

  atmosphere-09-00369




atmosphere-09-00369







Atmosphere 2018, 9(10), 369; doi:10.3390/atmos9100369




Article



Characterization of In Situ Aerosol Optical Properties at Three Observatories in the Central Mediterranean



Antonio Donateo 1,*[image: Orcid], Teresa Lo Feudo 2, Angela Marinoni 3, Adelaide Dinoi 1, Elenio Avolio 2[image: Orcid], Eva Merico 1[image: Orcid], Claudia Roberta Calidonna 2, Daniele Contini 1[image: Orcid] and Paolo Bonasoni 3





1



Istituto di Scienze dell’Atmosfera e del Clima, ISAC-CNR, 73100 Lecce, Italy






2



Istituto di Scienze dell’Atmosfera e del Clima, ISAC-CNR, 88046 Lamezia Terme, Italy






3



Istituto di Scienze dell’Atmosfera e del Clima, ISAC-CNR, 40129 Bologna, Italy









*



Correspondence: a.donateo@isac.cnr.it; Tel.: +39-0832-298-982







Received: 25 July 2018 / Accepted: 19 September 2018 / Published: 21 September 2018



Abstract

:

In this work, results of scattering and backscattering coefficients, scattering Ångström exponent (SAE), single scattering albedo (SSA), and asymmetry parameter (g) of atmospheric aerosols are presented. All these parameters were measured during the month of April 2016 in Southern Italy on three different Global Atmosphere Watch observatories in the Central Mediterranean. This is the first time, to our knowledge, that optical aerosol properties were studied at the same time, even if in a brief intensive measurement campaign, at three sites in the South of Italy. In order to obtain a characteristic value for aerosol optical properties, different kinds of particle sources (i.e., dust, marine, and anthropic) have been identified and studied. In the measurement period, one event of a long-range transport of Saharan dust from Northern Africa was observed at all observatories. During the Saharan dust transport event, a minimum value of the SAE (0.69 ± 0.34) and a relatively higher values of SSA were observed. During the dust event, g increased up to 0.69. Marine aerosol contribution and anthropic/urban aerosol intrusion were analysed. From this analysis, SAE average values were 0.70, 0.84, and 1.22, respectively, for dust, marine, and anthropic particles. On the other hand, the SSA minimum value was 0.86 for anthropic particles, and it increased for dust (0.88) and marine (0.93) aerosols. The asymmetry parameter had a limited variability for the three types of aerosol from 0.62 to 0.58, as reported also in literature.
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1. Introduction


Atmospheric aerosols can strongly affect the radiative balance of Earth, both directly by changing scattering and absorption of the solar radiation (long and short-wave), and indirectly by influencing cloud albedo and precipitation [1,2,3]. However, there are still large uncertainties in global climate forcing assessment [4,5,6,7]. Aerosols influence the atmospheric radiation balance depending on their chemical composition, and microphysical and optical properties, which are characterized by a significantly large scale spatial and temporal variability [5]. Thus, in order to improve the forcing effect knowledge of aerosols on climate change, it is very important to study aerosol’s optical properties (e.g., extinction and absorption coefficients, single scattering albedo, and asymmetry parameter) and their temporal and spatial variability. On the other hand, the wavelength dependency of scattering and absorption of radiation by aerosols has been recognized as a powerful tool to distinguish aerosol types [8,9,10,11].



Due to the large number and great diversity of sources, the spatial distribution (at regional and global scales) of atmospheric particles, the monitoring in different sites around the world of aerosols’ quantitative information is necessary, especially for densely populated and/or climatically sensitive regions. The Mediterranean basin is characterized by elevated aerosol burdens with a complex chemical composition [12,13,14,15] and different kinds of aerosol sources [16], both natural and anthropogenic, and it is one of the most climatically relevant areas [17]. The main particles types characterizing the Mediterranean region are: (1) coarse dust mineral particles originating mainly from the Sahara Desert, (2) marine aerosol, (3) fine pollution aerosol originating from industrial emissions in countries around the Mediterranean Sea, and (4) biomass burning aerosols produced in Africa and Europe. Furthermore, in the Mediterranean basin, a growing emission burden is due to the maritime transport sector [18], contributing especially to gaseous pollutants (e.g., NOX, SO2) and ultrafine particles (e.g., [19,20,21,22,23]). Mount Etna with its continuous degassing and episodic explosive eruptions are important sources of particles and gases for the Mediterranean Sea [24,25]. As for stratospheric eruptions, most of the radiative effects of moderate eruptions are associated with changes in the aerosol size distribution, composition, and shape. A great fraction of the dust load from African sources is transported by atmospheric circulation above the Mediterranean Sea and Europe [26,27,28,29]. Desert dust aerosol may affect regional climates, the biogeochemical cycle, and eventually human environments [30,31]. Levels of particulate matter concentration in the Mediterranean are determined, basically, by regional or long-range transport [16,32,33,34]. Anthropogenic aerosols are transported from Europe and the Middle East towards the Mediterranean Sea, whereas mineral dust is transported from Northern Africa towards the Mediterranean Sea and Southern Europe with favourable meteorological conditions [35].



In this work, results on several properties of atmospheric aerosols are presented. In particular, the scattering and backscattering coefficients, the scattering Ångström exponent (SAE), single scattering Albedo (SSA), and asymmetry parameter (g) were measured during an intensive campaign in the month of April 2016. Measurements took place at three different observatories [36], all part of the GAW (Global Atmosphere Watch-World Meteorological Organization) network in South Italy in the Central Mediterranean area. This is the first time, to our knowledge, that optical aerosol properties were studied at the same time, even if in a brief intensive measurement campaign, at three sites in the South of Italy, in the Central Mediterranean. The optical properties of the aerosol and its size distribution have been studied and characterized for a Saharan dust event in Section 4.1. In the same way, the optical properties of the marine (Section 4.2) and anthropic (Section 4.3) aerosols have been characterized for the period at all observatories.




2. Experiments


2.1. Sites Description


The GAW Regional Coastal Observatory of Capo Granitola (CGR, 37.67° N 12.65° E; 5 m a.s.l.) is located directly on the coastline of the Sicily Strait, at the Torretta Granitola coastal site, 12 km from Mazara del Vallo. The station at CGR is a remote coastal site with a contribution from vessel emissions deriving from the near little harbour. The GAW Regional Observatory at Lamezia Terme (LMT, 38.88° N 16.23° E; 6 m a.s.l.) is located at the Institute of Atmospheric Science and Climate (ISAC) of the National Research Council (CNR) on the west coast of Calabria region, at about 600 m from the coastline. LMT is a coastal site located about 600 m inland from the Tyrrhenian coastline [37]. This area is characterized by anthropogenic pollution emissions related to transportation and agriculture, in particular, Lamezia Terme International Airport (14,699 flights in 2015) and the city of S. Eufemia. The A13 motorway runs around the observatory location clockwise from N to S, and is located 7 km (northward) to 3.5 km (southward) from the observatory [38]. Environmental-Climate Observatory (ECO) is located on the roof of the Lecce unit of ISAC-CNR Institute in Apulia region (40.34° N 18.12° E; 36 m a.s.l.) at about 12 m above the ground level and about 3.5 km SW outside of the town of Lecce. The station could be characterised as urban background because it is not strongly affected by traffic or industrial emissions [39]. The observatory site is influenced by the activities (included traffic) inside the university campus, and by the diffused emissions from Lecce town and the surrounding area.



It is worth noting that the results of this work refer to an intensive measurement campaign in the month of April 2016, as mentioned previously; however, the three stations began operating in 2014 and continue to do so to this day.



The CGR location is affected by the sea-land breeze regime, with prevailing gentle wind breezes (on average 3 ± 1 m/s) from inland (NW–NE) during the night and prevailing winds from the sea (W–SE) (Figure 1b) during daytime [36]. The average temperature ranged, through the daily cycle, between 8.8 °C and 26.6 °C, while relative humidity between 24% and 91% during the investigation period. At the LMT observatory, moderate wind breezes (Figure 1c) from the sea (NW–SW) were mainly observed during daytime, while NE gentle wind breezes from land mainly affected the night-time period [38]. Average wind speed, for the period in consideration, is 4.4 ± 2.6 m/s. Temperature ranged between 6.6 °C and 30.2 °C, while relative humidity showed values ranging between 19.2% and 87.6%. As reported in Reference [40], meteorological conditions in the measurement site of ECO revealed two prevalent wind directions: winds from the sector S–SE were mainly observed during the cold periods; while winds from the sector NW–N sector were mainly observed during the spring and summer. In the period of investigation, both directions were observed with comparable weight (Figure 1d). The wind velocities were relatively low (on average 2 ± 1 m/s) and did not show any significant trend. Temperature ranged between 6.8 °C and 28.4 °C, while relative humidity showed values ranging between 20.7% and 91.0%.




2.2. Instrumental Setup


In the three stations, the radiation scattering (   σ  s c    ) and backscattering (   σ  b s c    ) coefficients were measured using a nephelometer (model 3563, TSI Inc., St. Paul, MN, USA), operating at three wavelengths (450 nm, 550 nm, and 700 nm) with a temporal resolution of 1 min [41]. A pump was used to maintain a flow rate of 200 L/min in the main inlet tube equipped with a PM10 inlet head (50% transmission efficiency at 10 μm aerodynamic diameter) at all sites. The aerosol stream was split isokinetically into several aerosol flows and particles were directed to the instruments. The nephelometer drew from the main inlet splitter at a flow rate of 20 L/min by a blower. The nephelometer had a humidity sensor located near the sample outlet. The outlet humidity sensor was positioned as close as possible to the sample volume to provide an accurate reading of the air sample’s relative humidity. Raw data corresponding to relative humidity greater than 50% were rejected. Scattering coefficients were not corrected for standard temperature and pressure (STP) in this work. A full nephelometer calibration was conducted before the starting of the measurement campaign using CO2 as span gas. Zero calibration was performed once an hour using internally filtered particle free air.



The aerosol absorption (short-wave radiation) coefficient (   σ a   ) was measured with Thermo Scientific™ (Franklin, MA, USA) 5012 Multi-Angle Absorption Photometer (MAAP) at 637 nm, a precision instrument that measures black carbon and aerosol short-wave radiation absorption properties. The MAAP determines aerosol absorption by illuminating a particle-loaded filter and measuring simultaneously the radiation passing through the filter and the back-scattered light at three different angles [42]. Air was sampled through the main inlet system of the nephelometer. The sample flow provided by the internal pump was set to 16.7 L/min. The MAAP performs continuous measurements of equivalent black carbon concentrations at 637 nm wavelength, with a time resolution of 1 min. A mass closure for the black carbon mass concentration measured by MAAP was verified imposing that the BC mass concentration was lower than the 50% of the PM2.5 mass concentration.



In addition, an Optical Particle Counter (OPC Multichannel Monitor, FAI Instruments, Rome, Italy) was used at the three stations to measure the number size distribution of particles in 22 size bins with diameters in the 0.28–10 μm range. The OPCs operated with a 1 L/min flow rate. The instrument was operated at 1 min temporal resolution. The OPCs’ relative humidity of air samples entering the instruments was kept lower than 50% using dilution (1:2) with clean dried air and a smart heater placed in the diluter along the mixing chamber that was automatically operated only when needed. It ensured a proper conditioning of the aerosol and it permitted to minimize the effects of the water vapour. PM10 and PM2.5 mass concentration measurements were performed by b-ray attenuation method using a low volume (2.3 m3/h) FAI SWAM 5a-Dual Channel Monitor. An automatic weather station (Vaisala WXT520, Vantaa, Finland) was used at the three sites to monitor meteorological variables: temperature, relative humidity, wind velocity and direction, pressure, and rain.




2.3. Optical Properties


The total scattering, backscattering, and absorption coefficients data were analysed for the month of April 2016. Raw scattering data were corrected for non-Lambertian and truncation errors using the method described in References [43,44]. According to References [45,46], a scattering error for truncation of about 2–3% was estimated. Non-Lambertian error is the slightly non-cosine-weighted intensity distribution of illumination light provided by the opal glass diffusor of the nephelometer. Truncation error is the geometrical blockage of near-forward-scattered light for angles below 7° [44,47]. The raw data associated with abnormal peaks, calibrations or visits at the station were rejected, as well as the cases when the zero mode was activated. At low particle concentrations or short sampling times, the dominant source of uncertainties is random noise. For 5-min averages applied here, the detection limits (signal to noise ratio of 2) for scattering coefficients were 0.44, 0.17, and 0.26 Mm−1 at 450, 550, and 700 nm, respectively. For backscattering, the detection limits were 0.29, 0.11, and 0.21 Mm−1 at 450, 550, and 700 nm, respectively [41]. Values below these detection limits were excluded, however the percentage of data excluded for this reason was very low (0.03%). Based on    σ  s c     and    σ  b s c     coefficients, three intensive (independent of the amount of particles and dimensionless) properties were calculated: the hemispheric backscattering fraction (   b λ   ), SAE, and SSA. Using Equation (1),    b λ    was calculated at the wavelength of λ1 = 450 nm, λ2 = 550 nm, and λ3 = 700 nm for the whole period:


   b λ  =    σ  b s c , λ      σ  s c , λ     ,  



(1)







In particular,    b λ    is weakly dependent on concentration and it could be very useful for describing the aerosol-scattered radiation reaching the ground and it is very useful in radiative transfer models [48]. SAE was calculated for each pairs of wavelengths: SAE450,700, SAE550,700, and SAE450,550 by using the Equation (2) from corrected nephelometer scattering data.


    SAE    λ 1  ,  λ 2    = −   log  (    σ s c , λ 1   σ s c , λ 2    )    log  (    λ 1   λ 2    )    ,  



(2)







Small values of SAE (SAE450,700 < 0.5) suggest a predominance of coarse particles, such as sea salt or dust, while SAE450,700 > 1.5 indicates a predominance of small particles such as secondary sulphates, nitrate aerosols and biomass burning particles [49]. For instance, [50] reported that the effect of large sea-salt particles led to decrease of SAE. However, this interpretation could be ambiguous if different type of aerosol or a mixture of fine and coarse mode is present in the sampled air [51,52]. In this work SAE450,700 will be used.



Single Scattering Albedo is the ratio between the radiation scattering and the radiation scattering and absorption processes [53]. It was calculated at 637 nm from


  SSA =    σ  s c , 637      σ  a , 637   +  σ  s c , 637     ,  



(3)




where    σ  a , 637     is the absorption coefficient at 637 nm from MAAP measurements according to Equation (4).


   σ  a , 637   = B C × M A C ,  



(4)




where BC is the black carbon mass (μg/m3) measured by MAAP and MAC = 6.6 m2/g is the mass absorption coefficient.



Theoretically, the asymmetry parameter ranges from −1 for entirely backscattered light to 1 for entirely forward-scattered light [48]. In particular, g is equal to zero for symmetric (e.g., Rayleigh) scattering light. It is higher for large particles (e.g., marine/dust aerosol) when compared to fine particles (e.g., anthropic/urban aerosol) in most of the shortwave region [54,55]. An approximate relationship by Reference [56] is adopted in this manuscript (Equation (5)) to calculate g using    b λ   .


  g = − 7.143889 ∗   b λ  3  + 7.464439 ∗   b λ  2  − 3.96356 ∗  b λ  + 0.9893 ,  



(5)







The asymmetry parameter is one of the optical properties required to estimate aerosol forcing of climate. In fact, for most radiative transfer calculations, such as atmospheric correction in remote sensing, it is an essential parameter [57]. In this work g at λ = 550 will be discussed.




2.4. Back Trajectories


A back-trajectories analysis has been performed using Hybrid Single Particle Lagrangian Integrated Trajectory (HYSPLIT) model version 4.0 [58,59] to determine the local and long-range sources of air mass and dust tracks. The model is run interactively through the website (http://ready.arl.noaa.gov/hypub-bin/trajtype.pl?runtype=archive) of NOAA (National Oceanic and Atmospheric Administration, USA) ARL (Air Resources Laboratory) by using the Global NOAA-NCEP (National Centers for Environmental Predictions, USA)/NCAR (National Center for Atmospheric Research, USA) Reanalysis meteorological data (0.5 degree grid). The HYSPLIT parameters were set on a day-by-day basis, at starting heights of 500 m, 1500 m, and 3000 m a.s.l for the three measurement sites. In particular, the 500 m level can be considered a maximum height for a boundary layer inside which the great part of the aerosol particles are present. A second level (1500 m), was chosen in the transition zone between the boundary layer and the free troposphere with the presence of dust layers. A third height was chosen at 3000 m in the free troposphere.





3. Results


3.1. PM10 and PM2.5 Measurement


The CGR had an average concentration for PM10 during the measurement campaign of 23.7 ± 9.5 μg/m3. At LMT and ECO a PM10 concentration of 13.9 ± 7.7 μg/m3 and 23.6 ± 9.2 μg/m3 were measured, respectively. The average concentration of PM10 and its standard deviation for CGR and ECO were very similar, even if the correlation was very low (Pearson coefficient −0.064). PM10 concentration at LMT was lower than the other sites. The PM2.5 average concentrations were 10.0 ± 4.2 μg/m3, 7.3 ± 4.8 μg/m3, 12.5 ± 5.0 μg/m3, respectively for CGR, LMT, and ECO observatory.



In Figure 2, a time series of PM10 and PM2.5 concentrations are shown for the measurement period at three investigation sites. At CGR on 7th, 13th, and 18th April (Figure 2a), PM10 concentrations were greater than 40 μg/m3. At the LMT station on 13th April a PM10 concentration very high was registered (Figure 2b). At the ECO station, three days registered with high PM10 concentrations (greater than 40 μg/m3): 8th, 14th, and 19th April (Figure 2c).




3.2. Aerosol Size Distribution


Size distribution measured with the OPC was divided into two groups based on particle diameter (Dp): fine mode (0.28 < Dp < 1.1 μm) and coarse mode (1.6 < Dp < 10 μm). In order to obtain clear information about the predominance of fine or coarse mode in specific periods, the relative coarse/fine ratio (%) was also used in this work. In the CGR observatory (Figure 3a), the average fine mode number concentration was 29.2 ± 20.8 particles (#) cm−3, while coarse particle number concentration was 1.6 ± 0.8 # cm−3 with a mean relative ratio 5.5%. This ratio is representative of a rural environment with sporadic intrusion of anthropic pollution [37]. At the LMT site (Figure 3b), the mean fine and coarse mode number concentration were, respectively, 7.3 ± 4.8 # cm−3 and 0.5 ± 0.4 # cm−3 with an average relative ratio of 7.2%. At the LMT site, the average relative ratio was greater with respect to CGR. As matter of fact, the CGR site should be considered the anthropic contribution to air pollution due to vessel emission (in the fine mode) from the nearby harbour. In the ECO area, the results (Figure 3c) showed an average relative ratio of 2.1% with a mean concentration for fine mode of 56.3 ± 50.1 # cm−3 and for coarse mode of 1.2 ± 0.9 # cm−3.



Diurnal variations in fine and coarse mode concentration were calculated and they are shown in Figure 3 (right panels) for the whole measurement period. Results showed a different behaviour for the three sites, as expected. In CGR (Figure 3b), results showed a particle concentration peak in the early hours of night (between 01:00 and 04:00) and a smoother evening peak (between 19:00 and 23:00) for fine particles (with a maximum of 36.9 # cm−3). On the other hand, coarse mode increases from the morning until 15:00 with a peak in concentration of 1.82 # cm−3, with a second peak at 21:00 (max 1.38 # cm−3). This behaviour could be related to the typical contribution of anthropic/marine sources in the measurement site controlled by the land/sea breeze. Also at the LMT observatory (Figure 3d), results showed a decrease in the morning, from about 6:00 until 17:00 (min 5.36 # cm−3), and a very evident peak (until 10.2 # cm−3) in the evening (about 20:00) for fine mode; once again this behaviour could be associated with the land/breeze cycle in the coastline. At LMT, coarse mode daily pattern showed a peak in the morning from 7:00 to 9:00 and a second maximum at 21:00 (0.60 # cm−3). At ECO station (Figure 3f), results show a particle concentration peak early in the morning (between 06:00 and 08:00) and an evening broad peak (between 18:00 and 21:00) visible, essentially, on fine mode particles. This behaviour could be related to the typical contribution of road traffic (rush hours) around the measurement site [60]. In the evening, coarse mode also shows a peak (from 18:00 to 21:00); this is due probably to traffic activity and in general to activities in urban areas. It is not excluded as it is a contribution of domestic heating in rural areas starting late in the afternoon during the spring season.




3.3. Aerosol Optical Properties


Statistical analyses of aerosol optical properties over the whole measurement period are presented in Table 1, Table 2 and Table 3 for CGR, LMT, and ECO observatory, respectively. In LMT observatory the nephelometer was working correctly all the month except from 5th to 10th April, when it worked occasionally due to technical issues. In the ECO observatory, the nephelometer dataset is complete until 20th April, because the instrument was inactive in the following remaining period.



The observed values for scattering coefficients in the three measurement sites were in good agreement with other authors: in Reference [61] for the same month (April 2002 and 2008) the hourly mean of about 33.8 ± 26.5 Mm−1 and 34.7 ± 27.1 Mm−1, was observed, respectively in Evora (Portugal). In the warm season, in the site of Finokalia in Crete (Greece), a mean value for scattering coefficients of 44.2 ± 17.5 Mm−1 was found [48]. In Lecce (Italy), in a suburban area (not very distant from ECO site), scattering coefficients (at 450 nm) of 100 ± 50 Mm−1 were observed on a yearly average [62].



In Figure 4, time series (hourly mean) are shown for SAE, SSA, and g throughout the entire campaign at CGR, LMT, and ECO, respectively. SAE mean value for the period was (1.28 ± 0.51) at ECO station and 1.49 ± 0.54 at LMT. At CGR, SAE was lower than the other two stations, with a value of 0.92 ± 0.38, indicating clearly that ECO and LMT sites were more influenced by anthropic emissions. The lowest mean SSA value (0.77 ± 0.09) was found at ECO observatory and it can be related to the increased contribution of absorbing particles from local anthropogenic activities (domestic heating based on fuel oil combustion and vehicular/industrial emissions) typical for this suburban station [63]. At the CGR station g hourly values ranged from 0.44 to 0.67, at LMT it ranged from 0.37 to 0.71, and at ECO station from 0.51 to 0.76. In these three sites, a different diurnal variation in all coefficients was observed, as shown in Figure 4. In CGR and LMT, both coastal sites, diurnal pattern (Figure 4b,d) of the scattering data may be the result of the effect of sea-land breeze circulation. In the period from 6:00 to 16:00, a transport of greater sea salt particles was observed, with a corresponding decrease of SAE and a corresponding increase of SSA. While, at the ECO station, a typical urban daily variation was observed, with a bell shape beginning at about 6:00 and decreasing at about 19:00. This particular shape was probably due to urban traffic emission and in general anthropic activities in the surroundings of the site. In the measurement period at all three observatories, g showed a diurnal variation counter-correlated with SAE, and in particular, a decrease with the intrusion of fine particles (pollution aerosols) in the sites.





4. Discussion


4.1. Desert Dust Event


A case study of a Saharan dust event, with a long-range transport from Northern Africa, is analysed in this section. The event lasted from 12th April (12:00 UTC) to the early afternoon (15:00 UTC) of 14th April 2016. During this Saharan event, a low ratio PM2.5/PM10 was observed, with a predominant presence of coarse particles (in the fraction PM10). Over these days, a maximum PM10 concentration of 41 μg/m3 (ratio 0.37), 46.1 μg/m3 (ratio 0.58), and 44.8 μg/m3 (ratio 0.34) was observed, respectively, in CGR, LMT, and ECO stations (Figure 2). A synoptic analysis was conducted to study the meteorological conditions during this dust event (not shown here). At 12:00 UTC on 12th April an intense ridge was well evident over the central Mediterranean. This structure separated two depression areas over Western Europe and Turkey respectively; the former minimum was accompanied by high altitude cooler air. Because of this configuration, intense southwesterly currents from Africa affected Central and Southern Italy. This synoptic configuration remained fairly stationary over the following hours, with a gradual movement of the bridge towards the southeastern area of the Mediterranean. After 36 h, the central Mediterranean was characterized by a wide depression, resulting in the shifting and unification of the two lows. At the surface, there were two local predominant baric structures that determined the wind conditions for the case study: a low-pressure over northwest Africa and a high-pressure over Libya. The synergistic action of these baric structures determined the presence of intense southern currents (>10 m/s) from North Africa to Southern Italy. In the subsequent hours, there was a gradual decrease in sea level pressure on Southern Italy, with the consequent weakening of the winds coming from North Africa.



An extensive number of studies [64,65,66] described the way in which desert dust from North Africa is transported over the Mediterranean. Spring months were, generally, characterized by the formation of the so-called Sahara cyclones along North Africa from its western to eastern boundaries. In order to examine about the origin of aerosol particles, the HYSPLIT model was used to calculate back-trajectories for the period in investigation. From the study of back-trajectories, air masses can be observed arriving at 500 m height over CGR observatory on late 12th April (Figure 5a), and then approaching LMT station on 13th April in the morning (Figure 5b). After a few hours, the same air masses crossed over ECO on 14th April, between 6:00 and 12:00 (Figure 5c). Aerosol dust load maps and dry dust deposition simulated with the Dust Regional Atmospheric Model (DREAM) at Barcelona Supercomputing Center (BSC) were also used (Figure 5d–f) to analyse the Sahara event described.



At the measurement sites (surface level), the fast passage of the air masses was due to the strong meridional flows with maximum wind velocity of 6.1 m/s (13th April) and a westerly wind velocity at 8.1 m/s (14th April) in LMT and CGR, respectively. At the ECO observatory, wind velocity ranged from 6 m/s to 8 m/s. From surface size distribution measurements, strong peaks of dust activity in the three observatories appeared during the events with the coarse to fine ratio maximum values of 20.3%, 18.3%, 18.9% at CGR, LMT, and ECO, respectively (Figure 6—left panels). Figure 6 shows the time series of SAE, SSA, and g for the period 12th–14th April 2016 at the three observatories. As can be observed, SAE had very low values during the period 13th–14th April, evidencing a predominance of coarse particles. It measured 0.69 ± 0.34, 0.58 ± 0.33, and 0.75 ± 0.28, respectively at CGR, LMT, and ECO observatories. During this period, σsc (450 nm), σsc (550 nm), and σsc (700 nm) parameters (not shown in figure) increased for each station in respect to monthly mean reported in Table 1; in particular σsc (450 nm) increased considerably reaching values up to 288.1 Mm−1 at LMT, 97.2 Mm−1 at CGR, and 74.7 Mm−1 at ECO station. Relatively higher values of the SSA and g were measured, at the time as the Sahara dust event at the three observatories, as shown in Figure 6b,d,f. In particular SSA measured 0.92 ± 0.04, 0.91 ± 0.04, and 0.81 ± 0.08 at CGR, LMT, and ECO, respectively. They were consistent with other values cited in the literature for desert dust [50,67,68,69]. Regarding asymmetric parameters during the dust event, it increased reaching values up to 0.62, 0.61, and 0.69 at the CGR, LMT, and ECO sites, respectively. These values are very close to that found by References [70,71] on the island of Lampedusa in the Central Mediterranean.




4.2. Marine Contribution


Selecting data according to wind direction from the sea side (sector 110°–330° for CGR and 210°–330° for LMT), marine aerosol has been analysed. In this process, also, the high velocity (>4 m/s) wind values were taken in consideration for the data selection. In the two coastal stations an intrusion of sea salt can be argued [72]. In the case of the ECO measurements, which is farther from the coastline, the direct influence of sea salt is probably lower and the air masses that reach the site are affected by urban pollution, and more in general, anthropic pollution. Thus the ECO observatory was excluded from the analysis of marine aerosol contributions. Mean asymmetry parameter at the LMT station was 0.50 ± 0.10, reaching its maximum (0.64) in correspondence of the well-developed sea breeze in the central hour of the day. SAE was on average 0.99 ± 0.49, whereas the SSA mean value was 0.90 ± 0.09 [47]. A similar behaviour can be found at CGR (Figure 7a) with g in the range between 0.50 and 0.67 [70]. SAE was 0.82 ± 0.40, while SSA measured 0.93 ± 0.04 for data selected according to marine contribution. At the LMT site, the relative ratio coarse/fine approached a maximum value of 15.6% in the central part of day. This behaviour put in evidence how the relative ratio was influenced by the breeze regime: in the central hour of the day, the coarse fraction increases constantly. At the end of the day when the land breeze starts, the fine fraction increases and the relative ratio showed minimum values (2.5%). A similar behaviour was found at CGR where the mean relative ratio was 7.2 ± 3.5%.




4.3. Anthropic Contribution


Selecting data according to a wind direction from the land side (sector from 330°–110° at CGR and from 330 to 210° at LMT), anthropic/urban aerosol was analysed. At the ECO station, all data coming from the wind sector in N–NW and S–SE was considered. For anthropic contribution no wind velocity selection was operated. For the LMT site, the effects of regional sources on the aerosol optical and chemical properties were highlighted with easterly winds, characterized by land breeze system. In particular, when wind blows from sectors between 30° and 90° the main contribution was due to anthropic pollutants from urban city emissions. While wind directions in the sectors between 120°–180° were associated with pollutant emissions from agriculture activities. Asymmetry parameter mean values were 0.52 ± 0.05, while SAE was 1.62 ± 0.49. SSA coefficient ranged from 0.67 to 0.96, as shown in Figure 8d, according for example to what was reported by Reference [73] for an urban site in Southern Spain. Relative ratio coarse to fine decreased until 1.13% with an increase of the fine fraction at the central hours of the day. At the CGR station, SAE was 1.06 ± 0.33, while g ranged from 0.48 to 0.64. SSA was greater than 0.62 for whole measurement period with an average value of 0.90 ± 0.04 (Figure 8b).



In early morning, an increase of the fine fraction was evident with a relative ratio decreasing until 0.54%. These values are typical of a principal contribution by anthropic polluted air masses due to long-range transport from continental region and/or short-range transport from local urban areas. At the ECO observatory, the most polluted air transport was associated with N–NW and S–SE wind directions, and the highest values of SAE (up to 2.25) were due to the prevailing contribution of the fine mode particles. In addition, SSA reached the lowest value down to 0.50, and this supports the last comment. An asymmetry parameter from 0.61 to 0.72 for continental air masses coming from Europe is reported in [71]. Relative ratio coarse to fine mode put in evidence the different situation in respect to the other stations, with the lowest values of the ratio (2.84 ± 3.11%).





5. Conclusions


In this work, observations of several properties of atmospheric aerosols at three observatories in Southern Italy are presented. In particular, the scattering and backscattering coefficients, SAE, SSA, and asymmetry parameters were measured during an intensive campaign in the month of April 2016. The SAE mean value for the period was (1.28 ± 0.51) at the ECO station and 1.49 ± 0.54 at LMT. At CGR, the SAE was lower than the other two stations, with a value of 0.92 ± 0.38, indicating clearly that ECO and LMT sites are more influenced by anthropic emissions. The lowest mean SSA value (0.77 ± 0.09) was found at the ECO observatory, and it can be related to the increased contribution of absorbing particles from local anthropogenic activities. In the measurement period, one event of long-range transport of Saharan dust from Northern Africa was observed at all observatories. The duration of this event can be estimated to be about three days long (12th–14th April). During the Saharan dust transport event, a minimum value of SAE was observed at the CGR site (0.69 ± 0.34) with a predominance of coarse particles. Relatively higher values of the SSA and asymmetric parameter were measured at the same time. In particular, the SSA measured up to 0.92 ± 0.04 at the CGR. The asymmetric parameter during the dust event increased reaching values up to 0.69 at the ECO observatory. Selecting data according to wind direction from sea side and great wind velocity, marine aerosol contribution was analysed at CGR and LMT. Maximum asymmetry parameter (0.64) was reached at LMT station in correspondence of the well-developed sea breeze in the central hour of the day. At the same time, ever at the LMT station, the greater value for SAE was measured (0.99 ± 0.49), whereas the SSA mean value was very similar at two sites (between 0.90 and 0.93). Selecting data according to a wind direction from the land side, anthropic/urban aerosol was analysed. At the ECO observatory, the highest values of SAE (up to 2.25) were observed, due to the prevailing contribution of the fine mode particles. In addition, SSA reached the lowest value down to 0.50 and this supports the last comment.



In order to obtain a characteristic value for aerosol optical properties studied in this work, different kinds of particles (i.e., dust, marine, and anthropic) have been identified and studied in an aggregate way for the three observatories, collecting together relative data. From this analysis, SAE average values were 0.70, 0.84, and 1.22, increasing from dust particles to marine and anthropic aerosol (Figure 9a). While the SSA minimum value was 0.86 for anthropic particles, it increased for dust (0.88) and marine (0.93) aerosol (Figure 9b). The asymmetry parameter had a limited variability for three types of aerosol from 0.62 to 0.58, with a standard deviation of 0.05, as shown in Figure 9c.
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Figure 1. Geographical location of the three GAW regional observatories in Southern Italy (red points). Wind rose for the measurement period at CGR, LMT, and ECO observatories are shown. 
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Figure 2. PM10, PM2.5 concentrations at (a) CGR, (b) LMT and (c) ECO observatory, respectively. 
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Figure 3. Aerosol size distribution for the (a) CGR, (c) LMT, and (e) ECO stations, respectively (left panels). Diurnal variation (right panels) for fine and coarse particles during the measurement period for (b) CGR, (d) LMT, and (f) ECO stations in local time (UTC + 1). Error bars represent standard error (standard deviation of the mean). 
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Figure 4. Time series (local time: UTC+1) of hourly average values of SAE, SSA, and asymmetry parameter at three observatories. (a) CGR, (c) LMT, and (e) ECO, respectively. Diurnal variation (local time: UTC+1) for SAE, SSA, and g during the whole measurement campaign at (b) CGR, (d) LMT, and (f) ECO. Error bars represent the standard error (standard deviation of the mean). 
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Figure 5. HYSPLIT model results of the Sahara dust event for (a) CGR, (b) LMT, and (c) ECO stations, respectively. Aerosol dust load map on the Mediterranean area for (d) 12th, (e) 13th and (f) 14th April. 
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Figure 6. Time evolution of fine and coarse mode (aerosol size distribution) for the period 12th–14th April for (a) CGR, (c) LMT, and (e) ECO observatories, respectively, during the Saharan dust event. Time evolution of SAE, SSA, and g for the dust event at (b) CGR, (d) LMT and (f) ECO observatories, respectively. 
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Figure 7. A time example for SAE, SSA, and g for a marine episode at (a) CGR, (c) LMT observatories (left side), respectively. Box and whiskers plots for SAE, SSA, and g for marine contribution selection at (b) CGR and (d) LMT. Horizontal black lines are the median value. Boxes represent the 25th and 75th percentile. Whiskers are min and max values. In green (diamond) are the average values for the three measured parameters. 






Figure 7. A time example for SAE, SSA, and g for a marine episode at (a) CGR, (c) LMT observatories (left side), respectively. Box and whiskers plots for SAE, SSA, and g for marine contribution selection at (b) CGR and (d) LMT. Horizontal black lines are the median value. Boxes represent the 25th and 75th percentile. Whiskers are min and max values. In green (diamond) are the average values for the three measured parameters.



[image: Atmosphere 09 00369 g007]







[image: Atmosphere 09 00369 g008 550] 





Figure 8. A time example for SAE, SSA, and g for an anthropic episodes at (a) CGR, (c) LMT, and (e) ECO observatory, respectively. Box and whiskers plots for SAE, SSA, and g for anthropic contribution selection at (b) CGR, (d) LMT and (f) ECO observatory, respectively. Horizontal black lines are the median value. Boxes represent the 25th and 75th percentiles. Whiskers are min and max values. In green (diamond) are the average values for the three measured parameters. 
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Figure 9. Box and whiskers plots for (a) SAE, (b) SSA, and (c) asymmetry parameter for the three aerosol types studied in this work in an aggregated way. Horizontal black lines are the median value. Boxes represent the 25th and 75th percentile. Whiskers are min and max values. In green (diamond) are the average values for the three measured parameters. 
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Table 1. Statistical properties (from 5 min average) of the measured and calculated optical properties over the whole period analysed for the CGR observatory.
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Parameter

	
λ (nm)

	
Mean

	
St. Dev.

	
Median

	
Min

	
Max

	
Percentiles




	
10

	
90






	
CGR

	
σsc (Mm−1)

	

	

	

	

	

	

	

	




	

	
450

	
36.35

	
14.92

	
35.23

	
7.47

	
100.60

	
18.39

	
55.11




	

	
550

	
29.91

	
12.39

	
28.85

	
5.67

	
82.47

	
14.71

	
45.51




	

	
700

	
24.40

	
10.61

	
22.68

	
3.98

	
68.70

	
12.02

	
37.88




	
σbsc (Mm−1)

	

	

	

	

	

	

	

	




	

	
450

	
4.48

	
1.71

	
4.42

	
1.04

	
14.22

	
2.43

	
6.67




	

	
550

	
3.85

	
1.50

	
3.81

	
0.92

	
11.12

	
2.07

	
5.76




	

	
700

	
3.38

	
1.35

	
3.30

	
0.66

	
10.20

	
1.77

	
5.07




	
SAE

	

	

	

	

	

	

	

	




	

	
450–700

	
0.92

	
0.38

	
0.93

	
0.15

	
2.03

	
0.39

	
1.42




	

	
550–700

	
0.86

	
0.38

	
0.83

	
0.16

	
2.05

	
0.39

	
1.39




	

	
450–550

	
0.98

	
0.40

	
1.04

	
0.10

	
2.01

	
0.38

	
1.48




	
b

	

	

	

	

	

	

	

	




	

	
450

	
0.13

	
0.01

	
0.12

	
0.10

	
0.18

	
0.11

	
0.14




	

	
550

	
0.13

	
0.01

	
0.13

	
0.10

	
0.20

	
0.11

	
0.15




	

	
700

	
0.14

	
0.02

	
0.14

	
0.10

	
0.22

	
0.12

	
0.16




	
g

	

	

	

	

	

	

	

	




	

	
450

	
0.60

	
0.03

	
0.60

	
0.47

	
0.66

	
0.56

	
0.63




	

	
550

	
0.58

	
0.03

	
0.58

	
0.44

	
0.67

	
0.54

	
0.62




	

	
700

	
0.56

	
0.04

	
0.56

	
0.41

	
0.66

	
0.51

	
0.61




	
SSA

	
637

	
0.92

	
0.05

	
0.93

	
0.54

	
1.00

	
0.87

	
0.97
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Table 2. Statistical properties (from 5 min average) of the measured and calculated optical properties over the whole period analysed for the LMT observatory.
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Parameter

	
λ (nm)

	
Mean

	
St. Dev.

	
Median

	
Min

	
Max

	
Percentiles




	
10

	
90






	
LMT

	
σsc (Mm−1)

	

	

	

	

	

	

	

	




	

	
450

	
50.01

	
24.70

	
48.72

	
13.05

	
288.13

	
18.99

	
76.50




	

	
550

	
37.57

	
20.50

	
35.43

	
9.04

	
218.58

	
14.10

	
55.76




	

	
700

	
27.11

	
16.94

	
23.97

	
5.62

	
148.57

	
10.41

	
42.82




	
σbsc (Mm−1)

	

	

	

	

	

	

	

	




	

	
450

	
5.44

	
2.41

	
5.12

	
1.88

	
28.80

	
2.71

	
8.14




	

	
550

	
4.47

	
2.00

	
4.12

	
1.74

	
23.26

	
2.20

	
6.82




	

	
700

	
3.75

	
1.72

	
3.57

	
0.48

	
17.62

	
1.87

	
5.52




	
SAE

	

	

	

	

	

	

	

	




	

	
450–700

	
1.49

	
0.54

	
1.54

	
0.19

	
2.78

	
0.63

	
2.10




	

	
550–700

	
1.47

	
0.59

	
1.49

	
0.16

	
2.67

	
0.62

	
2.16




	

	
450–550

	
1.51

	
0.50

	
1.64

	
0.01

	
2.92

	
0.70

	
2.01




	
b

	

	

	

	

	

	

	

	




	

	
450

	
0.11

	
0.02

	
0.11

	
0.08

	
0.27

	
0.09

	
0.14




	

	
550

	
0.13

	
0.03

	
0.12

	
0.08

	
0.24

	
0.10

	
0.16




	

	
700

	
0.15

	
0.03

	
0.15

	
0.04

	
0.34

	
0.11

	
0.19




	
g

	

	

	

	

	

	

	

	




	

	
450

	
0.63

	
0.05

	
0.64

	
0.33

	
0.73

	
0.56

	
0.68




	

	
550

	
0.59

	
0.06

	
0.60

	
0.37

	
0.71

	
0.51

	
0.66




	

	
700

	
0.54

	
0.07

	
0.55

	
0.23

	
0.83

	
0.45

	
0.62




	
SSA

	
637

	
0.88

	
0.07

	
0.89

	
0.22

	
0.99

	
0.82

	
0.96
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Table 3. Statistical properties (from 5 min average) of the measured and calculated optical properties over the whole period analysed for the ECO observatory.






Table 3. Statistical properties (from 5 min average) of the measured and calculated optical properties over the whole period analysed for the ECO observatory.





	

	
Parameter

	
λ (nm)

	
Mean

	
St. Dev.

	
Median

	
Min

	
Max

	
Percentiles




	
10

	
90






	
ECO

	
σsc (Mm−1)

	

	

	

	

	

	

	

	




	

	
450

	
24.14

	
15.61

	
20.51

	
3.33

	
265.51

	
10.69

	
40.83




	

	
550

	
18.00

	
11.09

	
15.49

	
2.52

	
177.31

	
8.15

	
30.64




	

	
700

	
13.72

	
8.18

	
12.18

	
1.85

	
106.93

	
5.99

	
23.28




	
σbsc (Mm−1)

	

	

	

	

	

	

	

	




	

	
450

	
2.37

	
1.55

	
2.03

	
0.29

	
26.84

	
1.03

	
4.13




	

	
550

	
1.84

	
1.16

	
1.59

	
0.16

	
19.58

	
0.79

	
3.10




	

	
700

	
1.51

	
0.88

	
1.37

	
0.22

	
13.67

	
0.64

	
2.52




	
SAE

	

	

	

	

	

	

	

	




	

	
450–700

	
1.28

	
0.51

	
1.29

	
0.18

	
2.41

	
0.58

	
1.99




	

	
550–700

	
1.14

	
0.58

	
1.07

	
0.02

	
2.56

	
0.41

	
1.96




	

	
450–550

	
1.45

	
0.48

	
1.49

	
0.04

	
2.85

	
0.75

	
2.05




	
b

	

	

	

	

	

	

	

	




	

	
450

	
0.10

	
0.01

	
0.10

	
0.03

	
0.20

	
0.08

	
0.12




	

	
550

	
0.10

	
0.01

	
0.10

	
0.07

	
0.16

	
0.09

	
0.12




	

	
700

	
0.11

	
0.02

	
0.11

	
0.06

	
0.25

	
0.09

	
0.14




	
g

	

	

	

	

	

	

	

	




	

	
450

	
0.66

	
0.04

	
0.66

	
0.44

	
0.87

	
0.62

	
0.71




	

	
550

	
0.65

	
0.03

	
0.65

	
0.51

	
0.76

	
0.61

	
0.70




	

	
700

	
0.63

	
0.06

	
0.63

	
0.35

	
0.78

	
0.56

	
0.70




	
SSA

	
637

	
0.77

	
0.09

	
0.78

	
0.43

	
0.95

	
0.66

	
0.88
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