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Abstract - An exploratory investigation was conducted on the effects of application of ozone on the removal 
of organic and inorganic contaminants and the reduction of settleable solids in urban lake sediments. 
Homogenized sediment samples were treated in a batch reactor with an external recirculation loop and ozone 
feed from a Venturi injector. The ozone generating system was fed with ambient air with small footprint and 
operational simplicity. Ozone mass application (g/h) and contact time (min) were varied over wide ranges 
during testing. The effects of the ozone mass applied per unit time and the contact time on contaminant 
removal efficiencies were analyzed and a trade-off between the costs of ozonation and of solids treatment and 
disposal was proposed. The minimum ozone mass application required for total contaminant removal 
apparently depended on the type of organic contaminant present. An apparent influence of inorganic 
contaminant speciation on the removal efficiency was found and discussed.  
Keywords: Urban lake sediment; Ozone application; Removal of organic contaminants and heavy metals; 
Settleable solids reduction. 

 
 
 

INTRODUCTION 
 
Overview 
 

Urban lakes usually receive pollutants from both 
point and non-point sources. Lake sediments represent 
the accumulation of organic loads from natural and 
anthropogenic sources and of metal complexes in the 
aquatic environment (McDonald et al., 1999). The 
degree of mobility of sediments can influence 
pollution control in lakes. Sumpter (2005) and Sedlak 
and Pinkston (2011) covered all uncertainties related to 
the presence and the dangerous effects of organics on 
aquatic ecosystems. Regarding inorganic compounds, 
Cotta et al. (2006) stated that the presence of heavy 
metals in aquatic systems is of great concern since they 
are not degradable, are toxic and are persistent. 

Furthermore, sediments that contain metals are not 
only a “reservoir” where chemical species are 
deposited but also an active compartment with a 
fundamental role in the redistribution of metal 
species to the aquatic biota. Thus, the presence of 
metals in sediments is a serious threat to the aquatic 
environment. Loizeau et al. (2004) evaluated the 
impact of a sewage treatment plant effluent on 
sediment quality in a small bay in Lake Geneva and 
concluded that the quantity of heavy metals deposited 
in the bay was considerable and, because of sediment 
instability, was a potential hazard for the biota. 

According to Hunt (1998), “there is a real need to 
assess the level of metal contamination in sediments, 
in order to develop sediment quality criteria. Further, 
within sediments the total metal concentration does 
not help predict what is bio-available”.  
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Ozone Application and Environmental Benefits 
 

Ozonation is an attractive alternative treatment 
process for removal of chemical and biological 
pollutants. Ozone can readily oxidize contaminants in 
the solid, liquid and gas phases; furthermore, ozone 
generates free radicals and decomposes at the same 
time, generating oxygen (Langlais et al., 1991; Beltran, 
2004). Ozone alone has been shown by several studies 
to be effective in the treatment of slurries, sediments 
and sludges (Imaoka and Osumi, 1997; Cassidy et al., 
2002; Zeng et al., 2000 and 2002; Hong et al., 2008). 
The importance of the removal of trace organics from 
aquatic environments was emphasized by Sumpter and 
Johnson (2005), who stated that natural degradation of 
synthetic organics in aquatic environments can 
generate degradation products that are potentially 
harmful. One of the most important groups of organic 
pollutants is the Polycyclic Aromatic Hydrocarbons 
(PAHs), which are hydrophobic, persistent and toxic in 
the environment, mostly through accumulation in 
sediments and the fatty tissue of fish. Their 
hydrophobic character leads to rapid association with 
particulate matter and partitioning to either sediments 
or tissue. Imaoka and Osumi (1997) treated marine 
sediments of a cove in Japan in an ozonation column 
and found that total organic carbon, nitrogen and 
sulphur concentrations in the sediments decreased upon 
ozonation; however, they increased in the treated 
supernatant. Zeng et al. (2000, 2002) found that 
ozonation for 2 hours removed 50 to 100% of various 
PAHs in the solid and liquid phases of the sediments. 
Cassidy et al. (2002) applied ozone oxidation followed 
by biodegradation to treat Poly-Chlorinated Biphenyls 
(PCBs) and PAHs in sediments. The oxidation products 
were more soluble and biodegradable than the parent 
compounds and PAH ring cleavage was observed.  

Carrére et al. (2005) noted that low ozone doses 
(up to 1.5 mg O3/L) efficiently removed the PAHs 
naturally present in sewage sludge and that higher 
ozone doses were consumed mainly to solubilize and 
mineralize the tested sludge. Hong et al. (2008) 
treated sediment samples with ozone introduced into 
the headspace of a small reactor that incorporated 
rapid, successive cycles of pressurization (690 kPa) 
and depressurization. They claimed that this 
technique enabled more effective treatment than 
conventional ozonation. Standard ozonation reached 
40 to 60% removal of PAHs from river sediments in 
one hour of contact time, whereas the pressure-
assisted technique removed 96% in one hour of 
contact time. The treatment costs were reported to be 
attractive; however, they are site-specific. 
Enhancement of the ozone treatment by the pressure-

depressurize cycles was attributed to soil aggregate 
fracturing by the pressure cycles, which exposed the 
contaminants. However, they stated that their 
technique seemed to be suited for ex situ treatment of 
excavated soil or dredged sediment on land, not for 
lake sediments. Ozonation was also reported to be a 
possible technology to reduce the amount of 
biological sludge by reacting with solid particles and 
increasing the biodegradability (Ahn et al., 2002; 
Deleris et al., 2002). Thus, sludge handling costs 
could decrease significantly. Park et al. (2003) 
observed that sludge ozonation led to significant 
improvements in sludge settleability and 
dewaterability, thus improving treatment efficacy 
and associated costs. Beltran (2004) covered the 
effects of ozonation on sludge production and 
settling and observed an improvement in the 
sedimentation rate for preozonated samples. 
 
Study Area Characterization 
 

The tested sediment samples were collected from 
Lake 1 in Ibirapuera Park, a 1.0 km2 green area for 
sports and recreation in the southern region of the city 
of São Paulo, Brazil. Lake 1 receives a point source 
pollution load (mainly domestic sewage) from small 
creeks and also receives treated effluent from a small 
flotation-based sewage treatment plant located at the 
confluence of Sapateiro creek and Lake 1. Regarding 
non-point pollution sources, according to the State 
Water Authority SABESP (2001), rainfalls bring down 
particles and chemicals from the atmosphere and also 
wash the land surrounding the lakes, carrying solids, 
dust, oil residues, etc. into the Park´s lakes.  

Organic sediments have been accumulating for 
many years at the bottom of the lake as a rather thin 
and mobile layer. Sediments travel from the channel-
shaped Lake 1 to the round-shaped Lake 2. Indeed the 
shape of Lake 1 indicates a high potential for sediment 
mobility, which is favored by its small average depth. 
Bathymetric data from Lakes 1 and 2 (SABESP, 2007) 
indicated average thicknesses of about 0.15 m close to 
the lakes´ margins and about 0.30 m in the central, 
deepest (about 10 m deep) portion of Lake 2. Another 
report (SABESP, 2001) informed that Lakes 1 and 2 
have surface areas of approximately 14,000 and 
50,000 m2, respectively, and average depths of 1.5 and 
4.2 m, respectively, and that the average hydraulic 
residence time in Lake 1 is about 0.8 days.  
 
Relevance of This Work 
 

The available technical literature on sediment 
treatment to remove PAHs covers inland soil 
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remediation by ozone and ozonation of marine 
sediments and slurries. Additionally, the ozone 
application equipments utilized for soils and marine 
sediments had a degree of sophistication (see later 
in this article) and, in some cases, they could not 
handle large amounts of sediments and/or be 
utilized in situ. Also found was a work that assesses 
contamination of sediments from alpine 
(oligotrophic) lakes, but not urban tropical lakes. 
There are many works on metal contamination of 
oligotrophic lake sediments and many works on 
lake sediment characterization and mobility, but no 
work on both organic and inorganic contaminants in 
tropical lake sediments; Brazilian references on 
urban lake sediment characterization containing 
discussion of pollution sources (and nothing else) 
were found, but no reference on urban, tropical lake 
sediment remediation by ozone and its effects on 
the removal of both organic (chlorinated 
compounds, steroids, PAHs, etc.) and inorganic 
contaminants was found in our search. Furthermore, 
this work investigated settleable solids reduction by 
ozonation, which has very important consequences 
for the cost and logistics of handling large 
quantities of sediments during and after remediation 
procedures. This work provides experimental 
results to cover the previously mentioned areas in 
need of data not provided by the available literature 
on lake sediment remediation with ozone.  
 
 

MATERIALS AND METHODS 
 
Sediment Collection and Homogenization 
 

Sediments from Lake 1 were collected once a 
week over two months by a field worker from 
SABESP wearing impermeable overalls and boots, 
who entered Lake 1 (water at low waist level) 
holding a suction hose connected to a pump at the 
other end. The hose was positioned and held 
underwater at the sediment layer, always at the same 
location, half the distance from the entrance to Lake 
1to the entrance of Lake 2. Sample collection was 
conducted for about 10 minutes on each collection 
day by pumping sediments into high density, inert 
polyethylene containers. The containers were 
deemed to be non-toxic and without risk of 
contaminating the sediment samples by the water 
authority SABESP. The filled containers were then 
placed in the dark, inside the cargo compartment of a 
van and taken immediately to the test laboratory 
(half an hour trip), where the contents of all 
containers were slowly mixed in a homogenization 

tank with a plastic paddle for about two minutes. 
Aliquots from the homogenized sediments were used 
to fill lab grade containers that were directed to 
laboratories for physicochemical, chemical and 
microbiological characterization analyses, as well as 
for metal and organics analyses. 

 
Ozonation Treatments 
 

A very compact ozonation system fed with 
ambient air was utilized. The ozone generating 
system employed did not require pressurized oxygen 
tanks and their associated housing; its operation was 
easy, with low operational costs. The ozone 
generation system utilized in the tests was modular. 
This means that we could add modules in parallel to 
reach the desired ozone mass (g O3/h) to be applied 
to the samples. The amount of ozone to be generated 
per hour per module could be adjusted by means of a 
rotating knob installed on each module. The knob 
controlled the energy input. For instance, a dosage of 
20 g O3/h was generated by operating two modules 
with the control knob turned at the maximum      
(360 degree turn) and a third module operated with 
the knob turned by about 180 degrees.  

The homogenized sediments were subjected to 
ozonation treatments: 25 L for each batch treatment 
conducted under certain conditions with regard to 
contact time and ozone dosage. The treatments were 
carried out with a 25 L capacity, open batch reactor 
coupled with a recirculation loop (see Figure 1). The 
ozone feeding line from the outlet of the ozone 
generating system was connected to a Venturi 
injector in the recirculation loop. The loop worked as 
follows: during ozone application, a pump 
transported the sediments out of the batch reactor 
and into the recirculation loop at a flow rate of          
5 m3/h for all the ozone treatments, so that a 25 L 
volume was recirculated approximately each 18 
seconds. A gas mixture of ozone and oxygen 
(ozone/oxygen mass ratio estimated at 2.4%) fed the 
loop through the Venturi injector. The gas flow rate 
from the ozone generator was 5 L/min and the gas 
mixture reached the Venturi injector via a silicon 
tube connected from its mid-portion top to the outlet 
of the ozone generator. The tube material resists 
ozone well and does not allow diffusion through it. 
Ozone production (g/h) was checked during each 
test. Gas and liquid flow rates were measured 
throughout testing by means of rotameters. Ozone 
production was not measured in local conditions. 
The ozone dosages were predicted based on 
manufacturer's data. The dosages considered are 
applied dosages, not consumed ozone. 
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BR = Batch Reactor;  
P  = recirculation Pump;  
R = Recirculation loop with Venturi injector. A 
point on top of the Venturi injector is where a 
tubing conveying the ozone/oxygen mixture 
from the ozone generator was connected. 

 

Figure 1: Scheme of batch reactor and recirculation loop with Venturi injector 
 
 

Langlais et al. (1991) reported that a gas/liquid 
flow ratio lower than 0.067 ft3 per min/gallon per 
min (about 0.50 L/L) is necessary to optimize ozone 
transfer to water by means of a Venturi injector. Our 
investigation dealt with very dilute sediments; thus, 
the referred ratio was not taken at face value. For our 
reactor, the gas/liquid flow ratio was about 0.06 L/L, 
much lower than the recommended upper limit for 
ozone dissolution in water. The injected gas mixture 
was transferred with high efficiency (reported as 
above 90% by the injector’s manufacturer) into the 
liquid phase of the sediments going through the loop. 
The ozone generator had a nominal generating 
capacity of 8 g O3/h. The feed air was dehumidified 
and particulate materials were removed before          
it entered the electric discharge gap in the generator 
to generate ozone. Ozone dosages of 10, 20 and      
30 g O3/h and contact times (Tc) of 5, 10, 20 and    
60 min were tested, the latter value only with regard 
to physicochemical/microbiological characterization. 
Immediately after each treatment, aliquots of 
ozonated sediments were drawn out of the reactor 
and used to fill flasks to be directed to the analytical 
laboratories.  
 
Analytical Methods 

 
Physical-Chemical and Microbiological Characterization 
of Sediments  
  

Aliquots of the homogenized sediments collected 
in one liter amber flasks were capped and directed to 
analysis. The characterization work was done based 

on APHA/AWWA/WEF (2005): total fixed and 
volatile solids (sections 2540B and 2540D), 
chemical oxygen demand (section 5220B, open 
reflux method), coliforms (section 9223B, enzyme 
substrate test) and settleable solids (section 2540F). 
 
Organics Analyses 
 

Aliquots of the homogenized sediments were 
collected in 500 mL Schott flasks with contamination-
free screw caps, totally wrapped in aluminum foil to 
protect against light and placed in Styrofoam 
containers filled with ice, which were directed to 
analysis. The sediment samples were subjected to solid 
phase extraction, followed by cleanup as per 
APHA/AWWA/WEF (2005) procedures 3540C, 
3630C and 8100C. An exploratory analysis of the 
samples was conducted using gas chromatography 
(GC) with flame ionization detector (FID) and 
chromatographic profiles of ozone-treated and non-
treated samples were compared. Volatile and semi-
volatile organic compounds were identified with a gas 
chromatograph (GC) coupled to a mass spectrometer 
(MS) and a mass spectral data library (methodology 
detailed in Carvalho et al., 2005). Sixteen priority 
PAHs (USEPA, 2008) in sediment samples were 
targeted and determined by GC-FID according to 
APHA/AWWA/WEF (2005) Sections 3540C and 
3630C. According to the laboratory, the detection 
limits of PAHs ranged from 0.09 to 0.58 µg/mL and 
quantification limits from 0.18 to 1.75 µg/mL. The 
lower limits are considered to be rather high. Given 
the somewhat wide variation of these lower limits 
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depending on the specific PAH, the non-detection of 
certain PAHs after ozone treatment was a possibility. 
 
Metal Analyses 

 
Aliquots of the homogenized sediments were 

collected in plastic flasks with preserver (drops  
of nitric acid solution) and directed to analysis. 
The procedure for heavy metals followed 
APHA/AWWA/WEF (2005) part 3000, Section 
3120B - metal analysis by emission spectroscopy 
based on the inductively coupled plasma. For 
determination of total metals (ionic plus metallic 
species) in the liquid phase, samples received nitric 
acid and hydrochloric acid to release the metals from 
the samples. For the determination of dissolved 
metals (ionic species), samples were heated, filtered 
and the filtrate was rinsed with warm deionized 
water. For determination of total metals in the solid 
phase, samples were dried and exposed to nitric acid, 
hydrochloric acid and hydrogen peroxide. Yttrium 
was used as the reference for sample recovery. 
 
 

RESULTS AND DISCUSSION 
 
Characterization of Sediment Samples 
  

Table 1 presents the characterization results for 
homogenized sediment samples. The raw sediment 
sample (without ozone application) is denoted as 
(0;0), meaning (zero g O3/h; zero min contact time).  

Table 1 shows that the COD results tended to 
decrease slightly and the TFS and TVS results 
tended to increase slightly with application of         
10 g O3/h; however, both values decreased with the 
application of 20 g O3/h. The observed behavior of 
the TFS and TVS values must be related to the 
finding reported by Jekel (1994) that ozone at 

relatively low dosages can act as a flocculant, 
incorporating colloidal matter onto particulate 
matter, thus increasing slightly the total solids 
content. Gottschalk et al. (2010) stated that the 
micro-flocculation effects of ozone can lead to 
dissolved solids being adsorbed onto suspended 
solids, thus normally increasing the amount of 
suspended solids and also the COD value. Beltran 
(2004) commented that ozonation changes the nature 
of natural organic matter, thus influencing COD 
values; the author also stated that the DOC 
(Dissolved Organic Carbon) content in turn affects 
the overall ozone decomposition rate constant. 
Variations in DOC speciation between samples occur 
normally, so that slight variations in ozone 
effectiveness between the homogenized samples 
were bound to happen. Thus, if the ozone dosage 
(the applied ozone mass per unit time) is increased 
above the amount of ozone consumed by micro-
flocculation and general oxidation and an adequate 
contact time is selected, then both the TS content and 
the COD should drop significantly.  

Table 1 shows that increasing ozone dosages and 
contact times led to decreasing values of settleable 
solids. Moussani et al. (2008) reported significant 
reductions of volume and mass of waste activated 
sludge with ozonation; ozone dosages between 0.125 
and 2 mg O3/mg of Total Solids reduced Total 
Solids, Total Suspended Solids and Volatile Solids 
from 15% to 80%, 8% to 48% and 6% to 46%, 
respectively. The reduction in settleable solids could 
mean significant savings in disposal costs in the 
future if lake sediments are dredged out and 
processed towards a final disposal. The sharp drop in 
the value of settleable solids (from 26 down to        
3.5 mL/L) when the ozone dosage was increased 
from 10 to 20 g O3/h (see Table 1) indicates that the 
ozone dosage apparently exerted a bigger effect on 
the reduction of settleable solids than contact time. 

 
 

Table 1: Physicochemical and microbiological characterization of the sediments 
 

Treatment, (g O3/ h; Tc in min.) Unit (0; 0) (10; 20) (10; 60) (20; 60) 
Chemical Oxygen Demand (COD) mg O2/L 583 550 554 529 
Total Solids (TS) mg/L 1230 1270 1290 1140 
Total Fixed Solids (TFS) mg/L 870 890 903 804 
Total Volatile Solids (TVS) mg/L 360 380 387 336 
Settleable Solids (SS) mL/L 41 32 26 3.5 
Total Coliforms MPN/100 mL 9.0 x 105 1.0 x 105 7.0 x 104 5.8 x 103 

Tot. Coliform Removal Efficiency (%) - 88.9 92.2 99.4 
Fecal Coliforms MPN/100 mL 6.0 x 104 5.5 x 104 4.8 x 104 1.0 x 102 

Fecal Coliform Removal Efficiency  (%) - 8.3 20.0 99.8 

MPN = Most Probable Number.  
Tc = Contact Time of ozone. 
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The total coliform inactivation results did not 
bear a clear relationship to the relative importance of 
the dissolved ozone concentration and the contact 
time. However the fecal coliform inactivation results 
in Table 1 suggest that the dissolved ozone 
concentration was more important than contact time. 
In fact, increasing the ozone dosage from 10 to 20 g/h 
while keeping a long contact time (60 min) caused 
the fecal coliform inactivation efficiency to go up 
from 20.0 to 99.8%.  

Suspended solids can protect microbes from 
disinfectants; in fact, effective fecal coliform 
inactivation took place only when a significant 
decrease in settleable solids (about 90% reduction) 
was achieved through ozonation. Another factor that 
accounts for the low coliform removal efficiency at 
the low end of ozone dosages (applied ozone mass 
per unit time) was noted by Assirati (2005), who 
stated that ozone oxidation of compounds that confer 
color to pond effluents (dissolved organic matter) 
had priority over ozone consumption for coliform 
inactivation; the author also claimed that total 
coliform reduction efficiencies were not influenced 
by the ozone contact time. Similarly, our results for 
total coliform inactivation suggest that the contact 
time did not have a significant influence on total 
coliform inactivation, in comparison to ozone 
dosage. 
 
Organics Analyses  
 

The pioneering work of Thomey, Bratberg and 
Kalisz (1989) concluded that the Gas Chromatographic 
(GC) technique with flame ionization detection 
(FID) “provided a more adequate representation of 
the degree of hydrocarbon contamination in soil”. In 
fact, the GC-FID technique is considered to be 
suitable for analysis of volatile hydrocarbons in 
water and soil, according to the Atlantic RBCA 

(2010). An exploratory analysis was conducted in 
which chromatographic profiles, obtained by GC-
FID of raw and ozone-treated samples, were 
compared with regard to the intensity and the number 
of peaks. Figure 2 presents the chromatograms of the 
corresponding raw and ozone-treated samples. The 
ozone treatment was arbitrarily chosen to be           
20 g O3/h and 5 min of contact time. The 
chromatogram of the ozone-treated sample shows 
significantly smaller peak intensities and a lower 
peak number than the chromatogram of the raw 
sample. The exploratory analysis from a single ozone 
treatment was followed by systematic tests of several 
ozone treatments applied to homogenized sediment 
samples. The focus was on the removal of certain 
classes of organics and metals. The results for 
organics are shown in Tables 2 and 3 and the results 
for metals in Tables 4 and 5.  

The Gas Chromatography–Mass Spectrometer 
(GC-MS) technique is the first choice for the 
detection and quantification of volatile and semi-
volatile hydrocarbons (Hubschmann, 2009). Table 2 
presents the organic compounds detected by GC-MS 
in treated and non-treated samples. The procedure 
executed by the lab was presence/absence, which 
does not need analytical standards (unavailable at 
that time) but cannot quantify the identified 
compounds. For such a simplified procedure, 
detection limits for the identified compounds cannot 
be provided. The treated samples are identified by 
labels showing the applied ozone mass, g O3/h and 
the contact time Tc in minutes. Twenty four organic 
compounds were detected in the raw sediment 
sample and were separated into the chemical groups 
shown in Table 2. The ozone treatments (20;5), 
(20;10), (20;20), (30;5) and (30;10) (g O3/h; Tc in 
min) led to the detection of seven, three, zero, one 
and zero organic compounds, respectively, as shown 
in Table 2.  
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Figure 2: GC-FID Chromatograms of raw and ozone-treated samples Ozone treatment: 20 g O3/h;     
5 min of contact time. 
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Table 2: GC-MS detected compounds per sample treatment 
 

Treatment (g O3/h; Tc in min) (0;0) (20;5) (20;10) (20;20) (30;5) (30;10)
Chlorinated compounds 
Phenyl, 3 chloro  + - - - - - 
Heptachlor + - - - - - 
Chlordane + - - - - - 
2H, 1,4 – benzodiazepine – 2 – 1,7 chloro – 1,3 - dihydro – 5 – phenyl – 1- (TMS) + - - - - - 
2 – butene, 1 – chloro – 4 – ethoxy + - - - - - 
Phenyl, 4 chloro – 5 - azlocillin + - - - - - 
1,4 cyclohexadiene, 1,4 dichloro + - - - - - 
Nonane, 1 chloro – 5 - methylene + - - - - - 
Aromatics 
2- isopropyl – 5 – methyl – 4,6 – dinitrophenyl acetate + - - - - - 
Phenol, nonyl - + - - - - - 
Benzo [a] antracene + + - - - - 
Benzophenone + - - - - - 
Benzophenone, 4 - methyl + + - - - - 
9- Phenyl – 5H - benzocycloheptene + + - - - - 
Steroids 
17 β – hydroxy – 5α - Androstan – 3 – one (DHT) + - - - + - 
5 α - Pregnane – 3, 20 – dione (5α-DHP) + + - - - - 
Phthalates 
N – Butyl - isobutylphthalate + - - - - - 
Isobutylphthalate + + - - - - 
Di – isobutylphthalate + + - - - - 
Di – isopentylphthalate + - - - - - 
Dioctylphthalate + - + - - - 
Siloxanes 
Pentasiloxane, dodecamethyl + + - - - - 
Cyclotetrasiloxane + - + - - - 
Pentasiloxane, dodecanethyl + - + - - - 

(+) = detected, (-) = non-detected.       

 
Regarding the identified chemical groups, the 

chlorinated compounds probably originated from 
herbicide and biocide residues that ended up in lake 
water and also from chlorination of treated effluent 
released into Lake 1 from an existing sewage 
treatment plant (STP). Aromatic and polycyclic 
aromatic hydrocarbons are ubiquitous, persistent 
(semi- or non-volatile) pollutants usually arising from 
combustion of fossil fuels and vehicular emissions, 
as well as from industrial operations and agrotoxic 
applications. With regard to the identified steroids, 
possible sources were the STP effluent and untreated 
wastewater discharged into small creeks that flow 
into Lakes 1 and 2.  

According to Sumpter (2005), the consequences 
of the presence of endocrine-disrupting chemicals 
(EDCs) such as steroids, pesticides and phthalates 
for the aquatic organisms and wildlife in the 
surrounding areas “are unknown and largely 
uninvestigated”. The author also mentioned 
“important unresolved issues such as the impact of 
EDCs at the population level”. Steroids and other 
endocrine disrupting substances such as phthalates 
and pharmaceuticals are normally not removed by 
conventional physico-chemical treatment (practiced 

at the STP). Sedlak and Pinkston (2011) stated that 
our ability to deal with the presence of 
pharmaceuticals in receiving waters is seriously 
limited by a lack of understanding of the attenuation 
mechanisms of pharmaceuticals in aquatic 
environments. The identified phthalates might have 
originated from plastic residues, since they are 
commonly employed as additives to plastic materials 
in order to confer upon them certain properties such 
as elasticity and malleability. With time, phthalates 
from plastics tend to be released into the liquid 
phase. Sumpter and Johnson (2005) analyzed several 
issues associated with trace chemicals in aquatic 
environments and stated that the natural breakdown 
of synthetic organic compounds “such as 
pharmaceutical products and pesticides in the aquatic 
environment can generate degradation products that 
are potentially harmful”. 

Siloxanes are from a class of compounds varying 
from liquids to hard resins whose molecules are 
composed of chains of alternate silicon and oxygen 
atoms (Webster’s, 2002). They probably originated 
from soil associated with the sediments. 

Table 2 indicates that all chlorinated compounds 
were removed with an ozone dosage of at least       
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20 g/h at the lowest contact time of 5 min. The 
removal of all detected aromatic compounds was 
also achieved with the same dosage, but with a 
longer contact time (10 min). One steroid (DHT) was 
detected in the raw sample and also in the (30;5) 
treatment sample, but was not detected in the (20;5), 
(20;10) and (20;20) treatment samples. One possible 
explanation would be the occurrence of variations in 
compound concentration and/or speciation among 
samples, regardless of the sample homogenization 
procedure.  

All identified phthalates and siloxanes were 
removed with the application of 20 g/h at a contact 
time of 20 min. 

Next we consider the relative importance of ozone 
dosage and contact time in light of the PAH removal 
results from Table 3, which lists PAHs detected from a 
Priority Contaminant List (USEPA, 2008) and their 
total concentrations per ozone treatment. Regarding 
the treatments with 20 g O3/h, varying the contact time 
from 5 to 20 min did not lead to any significant change 
in the total PAH removal efficiency. With application 
of 30 g O3/h, increasing the contact time from 5 to       
10 min led to an increase in the total PAH removal 
efficiency from 68.1 to 82.1%. Thus, the relative 
importance of ozone dosage and contact time on the 
removal of total PAHs is not clear.  

Some unexpected results surfaced: for the same 
contact time (5 min), increasing ozone application 
from 20 to 30 g O3/h led to a reduction of the total 
PAH removal efficiency from 82.1% down to 75.1%. 
Furthermore, Table 3 shows several cases of PAHs 
that went undetected after application of 20 g O3/h 
but were detected after application of 30 g O3/h. 
Explanations for the apparent discrepancies are as 
follows:  

The sample homogenization procedure does not 
imply a homogeneous PAH content (either in 
species, or in concentration) for all the samples. 
Actually, the concentrations of individual PAHs 
varied significantly from sample to sample 
(individual values not shown in Table 3). Furthermore, 
the homogenization procedure could have changed to 
some extent the size distribution of solids in the 
sediments, thus influencing PAH concentration and 
speciation. In addition, changes in the size 
distribution of particles influence ozone consumption; 
for instance, a smaller particle size means larger 
surface area per unit volume, meaning a larger 
particle-associated ozone demand.  

Previous works provide evidence for several 
other factors at work during ozone treatment of 
PAH-contaminated sediments that could explain 
those unexpected results, as follows: According to 

Moore and Ramamoorthy (1984), PAHs entering the 
aquatic environment exhibit high affinity for 
suspended particulates in the water column due to 
their hydrophobic nature. It is common knowledge 
that an increased suspended solids concentration of a 
sample implies an increased ozone consumption by 
the sample, all other factors being constant. 
Chemical factors also play a role in PAH removal: 
the chemical structure of PAHs in terms of number 
of rings and carbon atoms and also their vapor 
pressure dictate the degree of volatilization (Moore 
and Ramamoorthy, 1984) and thus the removal of 
PAHs by such a mechanism. According to Carrére et 
al. (2005), the lower the PAH molecular weight, the 
higher the solubility and an increasing PAH 
solubility in water and a decreasing number of        
5-carbon rings lead to increasing PAH removal by 
ozonation. There is also a complicating factor 
reported by O´Mahony et al. (2006). They treated 
PAH-contaminated soil with ozone and reported that 
increasing moisture content was found to have an 
adverse effect on ozone treatment, since PAHs in 
soil become less accessible to ozone when water 
occupies pore spaces. The authors obtained a 
reduction above 50% in phenanthrene concentrations 
in all soils after application of 20 mg O3/L during six 
hours, i.e., a far higher ozone dosage and a far longer 
contact time than used in this work. Masten and 
Davies (1997) also tested ozone as a PAH oxidizing 
agent in soils and reported percent removals of 
phenanthrene and pyrene of 95% and 91% 
respectively, “while chrysene was reduced by 50% 
only, due to its more hydrophobic nature”. Still 
according to the authors, “a number of identified 
byproducts were simultaneously discovered which 
were more polar than the parent compounds, thus 
having better biodegradability and aqueous 
solubility”. 

 Hence, several factors play roles in PAH 
immobilization in sediments as well as in PAH 
removal by ozonation. Clear-cut conclusions 
regarding the effects of ozone dosage and contact 
time on total PAH removal cannot be established. It 
seems that, of all the classes of organic compounds 
found in the lake sediments, PAHs are the ones that 
would require the largest amount of applied ozone 
mass per unit time for effective removal. 
 
Metal Analysis 
 

To evaluate metal removal by ozone, a sediment 
sample was treated with 20 g O3/h during 20 
minutes. This treatment was chosen based on the 
characterization results (Table 1) that indicated this 
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ozone dose as promising; a contact time of 20 min 
was picked as a realistic value in real scale 
operations, where 60 min would be too long and 
most probably unfeasible economically. Table 4 
shows the results for the liquid phase of sediments. 

Table 4 shows that for all targeted metals, the 
concentrations of dissolved species were much lower 
than their corresponding metallic/bound metal 
species concentrations. Considering only positive 
removals, the calculated average removal 
efficiencies for dissolved and total metals in the 
liquid phase were (84 ± 17)% and (84 ± 7)%, 

respectively. Some removal efficiency values of 
dissolved species and total metals were negative 
(dissolved Mn, Cu and Zn; total Sn). Possible 
explanations regarding the dissolved species: the 
ozone oxidation of metal complexes probably 
released some ionic species, thus increasing their 
concentration in solution and the sample 
homogenization procedure would not insure a 
homogeneous metal content in all samples. As for 
the negative removal efficiency value for total Sn, 
the latter explanation applies. Table 5 shows the 
results obtained for the solid phase of sediments.  

 
Table 3: PAHs and total concentration per sample treatment 

 
Treatment  
(g O3/h; Tc in min) (0;0) (20;5) (20;10) (20;20) (30;5) (30;10) Detection limit 

(μg/mL)  
Naphthalene + - - + + - 0.43 
Acenaphthylene + + - + + - 0.08 
Acenaphtene + + - + + - 0.06 
Fluorene + + - + + + 0.24 
Phenanthrene + + + + + + 0.48 
Anthracene + + - + + + 0.18 
Fluorantene + + + + + + 0.27 
Pyrene + - + + + - 0.30 
Benzo [b] anthracene + + - + + + 0.32 
Crysene + + - + + + 0.12 
Benzo [b] fluorantene + + + + - + 0.07 
Benzo [k] fluorantene + + + + + + 0.13 
Benzo [a] pyrene + + + + + + 0.27 
Dibenzo [a,h] flurantene + + + + + + 0.19 
Benzo [g,h,i] perylene + + - + + - 0.06 
Indene [1,2,3,cd] pyrene + + - - + + 0.58 
Total concentration (μg/mL) 229 57 53 59 73 41 --- 
Total removal efficiency (%) --- 75.1 76.9 74.2 68.1 82.1 --- 
(+) = detected; (-) = non-detected 

 
Table 4: Metal removal results from the liquid phase of sediments Ozone Treatment: 20 g O3/h; 20 min 
contact time. 
 

Metals 
(dissolved, total) 

Untreated sample 
(mg/L) 

Treated sample 
(mg/L) 

Removal Efficiency 
(%) 

diss Fe 2.30 0.82 64.3 
diss Mn 0.04 0.05 *** 
diss Cr < LOD < LOD ---- 
diss Cu 0.01 0.02 *** 
diss Zn 1.10 1.30 *** 
diss V 0.14 0.01 92.9 
diss Pb < LOD < LOD ---- 
diss Sn < LOD < LOD ---- 
diss Ni 0.02 0.001 95.0 
diss Hg < LOD < LOD ---- 
tot Fe 283.00 57.00 79.9 
tot Mn 1.90 0.47 75.3 
tot Cr 0.70 0.11 84.3 
tot Cu 1.80 0.31 82.8 
tot Zn 11.00 1.80 83.6 
tot V 0.99 0.16 83.8 
tot Pb 0.84 0.14 83.3 
tot Sn 0.34 0.40 *** 
tot Ni 0.17 0.001 99.4 
tot Hg < LOD < LOD ---- 

LOD = Limit of Detection, range 2.0 to 15.0 µg/L depending on the metal. (***) No removal. 
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Table 5: Metal removal results from the solid phase of sediments Ozone Treatment: 20 g O3/h; 20 min 
contact time. 
 

Total 
Metals 

Untreated sample  
(mg/kg) 

Treated sample 
(mg/kg) 

Removal 
Efficiency (%) 

Fe 5660 1200 79 
Mn 38 9.4 75 
Cr 14 2.4 83 
Cu 36 6.2 83 
Zn 378 220 42 
V 19.8 3,2 84 
Pb 16.8 2.8 83 
Sn 6.8 8,0 -18 (***) 
Ni 3.4 1.0 71 
Hg < LOD < LOD ---- 

LOD = Limit of Detection, range 2.0 to 15.0 µg/L depending on the metal. 
 (***) No removal. 

 
 
The removal efficiencies in Table 5 were in the 

71-84% range, except for Zn (42% removal 
efficiency) and Sn (no removal). Zinc (Zn) was the 
second most abundant metal (iron was first) in the 
solid phase of sediments. Coincidentally or not, there 
was also no removal of total Sn in the liquid phase of 
the sediments (see Table 4). It is interesting to point 
out that, in their classification of metal ions, Stumm 
and Morgan (1996) include both Zn+2 and Sn+2 and 
also Pb+2 in the group of metal cations with low 
electronegativity, defined as the ability to attract 
electrons, especially in a chemical bond. By this 
rationale only, oxidation or the removal of electrons 
of these cations would be less difficult than for other 
cations; however, the opposite situation is observed 
for them.  

Regarding the actual removals, the average 
removal efficiency of metals in the solid phase 
calculated from the positive values in Table 5 was 
(75 ± 14)%. Thus, the average metal removal 
efficiencies for dissolved and total metals in the 
liquid phase of sediments (both 84%) were superior 
to the average total metal removal efficiency 
obtained for the solid phase. Particles, because of 
their relatively large surface areas, are scavengers 
for metal ions and are often reactive elements in 
their transport from land to rivers and lakes 
(Stumm and Morgan, 1996) and they obviously 
exert an ozone demand. Thus, it is believed that 
oxidation of solid-associated metals exerts a higher 
ozone demand than oxidation of metals in the 
liquid phase and this fact alone may explain the 
higher average removal efficiency values obtained 
for the liquid phase as opposed to the solid phase 
of sediments.  

The metal removal results for metallic and 
ionized metal species indicated removal of metals 

from both the solid and liquid phases at the same 
time. For metal mass conservation, the removed 
metals must have gone somewhere. The explanation 
is as follows: Immediately after each ozone 
treatment had been completed, samples from the 
reactor were withdrawn and placed into flasks sent to 
the lab for analysis. Metal species (ionic and 
metallic) from both phases that reacted with ozone in 
the presence of water must have formed metallic 
species (in the case of ions) and compounds (e.g. 
hydroxide and oxides, in the case of metallic species) 
that stayed at the bottom and on the walls of the 
reactor as an undetected thin film after sample 
collection. An important detail was that the walls and 
bottom of the reactor were of opaque orange color, 
which certainly acted to obscure the precipitated 
metals from view. Thus, these reactive species were 
not accounted for in the total and dissolved metal 
analyses. 
 
 

NOTE ON AN IN SITU TEST 
 

Months after the end of the experimental work in 
this text, a pilot scale test was conducted in situ at 
Lake 1 during an entire afternoon. The treatment 
setup was: sediment collection by a pump followed 
by ozonation in a reactor with a recirculation loop, 
followed by sediment thickening in a geotextile press 
bag. Both the ozone reactor and the press bag and 
their command panels were on the back of a truck. 
The extracted water was returned to Lake 1. The 
thickened sediments, with greatly reduced settleable 
solids content and toxicity level, were transported to 
a suitable disposal site nearby. This pilot test showed 
that treatment of Lake 1 sediments was feasible and 
could be accomplished in a matter of months. 
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CONCLUSIONS 
 
Effects of Ozone Mass Application on Removal 
Efficiencies  
 

a) Regarding the application of 20 g O3/h: 
At short contact times (5, 10 min), chlorinated 

and aromatic compounds were totally removed, 
whereas phthalates and siloxanes were removed only 
at longer contact times (20 min). Total and fecal 
coliform removals above 99% were obtained only 
after a long contact time (60 min). For this contact 
time, settleable solids reduction above 90% was 
achieved.  
 The results for settleable solids reduction indicate 

there is a trade-off between ozonation costs (which 
increase with contact time) and solids treatment and 
disposal costs (which decrease with settleable solids 
reduction).  
 For our experimental conditions and a long 

contact time (60 min), the costs related to ozone 
application to sediments for purposes of both 
disinfection and settleable solids reduction could be 
significantly higher than costs for ozone application 
for removal of organic contaminants. Thus, treatment 
objectives should be clearly defined in order to 
assess treatment costs. 
 For a 20 min contact time, the average removal 

efficiency for both dissolved and total metals in the 
liquid phase of sediments was 84%, and the average 
removal efficiency for total metals in the solid phase 
was lower, 74%. This can be explained by the fact 
that solid-bound metals exert a higher ozone demand 
than dissolved metals. 

b) Regarding the application of 30 g O3/h:  
 There were reasonable removal efficiencies 

(range 68-82%) for PAHs at short contact times     
(5, 10 min), the total removal of phthalates and 
siloxanes at 5 min contact time and total removal of 
steroids at 10 min contact time.  
 
Contaminant Type and Speciation Effects on 
Removal 
 
 Results strongly suggest that, for the target 

contaminant groups in the sediments, the order of 
removal from the easiest to the hardest group was: 
chlorinated and aromatic compounds, phthalates and 
siloxanes, steroids and PAHs. 
 In terms of ozone mass application per unit time, 

the experimental results suggest that, regarding the 
target chemical groups, the organic compounds that 
were the hardest to remove effectively from the lake 
sediments were the PAHs.  

 With regard to metals in the liquid and solid 
phases of sediments, apparently neither scarcity nor 
abundance of any particular metal had any effect on 
its removal efficiency. Average removal efficiencies 
for total metals in the liquid phase of sediments were 
better than for their counterparts in the solid phase of 
sediments. This can be explained by a higher ozone 
demand for metal oxidation in the solid phase than in 
the liquid phase.  
 
 

REFERENCES 
 
Ahn, K. H., Yeom, I. T., Park, K. Y., Maeng, S. K., 

Lee, Y., Song, K. G., Hwang, J. H., Reduction of 
sludge by ozone treatment and production of 
carbon source for denitrification. Water Sci. 
Technol., 46, 121-125 (2002). 

APHA/AWWA/WEF, Standard methods for the 
examination of water and wastewater, 21rst 

Edition (2005). 
Assirati, D. M., Wastewater treatment plant effluent 

disinfection with ozone for agricultural reuse. 
Masters Dissertation, Civil Eng., Architecture and 
Urbanism College, UNICAMP, Brazil (2005). 

Atlantic RBCA, Guidelines for laboratories, tier I 
and tier II: petroleum hydrocarbon methods. 
Version 3.0, July (2010). 

Beltran, F. J., Ozone reaction kinetics for water and 
wastewater systems. CRC Press, Lewis Publishers, 
(2004). 

Carrére, H., Bernal-Martinez, A., Alessi, J., 
Patureau, D., Delgenes, J. P., Ozonation of 
polycyclic aromatic hydrocarbons (PAHs) 
adsorbed onto sewage sludge. In: Proceedings of 
the 17th Ozone World Congress, Strasbourg, 
France, Aug. 22-25 (2005). 

Carvalho, L. R. F., Vasconcellos, P. C., Mantovani, 
W., Pool, C. S., Pisani, S. O., Measurements of 
biogenic hydrocarbon compounds emitted by 
trees from temperate warm Atlantic rainforest, 
Brazil. Journal of Environmental Monitoring,     
v. 7, 1-8 (2005).  

Cassidy, D., Hampton, D., Kohler, S., Ozonation and 
biodegradation of persistent bioaccumulative 
toxins in sediments. In: Proceedings, 1rst 
International Conference on Remediation of 
Contaminated Sediments, Venice, Italy, Oct. 10-
12 (2002). 

Cotta, J. A. S., Rezende, M. O. O., Piovani, M. R., 
Evaluation of metal content in sediments of the 
Betari River in the High Ribeira-Petar State 
Tourism Park, São Paulo, Brazil. Química Nova, 
29, (1), 40-45 (2006). 



 
 
 
 

414                                        F. A. Lage Filho, L. R. F. Carvalho and M. L. A. Lopes 
 

 
Brazilian Journal of Chemical Engineering 

 
 
 
 

Deleris, S., Geauge, V., Camacho, P., Debelletontaine, 
H., Paul, E., Minimization of sludge production 
in biological processes: an alternative solution for 
the problem of sludge disposal. Water Sci. Tech., 
46, (10), 63-70 (2002). 

Gottschalk, C., Libra, J., Saupe, A., (Eds.) Ozonation 
of water and wastewater: a practical guide to 
understanding ozone and its applications. 2nd Ed., 
Wiley-VCH Verlag (2010). 

Hong, P. K., Nakra, S., Kao, C. M., Hayes, D. F., 
pressure-assisted ozonation of PCBs and PAH 
contaminated sediments. Chemosphere 72, 1757-
1764 (2008). 

Hunt, J. R., CE 219, contaminant transport processes. 
Class notes, University of California-Berkeley, 
Dept. of Civil and Environmental Eng. (1998). 

Hubschmann, H. J., Handbook of GC/MS: 
fundamentals and applications. 2nd Ed., Wiley-
VCH Verlag GmbH & Co KGaA, Weinheim 
(2009). 

Imaoka, T., Osumi, H., Ozonation for the removal of 
organic pollutants from sediments in a cove. J. 
Water Waste 39, (7), 587-593 (1997). 

Jekel, M. R., Flocculation effects of ozone. Ozone 
Sci. & Eng., 16, 55-66 (1994). 

Langlais, B., Reckhow, D. and Brinck, D., (Eds.), 
Ozone in water treatment: application and 
engineering. Lewis Publishers, Inc., Chelsea, 
Michigan, USA (1991). 

Loizeau, J. L., Pardos, M., Monna, F., Peytremann, 
C., Haller, L., Dominik, J., The impact of a 
sewage treatment plant’s effluent on sediment 
quality in a small bay in Lake Geneva 
(Switzerland-France). Part 2: Temporal evolution 
of heavy metals. Lakes & Reservoirs Research 
and Management, 9, 53-63 (2004). 

Masten, S. J., Davies, S. H. R., Efficacy of In-situ 
ozonation for the remediation of PAH contaminated 
soils. J. Contam. Hydrol., 28, 327-335 (1997). 

McDonald, R. W., Shaw, D. P., Gray, C., Contaminants 
in lake sediments and fish. Environment Canada. 
Vancouver, B.C., 31, pp. 23-45 (1999). 

Moore, J. W., Ramamoorthy, S., Organic chemicals 
in natural waters: applied monitoring and impact 
assessment. Springer-Verlag, New York (1984). 

Moussavi, G., Asilian, H., Jamal, A., Effect of 
ozonation on reduction of volume and mass of 
waste activated sludge. Journal Appl. Sci. 
Research, 4, (2), 12-127 (2008). 

O´Mahony, M. M., Dobson, A. D. W., Barnes, J. D., 
Singleton, I., The use of ozone in the remediation 
of polycyclic aromatic hydrocarbon contaminated 
soil. Chemosphere, 63, 307-314 (2006). 

Park, K. Y., Ahn, K. H., Maeng, S. K., Hwang, J. H., 
Kwon, J. H., Feasibility of sludge ozonation for 
stabilization and conditioning. Ozone Sci. & Eng., 
25, 73-80 (2003). 

SABESP, Report: environmental management of 
Ibirapuera Park (2001). 

SABESP, Situation report: Ibirapuera Park (2007). 
Sedlak, D. L., Pinkston, K. E., Factors affecting the 

concentrations of pharmaceuticals released to the 
aquatic environment. J. Contemporary Water 
Research and Education, v. 120, n.1, p. 55-64 
(2011).  

Stumm, W., Morgan, J. J., Aquatic chemistry, (3rd 
Ed.), John Wiley & Sons, Inc. (1996). 

Sumpter, J. P., Endocrine disrupters in the aquatic 
environment: an overview. Acta Hydrochimica et 
Hydrobiologica, v. 33, n.1, p. 9-16 (2005). 

Sumpter, J. P., Johnson, A. C., Lessons from 
endocrine disruption and their application to other 
issues concerning trace organics in the aquatic 
environment. Environmental Science & Technology, 
v. 39, n.12, p. 4321-4332 (2005). 

Thomey, N., Bratberg, D., Kalisz, C., A comparison 
of methods for measuring total petroleum 
hydrocarbons in soil. In: Proceedings, Conference 
on Petroleum Hydrocarbons and Organic 
Chemicals in Groundwater and Soil: Prevention, 
Detection and Restoration, NWWA, Houston, 
Texas (1989).  

USEPA, Environmental protection agency, priority 
contaminant list. http://www.wpa.gov/safewater/ 
contaminants. (Accessed in November 2009). 

Webster’s New World Dictionary. 4th ed., Wiley 
Publishing, Inc., Cleveland, Ohio (2002). 

Zeng, Y., Hong, P. K. and Andrew, K., Remediation 
of polycyclic aromatic hydrocarbon contaminated 
sediments by slurry-phase ozonation. In: 
Proceedings, 93rd Air & Waste Management 
Associations Annual Conf., Salt Lake City, Utah, 
USA, June 18-22 (2000). 

Zeng, Y., Hong, P. K. and Andrew, K., Slurry phase 
ozonation for remediation of sediments 
contaminated by polycyclic aromatic hydrocarbons. 
Journal of the Air & Waste Management 
Association, v. 52, n.1, 58-68 (2002). 

 



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /All
  /Binding /Left
  /CalGrayProfile (Dot Gain 20%)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 300
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 300
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile ()
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000500044004600206587686353ef901a8fc7684c976262535370673a548c002000700072006f006f00660065007200208fdb884c9ad88d2891cf62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef653ef5728684c9762537088686a5f548c002000700072006f006f00660065007200204e0a73725f979ad854c18cea7684521753706548679c300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA <>
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020b370c2a4d06cd0d10020d504b9b0d1300020bc0f0020ad50c815ae30c5d0c11c0020ace0d488c9c8b85c0020c778c1c4d560002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken voor kwaliteitsafdrukken op desktopprinters en proofers. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU (Use these settings to create Adobe PDF documents for quality printing on desktop printers and proofers.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /NoConversion
      /DestinationProfileName ()
      /DestinationProfileSelector /NA
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure true
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles true
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /NA
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /LeaveUntagged
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


