February and June 2012, the second between
November 2012 and January 2013, and the third between
March and July 2013 (Table 1). If PILS had been fully oper-
ated on all sampling days without pause, the total possible
number of data for the three periods would have been around
13,158, assuming sampling was carried out at an interval of
25.5 min. A total of 11,837 data were actually obtained,
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indicating the rate of operation of 90%. The ion balance of the
data was checked using the relative ion difference, the Global
Atmospheric Watch (GAW) criteria suggested by Allan
(2004). This resulted in the valid data of 10,717, constituting
91 % of the total data. The possible number of data from the
full operation of PILS during one day is 56.5, that is, between
56 and 57. The diurnal data were regarded as valid for inves-
tigating the diurnal patterns when at least 75 % of the possible
data for a day (i.e., 43 out of 56.5) were available. A total of
9324 data for 174 days during the three periods were ana-
lyzed, as shown in Table 1, which had an average of 53.6 data
per day (95 % of the 56.5).

The numbers of days for which diurnal data were valid
(hereafter referred to as the valid days) accounted for 86, 52,
and 35 % of the total number of days for the first, second, and
third periods, respectively. Differences among the periods
were caused by the fact that sampling during the first period
was continuous, excluding pauses for instrument mainte-
nance, while that during the other periods was intermittent.
Because the sampling was generally started on polluted days
rather than cleaner days, the sum of ion concentrations was the
highest for the third period, whose number of sampling days
(as well as that of the valid days) comprised the smallest frac-
tion of the total number of days. Since the second and third
periods were included for assessment of the generality of the
patterns identified for the first period, they were divided so
that each period could have a reasonable number of the valid
days.

Although the number of data on the valid days was suffi-
ciently large, the sampling times varied from day to day be-
cause of the sampling interval of 25.5 min. Therefore, the data
were resampled at an interval of 30 min using a cubic spline
method. The diurnal patterns were distinguished using the
data from the first period by an R function, hierarchical clus-
tering (hclust; https://stat.ethz.ch/R-manual/R-devel/library/
stats/html/hclust.html) included in the standard R package,
Bstats^ with the option of ward (ward.D in R versions newer
than 3.0.3). Another R function, linear discriminant analysis
(lda; http://stat.ethz.ch/R-manual/R-patched/library/MASS/
html/lda.html), which is provided as a function of the
Bmass^ package, was used to classify the data from the

second and third periods into the diurnal patterns identified
for the first period.

Separation of the diurnal patterns with increasing number
of clusters is shown in Fig. 2. The first three clusters repre-
sented low, medium, and high concentrations. Upon increase
of the number of clusters to four, the high-concentration clus-
ter was divided into two clusters in which the concentrations
were increasing and decreasing during the day. With increase
of the number of clusters to five, the medium-concentration
cluster was also divided into two clusters, whose primary
peaks occurred in the morning and in the afternoon each. At
six clusters, further division of the high-concentration cluster
with an increasing trend was observed, resulting in two groups
whose rates of increase were rapid and moderate. The last
division appeared to be relatively insignificant, so five was
chosen as the optimum number of clusters.

Results and discussion

Comparison of ion concentrations between PILS
and filter measurements

Comparison of ion concentrations determined fromPILS sam-
pling with those obtained from filter sampling is shown in
Fig. 3. A total of 135 data for which both PILS and filter
sampling were available were compared. They accounted for
78 % of the total number of the valid days (174) shown in
Table 1. In the case of the sum of ion concentrations, the slope
of the best fit line (the slope, hereafter) was 0.83, and the
coefficient of the determinant (R2) was 0.84. Since the inter-
cept was close to zero, the ion sum of PILS concentration was
around 83 % of that of the filter concentration on average. R2

values for ions of higher concentrations, such as secondarily
formed SO4

2−, NO3
−, and NH4

+, were relatively high between
0.73 and 0.86, while those for ions of lower concentrations,
such as Ca2+ and Mg2+, were lower at 0.34 and 0.27, respec-
tively (note that the relationships for NH4

+ and Mg2+ are not
shown). Similar to the R2 values, the slopes for secondary ions
were between 0.74 and 0.81, while those for Ca2+ and Mg2+

were lower at 0.49 and 0.30, respectively. R2 and the slope for

Table 1 Mean ion concentrations and meteorological parameters by period

Period Number of the valid daysa Concentration (μg/m3) WS (m/s) Temp (°C) RH (%)

Sum Cl− NO3
− SO4

2− Na+ NH4
+ K+ Mg2+ Ca2+

2012.2–6 94 22.89 0.75 8.23 7.64 0.25 5.50 0.27 0.06 0.18 2.03 11.24 64.31

2012.11–2013.1 37 24.86 1.07 8.82 8.39 0.12 6.09 0.36 0.09 0.16 1.46 −0.55 71.97

2013.3–7 43 31.14 1.06 10.59 10.91 0.20 7.84 0.27 0.06 0.21 1.86 9.31 65.87

a Number of days giving valid diurnal data. Refer to the text for the meaning of valid diurnal data
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K+ were 0.51 and 0.61, respectively, which were higher than
those for Ca2+ and Mg2+, despite similar concentrations.

Several studies have compared the results from filter and
PILS sampling during the past several years. Lee et al. (2008)
compared the results from PILS sampling with those from a
filter system similar to that used in the present study, for rural
areas including National Parks in the United States. For NH4

+,
SO4

2−, and NO3
−, the slopes through the origin were from

0.92 to 1.02, and the R2 values ranged from 0.92 to 0.98.
Among the three ions, the values for NH4

+ were the lowest,
due to low concentrations approaching the detection limit at
some locations and volatilization during PILS sampling. In the
measurements of Malm et al. (2005) at Yosemite National
Park, the correlation coefficient (R) for K+ was high at 0.90,
along with SO4

2− and NO3
−, but those for Cl− and Ca2+, which

were present in low concentrations, were negative. Makonnen
et al. (2012) compared the results from MARGA and filter
sampling at a Finnish urban site. The slopes and R2 values
of NH4

+, SO4
2−, and NO3

− were fairly high, from 0.85 to
0.91 and 0.83 to 0.98, respectively. However, K+ had a nega-
tive slope because a number of the concentrations fell below
the detection limit, while those of Ca2+ and Mg2+ were greater
than 3 due to contamination of the sample loop.

With reference to such studies, it can be understood that the
R2 values and slopes obtained in this study fell within relative-
ly reasonable ranges because each ion concentration was well
above its detection limit. The ratios of mean concentration to
the detection limit were 16.1 and 11.6 for Ca2+ and Mg2+,
respectively, while they were 228, 58.3, and 35.0 for SO4

2−,

NO3
−, and K+. Therefore, lower values of R2 for Ca2+ and

Mg2+ were attributable to their lower concentrations in com-
parison with their detection limits. The slopes were lower than
1.0 because the collection efficiency of PILS was less than
100 %. Although the collection efficiency mainly depends
on particle diameter, it is also affected by the volatilization
of semi-volatile species such as NH4

+ due to high temperature
and the acidity of droplets activated by supersaturated steam
(Sorooshian et al., 2006). In this study, the slope of NH4

+ was
0.74, lower than those of SO4

2− and NO3
− shown in Fig. 3.

Lower slopes of Ca2+ and Mg2+ were presumed to be caused
by lower solubilities than those of secondary ions (Orsini
et al., 2003).

Comparison of diurnal variations between high-
and low-concentration days

Prior to investigating the characteristics of the diurnal patterns
determined by cluster analysis, the mean diurnal variations
were compared between days of high and low concentrations
during the first period, as shown in Fig. 4. Here, the high-
concentration (HC) days were defined as those in which the
sum of the 24-h average ion concentrations (the sum, hereaf-
ter) was in the highest 10%, above 46.2μg/m3, while the low-
concentration (LC) days represent those in the lowest 10 %,
below 7.5 μg/m3. On both HC and LC days, the sum showed a
peak in the morning. However, the peak on HC days occurred
at 09:30 (average between 09:00 and 09:30), which was
one hour later than the 08:30 observed on LC days.

Fig. 2 Separation of diurnal patterns with increasing the number of clusters for the first period. Each plot shows the sum of particulate ion concentrations
in μg/m3 vs. hour of the day. Numbers in the parentheses indicate the number of days
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In Korea, pollutant concentrations in urban areas increase in
the morning due to vehicle emissions during the morning rush
hour, with the mixing height still being shallow. After rush
hour, the traffic volume does not vary much until late night,
but the concentrations due to vehicle emissions decrease with
increasing mixing height in the afternoon and increase again at
night with decrease of the mixing height. Examination of the
variation in the mean concentrations from 14 stations in Seoul
between 2002 and 2008 showed that 1-h average peak concen-
trations occurred in the morning at 09:00 for CO, 10:00 for
NO2, and 11:00 for PM2.5 on high PM2.5 days (Ghim et al.,
2015). Since NO2 is not only directly emitted but also pro-
duced from photochemical reactions, it can reasonably be pos-
tulated that the occurrence of the PM2.5 peak one hour later
than the NO2 peak, as well as the NO2 peak one hour later than
the CO peak, was due to the time required for the photochem-
ical production of secondary NO2 and particles (Fujita et al.,
2003; Edgerton et al., 2006; Fine et al., 2008).

The statistics of the ions and meteorological parameters on
HC and LC days are provided in Table 2. In the lower part of
the table, it can be seen that the fraction of SO4

2− was the
highest on LC days, while that of NO3

− was the highest on

HC days. The fraction of secondary ions including NH4
+,

SO4
2−, and NO3

− increased from 89 % on LC days to 96 %
on HC days, primarily due to NO3

−. Millstein et al. (2008)
observed peak NO3

− between 8 a.m. and noon at four sites in
the United States, which occurred earlier in the day in spring
and summer compared to fall and winter. They explained that
this result was because of a combination of factors, including
ammonium nitrate dissociation and the onset of convective
mixing that occurs earlier in the day in spring and summer.
In Fig. 4, peak NO3

− onHC days also occurred at 09:30, along
with the sum of ion concentrations. This earlier occurrence of
the peak NO3

− was probably because the measurements were
made in spring.

The wind speed and temperature on HC days were lower
than those on LC days, as shown in Table 2. Considering that
the NO3

− concentration was particularly high on HC days, it
can be interpreted that the pollutants accumulated due to the
low wind speeds, and secondarily formed semi-volatile NO3

−

was preferentially partitioned into the particulate phase under
the favorable conditions of low temperature (Seinfeld and
Pandis, 1998). However, the difference in relative humidity
(RH) was not distinct.

Fig. 3 Comparison of 24-h
average concentrations of ions
from the PILS sampling with
those determined by filter and
denuder sampling

8922 Environ Sci Pollut Res (2016) 23:8917–8928



Characteristics of diurnal patterns

The five patterns of diurnal variations determined by cluster
analysis are shown in Fig. 2. The one low-concentration (L)
pattern, two medium-concentration patterns (M) with primary
morning (am) and afternoon (pm) peaks, and two high-
concentration patterns (H) with increasing (+) and decreasing
(−) trends during the day were denoted in the figure as L,
Mam, Mpm, H+, and H-, respectively. Figure 5 shows the
occurrences of the five patterns for the first period. L patterns

were located around the line indicating the lowest 10 %. In
contrast, H+ and H- were in the higher part during increase
and decrease, respectively, or at the peak. Mpm was also
found at the peak (particularly at the end of the period) or
adjacent to H+ and H-, since the mean level of Mpm was
higher than that of Mam and its pattern resembled that of
H+.

Similarly to Table 2, the data for the five patterns are sum-
marized in Table 3. In the previous section, it was mentioned
that the peak in the morning on HC days occurred one hour
later than that on LC days. It can be seen in Fig. 5 that the
variation on HC days displayed in Fig. 4 resulted from a com-
bination of those of the five H+ and four H- patterns located
above the highest 10% line. This denotes that the variations in
Fig. 4 represent the mean characteristic of averaged ones un-
der a given condition.

In Table 3, it is apparent that the peak was delayed with
increase of the sum, excluding H-. It was indicated earlier that
the pollutant concentrations due to vehicle emissions de-
creased with mixing height after the morning rush hour while
the traffic volume remained at a similar level. If the pollutants
sufficiently accumulate due to low wind speeds, the effect of
secondary formation could overwhelm that of increase in the
mixing height. The more pollutants accumulate, the more sec-
ondary ions are produced, which may cause delay in the peak
of the sum due to the time required for the formation of sec-
ondary ions.

If the peak time of H- in the morning is regarded as that on
the next day, the peak time shown in Table 3 steadily fell
behind from L to H- with increasing NO3

− concentration
and fraction. The sum also increased from L to H+, but de-
creased at H- since the concentrations of other ions except
NO3

− had already decreased. Except for NO3
− and H-, the

concentrations of ions generally increased, but their fractions
decreased with increase of the sum. Thanks to this, the role of
NO3

− in the increase of the sum became pronounced. This
phenomenon was accompanied by low wind speeds, low

Fig. 4 Mean diurnal variations of ion concentrations on high- and low-
concentration days when the sums of the 24-h average ion concentrations
were in the highest and lowest 10 %, respectively, for the first period

Table 2 Statistical summary of high- and low- concentration daysa

Number of days Peak timeb Concentration (μg/m3)

Sum Cl− NO3
− SO4

2− Na+ NH4
+ K+ Mg2+ Ca2+

HC 9 9:30 53.9 ± 7.5 1.23 ± 0.51 20.9 ± 0.8 18.1 ± 5.2 0.29 ± 0.16 12.7 ± 1.8 0.46 ± 0.12 0.05 ± 0.02 0.16 ± 0.06

LC 9 8:30 4.7 ± 1.6 0.20 ± 0.13 0.8 ± 0.3 1.9 ± 0.8 0.14 ± 0.05 1.5 ± 0.4 0.05 ± 0.03 0.02 ± 0.01 0.09 ± 0.08

WSc (m/s) Tempc (°C) RHc (%) Composition (%)

Cl− NO3
− SO4

2− Na+ NH4
+ K+ Mg2+ Ca2+

HC 1.35± 0.49 9.3 ± 6.5 70.6 ± 7.7 2.3 ± 0.8 39.2 ± 7.3 33.2 ± 7.5 0.5 ± 0.3 23.5 ± 1.4 0.9 ± 0.2 0.1 ± 0.0 0.3 ± 0.1

LC 3.09± 1.00 14.9 ± 6.5 71.7 ± 14.0 4.5 ± 2.8 17.1 ± 3.7 39.8 ± 4.8 3.4 ± 1.4 31.8 ± 2.6 1.0 ± 0.3 0.5 ± 0.3 1.9 ± 1.2

aMean ± standard deviation are shown for ion concentrations, compositions, and meteorological parameters
b Peak time of the sum of ion concentrations
cWS wind speed, Temp temperature, RH relative humidity
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temperatures, and high RHs, all of which are favorable for
partitioning NO3

− into the particulate phase.
Figure 6 shows the results from the backward trajectory

analysis of H+, H-, and L, in comparison with those between
HC and LC days. Isentropic trajectories were calculated using
the National Oceanic and Atmospheric Administration
(NOAA) Hybrid Single Particle Lagrangian Integrated
Trajectory (HYSPLIT) 4 model (Draxler et al., 2012). The
meteorological data used for model calculation were from
the Global Data Assimilation System of the National Center
for Environmental Prediction. The trajectories of air parcels
released at the altitude of 500 m at 0900 a.m. local time (0000
UTC) were traced back for 72 h.

The trajectory distances were generally longer for L be-
cause wind speeds were higher than those for HC, H+, and
H-. The shorter distances of the trajectories of H+ and H-, as
well as HC, indicate that the high concentrations of inorganic
ions, notably NO3

−, occurred locally under stagnant condi-
tions (Brook et al., 2002). However, the distance of the

trajectory on March 15 was longer despite being classified
as HC and H- due to the high wind speed aloft in comparison
with low wind speed at the surface (daily mean of 0.9 m/s).
Although the concentrations on LC days were lowered further
than those of L, their trajectory distances were not particularly
longer in comparison. However, it can be seen that many of
the trajectories of LC were from, or passed through, the clean-
er sectors between the east and south, while a considerable
number of the trajectories of L were from the polluted western
sector.

Diurnal patterns for other periods

In this section, the diurnal variations for the second and third
periods were classified into the patterns distinguished for the
first period. The results were then compared with the varia-
tions observed in the first period, as shown in Fig. 7. The
statistics of selected ions and meteorological parameters for
the second and third periods are provided in Table 4. Although

Fig. 5 Occurrences of the diurnal
patterns during the first period

Table 3 Statistical summary of the diurnal patternsa

Number of days Peak timeb Concentration (μg/m3)

Sum Cl− NO3
− SO4

2− Na+ NH4
+ K+ Mg2+ Ca2+

H- 8 10:00 44.8 ± 4.5 1.22 ± 0.44 18.7 ± 3.2 13.4 ± 3.6 0.25 ± 0.13 10.7 ± 0.9 0.41 ± 0.12 0.05 ± 0.01 0.16 ± 0.04

H+ 10 22:00 47.1 ± 13.2 1.37 ± 0.43 18.4 ± 4.9 15.3 ± 6.6 0.40 ± 0.24 10.9 ± 3.3 0.49 ± 0.13 0.07 ± 0.03 0.20 ± 0.10

Mpm 20 15:30 26.1 ± 6.0 0.87 ± 0.37 9.3 ± 2.1 8.8 ± 3.9 0.28 ± 0.13 6.3 ± 1.7 0.28 ± 0.12 0.05 ± 0.03 0.20 ± 0.12

Mam 21 10:00 22.9 ± 5.4 0.73 ± 0.40 8.0 ± 2.4 7.7 ± 2.4 0.23 ± 0.09 5.7 ± 1.5 0.30 ± 0.11 0.07 ± 0.03 0.19 ± 0.08

L 35 9:30 9.1 ± 3.2 0.41 ± 0.23 2.4 ± 1.3 3.4 ± 1.3 0.20 ± 0.07 2.2 ± 0.8 0.15 ± 0.08 0.06 ± 0.05 0.17 ± 0.13

WSc (m/s) Tempc (°C) RHc (%) Composition (%)

Cl− NO3
− SO4

2− Na+ NH4
+ K+ Mg2+ Ca2+

H- 1.69 ± 0.53 9.2 ± 6.3 67.9 ± 7.6 2.8 ± 1.1 41.8 ± 5.9 29.6 ± 6.4 0.6 ± 0.3 23.9 ± 1.4 0.9 ± 0.2 0.1 ± 0.0 0.4 ± 0.1

H+ 1.81 ± 0.88 6.7 ± 4.8 73.3 ± 11.0 3.1 ± 1.0 39.7 ± 6.5 31.4 ± 7.1 1.0 ± 0.7 23.1 ± 1.6 1.1 ± 0.5 0.2 ± 0.1 0.5 ± 0.3

Mpm 1.68 ± 0.35 11.8 ± 5.6 68.3 ± 9.3 3.6 ± 2.0 36.4 ± 8.2 32.6 ± 8.9 1.1 ± 0.6 24.1 ± 2.1 1.1 ± 0.4 0.2 ± 0.2 0.8 ± 0.6

Mam 1.83 ± 0.76 13.8 ± 7.1 63.7 ± 9.8 3.3 ± 1.7 35.1 ± 5.8 33.5 ± 6.0 1.0 ± 0.4 24.6 ± 2.1 1.3 ± 0.5 0.3 ± 0.2 0.9 ± 0.4

L 2.51 ± 1.04 11.1 ± 8.7 59.0 ± 12.9 4.6 ± 2.2 25.4 ± 8.1 38.3 ± 6.4 2.5 ± 1.1 25.1 ± 5.1 1.6 ± 0.6 0.7 ± 0.4 1.9 ± 1.2

aMean ± standard deviation are shown for ion concentrations, compositions, and meteorological parameters
b Peak time of the sum of ion concentrations
cWS wind speed, Temp temperature, RH relative humidity
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the characteristic features of the patterns were generally main-
tained, the differences in the concentration levels among pe-
riods were larger for L, Mam, and H+. Figure 7 illustrates that
the differences for L and H+ were mainly due to higher con-
centrations of the third period, as seen in Table 1, while the
sum of the third period was the lowest for Mam (Tables 3 and
4).

In the previous section, it was pointed out that the peak was
delayed fromL toH- with increase of the concentrations of the

sum and NO3
−. In the case of the second period, the variations

in the sum and NO3
− were quite similar to those of the first

period. However, increase in the fraction of NO3
− was not

consistent, and the delay of the peak time was not as clear as
that for the first period. This is attributable to the fact that
photochemical production of secondary ions was not so active
due to lower temperatures. Earlier occurrence of the peaks
around the noon for Mpm and H+, whose peaks occurred in
the afternoon for the first period, was also interpreted as

Fig. 6 Three-day backward
trajectories for H+, H-, and L for
comparison with those on HC and
LC days

Fig. 7 Comparison of the sums of ion concentrations of the diurnal patterns for the second and third periods with those of the first period
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indicating that the effect of photochemical production was not
strong enough to offset the increase in mixing height.
Nevertheless, the effects of secondary formation with increas-
ing temperature from L to H- can be seen when grouping the
five patterns into three, such as groups of L and Mam, Mpm
and H+, and H-, with the delay of the peak times occurring in
that order. Note that the sum increasedwith temperature due to
the production of secondary ions. This is different from
Table 3, where the sum increased because of preferential
partitioning of semi-volatile secondary ions into the particu-
late phase with decreasing temperature.

The variations for the third period seem to be more similar
to those of the first period in Table 3 than those of the second
period on the whole. First of all, the peaks were steadily re-
tarded from L to H-. The concentrations of the sum and NO3

−

decreased at H- after an increase to H+, but this was due in part
to the high concentrations measured during the third period. In
fact, the sum and other concentrations of H+ for the third
period, shown in Table 4, were the highest among all the
periods (Tables 3 and 4) and on HC days (Table 2). On the
other hand, the sum of H- showed a peak just after midnight,
which decreased along with higher wind speed and lower RH.
Except a few cases, the variations in meteorological parame-
ters for the third period generally coincided well with varia-
tions in the sum as well as the concentration and fraction of
NO3

−.

Summary and conclusions

The inorganic ions in PM2.5 were measured at a site
(127.27°E, 37.34°N, 167 m asl) downwind of Seoul using

PILS coupled with IC during three periods. Diurnal pat-
terns were distinguished through a hierarchical cluster
analysis during the first period (February to June 2012).
The other two periods (November 2012 to January 2013
and March to June 2013) were considered to assess the
generality of the patterns identified for the first period.
The sum of ion concentrations from the PILS sampling
was around 83 % of that determined by filter sampling.
Although the slopes of the best fit line and R2 values
were lower for ions with lower concentrations, they fell
within reasonable ranges on the whole because each ion
concentration was well above its detection limit.

On HC days during the first period, the peak of the sum
occurred one hour later in the morning than LC days; the wind
speed and temperature for the former were lower than those
for the latter. The fraction of NO3

− was the highest on HC
days, while that of SO4

2− was the highest on LC days. The
differences between HC and LC days were reproduced more
precisely in the five diurnal patterns distinguished for the first
period. The peak of the sum occurred during the morning rush
hour for L, and was delayed until the next morning for H- with
decreasing wind speed and temperature and increasing RH.
This suggests that more secondary ions were produced from
pollutants accumulated under lower wind speeds, causing a
delay in the peak concentration due to the time required to
form secondary ions, which overwhelmed the effect of varia-
tion in mixing height.

The characteristic features of the patterns in the first period
were generally maintained in the patterns of the other two
periods, despite some variations in the peak times and concen-
tration levels. This was particularly true for the third period,
whose calendar months (March to July) mostly overlapped

Table 4 Comparison of means of selected variables for the second and third periods

Second period Third period

Number
of days

Peak timea Concentration (μg/m3) Number
of days

Peak Timea Concentration (μg/m3)

Sum NO3
− SO4

2− NH4
+ Sum NO3

− SO4
2− NH4

+

H- 2 0:00 36.3 17.3 8.9 8.5 3 1:30 36.6 13.8 12.1 8.5

H+ 8 12:00 47.0 15.1 17.3 11.8 8 21:30 71.3 26.7 23.7 17.5

Mpm 3 12:30 24.1 7.6 8.7 6.2 12 17:00 25.8 8.0 9.6 6.6

Mam 10 10:00 21.7 8.2 6.6 5.7 13 10:00 18.7 6.0 6.4 4.9

L 14 10:30 13.0 4.7 4.4 2.8 7 9:00 15.2 3.8 6.4 4.1

WSb (m/s) Tempb (°C) RHb (%) Composition (%) WSb (m/s) Tempb (°C) RHb (%) Composition (%)

NO3
− SO4

2− NH4
+ NO3

− SO4
2− NH4

+

H- 1.53 1.1 82.3 47.6 23.6 23.6 2.86 2.9 62.3 34.9 34.8 22.9

H+ 1.12 −0.8 74.5 33.0 36.1 24.7 1.45 10.2 72.5 37.3 32.6 24.5

Mpm 1.44 0.9 86.8 30.6 36.6 26.4 1.61 8.5 65.0 30.9 36.5 25.7

Mam 1.72 −1.7 70.5 35.4 32.4 25.0 1.85 9.4 64.6 31.6 34.9 25.6

L 1.48 −0.2 66.9 36.3 33.5 21.0 2.33 12.2 63.7 23.9 42.8 27.3

a Peak time of the sum of ion concentrations
bWS wind speed, Temp temperature, RH relative humidity
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with those of the first period (February to June). However,
during the second period, which was comprised of colder
months, changes in the diurnal patterns from L to H- occurred
with increasing temperature, as the effect of increased photo-
chemical formation of NO3

− was larger than that of increased
volatilization in a colder environment.

This study corroborates the basic understanding that high-
concentration episodes occur under stagnant conditions. The
scientific significance of this study is that detailed variations in
secondary formation derived fromNO3

− during increasing the
sum of inorganic ion concentrations were demonstrated by
analyzing the characteristics of the diurnal patterns. These
results can be utilized to devise policy measures to mitigate
high concentrations of PM2.5 by reducing the secondary for-
mation of inorganic ions and to verify theoretical approaches
for the secondary formation of inorganic ions, which is diffi-
cult to examine closely due to lack of experimental data.
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