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S u m m a r y  

The thesis presents an overview and characteristics of three different meth-
ods for determining the fraction of organic compounds in sewage: methods 
according to ATV guidelines, respirometric methods and particle separa-
tion methods. The results of laboratory analyses of sewage composition 
carried out with each of the described methods are presented. The sewage 
came from the sewerage collector in Grodzisk Wlkp. The research was car-
ried out in 7 series, from October 2013 to May 2014. The results obtained 
with different methods were compared using a statistical test. Differences 
are a consequence of conventionally accepted coefficients and ranges of 
particle size and errors during the manual separation of particles 

Key words:  municipal sewage, organic impurity fractions, methods for determining or-
ganic impurities fraction 

INTRODUCTION 

The content of organic compounds in sewage is usually determined as a five-
day biochemical oxygen demand (BOD5) or chemical oxygen demand (COD). 
The average values of these indicators are respectively 430 and 860 mgO2/dm3 
[Miksch and Sikora 2010]. In mathematical models used to simulate biological 
sewage treatment, such as widely used models from the ASM group, organic 
compounds are expressed as COD [Rössle and Pretorius 2001, Pasztor et al. 2009, 
Wu et al. 2014], in contrast to the models from the ASAL group based on the 
BOD balance [Sochacki et al. 2009, Stokes et al. 2000]. This indicator is usually 
designated as COD total; it then covers the whole group of compounds, in various 
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forms and decomposing at different rates. The course of individual unit processes, 
such as nitrification, denitrification or dephosphatation, however, depends on the 
type of organic compounds in the treated sewage. For this reason, the fractions of 
organic compounds are distinguished, dividing them into dissolved and undis-
solved as well as easily, hardly and non-decomposable (inert).  

Determination of the fraction of organic compounds contained in sewage can 
be carried out by various methods [Baczyński 2010] based on different criteria. 
Physical and chemical methods rely on the separation of organic particles con-
tained in sewage by means of filtration, centrifugation or coagulation and COD 
determination in individual fractions. Respiratory methods are based on measur-
ing the amount and rate of oxygen or nitrate consumption in biological processes 
and allow for more precise characterization of the COD degradable fractions. The 
literature gives numerous examples in this regard [Baczyński 2010, Myszograj 
2008, Myszograj i Sadecka 2004, Struk-Sokołowska 2014, Zawilski and 
Brzezińska 2009].  

Due to the assumptions and the method of making the determinations and the 
related problems, the results obtained for the same sewage may be different. For 
this reason, the objective of the thesis is to determine the fraction of organic pol-
lutants in domestic sewage by various methods, compare the results obtained and 
assess the accuracy of the methods used. 

FRACTIONS OF ORGANIC COMPOUNDS 

The division into organic compound fractions contained in sewage is basically 
conventional. The percentage of individual fractions in the total COD given in 
Figure 1 is approximate and depends on the source of sewage, the time of flow 
through the sewage system and the purification stage. Individual fractions un-
dergo various changes during purification processes, and their participation in the 
organic substrate affects individual processes.  

 
Fig. 1. Division of organic compounds into fractions [Sadecka et al. 2011] 
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The easily decomposable dissolved fraction can be directly absorbed by mi-
croorganisms and provide them with a source of energy, which makes it perform 
an important task in the processes of denitrification and dephosphatation. The 
non-decomposable (inert) dissolved fraction does not undergo any changes dur-
ing the purification process. The slowly decomposable suspended fraction may 
be retained on biomass particles and removed with them from the purification 
system or be hydrolysed to dissolved compounds and only then can be used by 
microorganisms. The non-decomposable suspended fraction can only be removed 
together with the biomass, where its amount above 0.15 COD can cause problems 
for the active biomass. The total COD can therefore be recorded as the sum of the 
above-mentioned components [Makowska and Spychała 2014]. 

𝐶ℎ𝑍𝑇௖௔ł௞. = 𝑆ௌ + 𝑆ூ + 𝑋ௌ + 𝑋ூ(1) 

where: 
CODtotal - value of total chemical oxygen demand, mgO2/dm3, 
SS - easily decomposable dissolved fraction, mgO2/dm3, 
SI - biologically non-decomposable dissolved fraction, mgO2/dm3, 
XS - biologically slowly decomposable suspended fraction, MgO2/dm3, 
XI - biologically non-decomposable suspended fraction, mgO2/dm3. 

The basic indicator of the content of the easily decomposable organic substrate 
is biochemical oxygen demand, understood as oxygen consumption in biochem-
ical processes over time, usually determined as a five-day oxygen demand 
(BOD5). The course of biochemical oxidation depends on the amount and activity 
of microorganisms, temperature and pH of sewage and the content of toxic sub-
stances [Myszograj 2005]. 

𝐵𝑍𝑇௧ = 𝐵𝑍𝑇௖௔ł௞. ∗ ൫1 − 𝑒ି௞∗௧൯(2) 

where: 
BODt - BOD value for incubation time t, mgO2/dm3,  
BODtotal − total oxygen demand for the first decomposition phase, mgO2/dm3, 
k - reaction rate constant, d-1. 

The above equation is used to determine the BODtotal and the reaction rate 
constant k. 

Most of the methods used to determine the fraction of organic compounds use 
the measurement of oxygen uptake rate in the form of BOD or OUR. In practice, 
the most common method is the determination of organic fractions according to 
ATV guidelines [Makowska and Spychała 2014, Myszograj 2005]. It is based on 
the determination of COD of dissolved organic substances and total BOD and the 
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rate of decomposition of organic substances. The ISO 15705:2002 standard is 
also used for this purpose [Borg and Ekström 2015]. For the determination of 
easily decomposable substances, the OECD 301F test may also be used, in which 
the amount of oxygen uptaken over 28 days is compared to the amount of oxygen 
needed for complete degradation of the substrate. The COD value of decomposi-
tion fractions is determined on the basis of total BOD [Myszograj 2008]. 
Accurate determination of the easily decomposed dissolved fraction SS allows a 
respirometric method to measure the rate of oxygen consumption (Oxygen Up-
take Rate - OUR). The measurement can be carried out in a laboratory reactor 
with activated sludge, flow or batch method (in the variant of high or low biomass 
load). An important element is the correct adoption of the heterotrophic growth 
rate for the experimental conditions [Ekama et al. 1986]. The calculation of frac-
tion size is carried out on the basis of the graph. An exemplary graph of oxygen 
consumption rates is shown in Figure 2. 

 
Fig. 2. An example of a curve of oxygen uptake rate in the respirometric method 

COD fractions can also be determined by dividing the organic matter by par-
ticle size [Czerwionka and Mąkinia 2009]. The basis of the analysis is the division 
of particles as in the figure. 3. 

 
Fig. 3. Fractionation of organic carbon depending on the pore size of the filters; real 

and traditional division [Czerwionka et al. 2009] 
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According to the above source, the "real" division takes into account the con-
tent of dissolved and colloidal and suspended fractions, which make up the un-
dissolved fraction; division limits are particle diameters of 0.1μm and 1.2μm. The 
"traditional" division includes two groups of compounds: dissolved and con-
tained in the suspension; the division limit is 0.45 μm diameter.   

The studies of particle size in sewage and their relationship with COD were 
conducted by many authors [Hocaoglu and Orhon 2013, Baczyński 2010]. 

RESEARCH METHODOLOGY 

Sewage for testing came from a sanitary sewage system located in a small 
town. Samples were collected seven times in half a year, from October to March, 
with the help of a telescopic bucket from a sewage well on the section supplying 
domestic sewage from a place inhabited by about 800 people directly to the treat-
ment plant. Laboratory studies involving the determination of COD (by the di-
chromate method in an acidic environment) and BOD5 (respirometric method) 
were carried out the same day in the analytical laboratory of the Department of 
Water and Sanitary Engineering. Fractions of organic pollutants contained in 
sewage were determined by three methods: according to ATV guidelines, accord-
ing to particle size and respirometric method. 

The method according to ATV-131 guidelines 
The size of the biologically non-decomposable fraction SI was calculated as 

5% of the value of SCOD: 

𝑆ூ = 0,05 ∗ 𝑆஼௛௓்  (3) 

where: 
SChZT –  suma rozpuszczonych substancji organicznych, mgO2/dm3. 

The COD of dissolved organic substances was determined in a sample filtered 
using the standard method (potassium dichromate in an acidic environment with 
silver sulphate as a catalyst, reading in a photometer in visible light). 

The size of the easily decomposable fraction SS was calculated as the differ-
ence between SCOD and SI: 

𝑆ௌ = 𝑆஼௛௓் − 𝑆ூ (4) 

The size of the suspended fraction of slowly decomposable XS was deter-
mined as the BODtotal difference (including inertial fraction) and the dissolved 
fraction of easily decomposable SS: 
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𝑋ௌ =
஻௓்೎ೌłೖ

ଵି௙ಳೋ೅
− 𝑆ௌ(5) 

where: 
fBOD - factor including inertial fraction, -; fBOD = 0.15 was assumed whereby the 
total biochemical oxygen demand for the first decomposition phase together with 
the rate constant k was determined using the Polymath program.  

The concentration of fraction XI was determined from the equation: 

  SSI XA1/XX  (6) 

where: 
A - factor depending on the type of sewage, − (according to ATV A = 0.25) 

The total concentration of fraction XCOD is the sum of suspended, decompos-
able and non-degradable fractions:  

𝑋஼௛௓ = 𝑋ௌ + 𝑋ூ (7) 

where: 
𝑋ௌ − suspended decomposable fraction of COD, 𝑚𝑔𝑂ଶ/𝑑𝑚ଷ , 
𝑋ூ − suspended biologically non-decomposable fraction of COD, 𝑚𝑔𝑂ଶ/𝑑𝑚ଷ. 

Particle separation method 
Determination of fractions method of particle separation was carried out sim-

ilarly as in the cited work by Czerwionka and Mąkinia [2009]. Syringe filters 
were used to separate the particles. Due to the different sizes of colloidal particles 
given in the literature [Bodzek 2011, Łomotowski and Szpindor 1999], the sew-
age was filtered successively through filters with 1.0 and 0.2 μm pore diameter, 
and the COD value was determined in three samples: in non-filtered (C0), after 
filtration through a filter with a larger pore diameter (C1) and after filtration 
through a filter having a smaller pore diameter (C2). The dissolved fraction is 
directly the C2 value, the colloidal fraction is the C1 - C2 difference, the suspended 
fraction is C0 - C1, and the undissolved fraction being the sum of suspended and 
colloidal particles is the C0 - C2 difference. 

Respiratory method 
The respirometric method uses the measurement of OUR oxygen uptake rate 

carried out in a container with activated sludge, with a low biomass load of BOD5 
[Ekama et al. 1986]. An oxygen sensor and multifunctional CX-742 meter with 
automatic temperature compensation were used. The curve in the OUR = f (t) 
system was drawn, and the content of the easily soluble fraction S S was calculated 
according to the equation: 
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𝑆ௌୀ∆𝑂ଶ ∙
ଵ

ଵି௒ಹ
∙

௏೚ೞା௏ś

௏ś
(8) 

where: 
ΔO2 - unit change in oxygen concentration in sewage (calculated on the basis of 
the area under the curve), mgO2/dm3s, 
Vos - volume of sludge used, dm3, 
Vś - volume of sewage used, dm3, 
YH - growth factor of heterotrophs under aerobic conditions, 1/s. 

The sizes of the other fractions were calculated as per the ATV-131 method 
(equ. 5 – 7).   

RESEARCH RESULTS AND DISCUSSION 

The following figures show the results of fractionation of organic pollutants 
made by the methods described above. Figure 4 shows the content of the fraction 
expressed as COD. The values obtained by ATV and respirometric methods are 
similar, whereas larger differences were found between the results obtained by 
these methods and the values obtained by particle separation (especially for the 
Xi and  Xssuspended fractions). In the results of the respirometric method, due to 
the failure of the measuring apparatus, the sample No. 4 was omitted. 

a) 

 
b) 
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c) 

 
Fig. 4. COD fractions determined by the method: a - according to ATV-131,  

b - respirometric, c - particle separation 

Large differences between the COD values from individual measurements re-
sult from the high variability of the composition of sewage from a small sewage 
system. Differences between the results obtained by different methods, especially 
between respirometric methods and the particle separation method, result from 
the lower accuracy of the latter.  

Similarly, there is a comparison between the methods used for the percentage 
of individual fractions. The results obtained from the particle separation method 
differ markedly from the others (Fig. 5). 

a) 

 
b) 
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c) 

 
Fig. 5. Percentage of organic fraction in sewage calculated on the basis of values deter-

mined by the method: a - according to ATV-131, b – respirometric, c - separation  
of particles 

The obtained values, for example in terms of the dominant fraction of Xs are 
comparable with literature data - 35-77% in a combination of data from various 
sources presented by Borg and Ekström [2015] and 34-62% in the values com-
piled by Szaja et al. [2014]. The total COD obtained by particle separation is, in 
turn, considerably greater than that given by Czerwionka and Mąkinia [2009] due 
to the high content of suspended particles in the treated sewage from the sewerage 
channel in which relatively small sewage flow rates were observed (from 0.16 up 
to 0.25 m/s). 

Another analysis of the results was carried out after the division of the fraction 
into dissolved and suspended (analogous to the so-called "real" division). The 
content of dissolved ΣS (SI + SS ) and suspended ΣX (XI + XS) fractions expressed 
as COD and the percentage fraction dissolved and suspended in total COD was 
compared (Fig. 6). 

a) 
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b) 

 
 

 
Fig. 6. Content of suspended and dissolved fractions in the tested sewage, determined 

by various methods; a - dissolved fractions, b - suspended fractions 

Higher agreement between the results obtained with different methods was 
found for the method according to the ATV guidelines and the respirometric 
method, with larger differences found in the case of suspended fractions.  
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The above considerations were confirmed by statistical analysis carried out with 
the t-Student test (Table 1). 

Tab. 1. Results of statistical analysis of results; "Yes" - significant difference in aver-
age, "no" - no significant difference in average 

Dissolved fractions 
ΣS 

METHOD 
ATV Particle separation Respirometric 

ATV X No No 
Particle separation No X No 

Respirometric No No X 
 

Dissolved fractions 
ΣS 

METHOD 
ATV Particle separation Respirometric 

ATV X YES No 
Particle separation YES X YES 

Respirometric No YES X 

CONCLUSIONS 

Fractionation of the organic substrate contained in the sewage can be carried 
out by various methods. However, it should be remembered that each of them is 
burdened with errors resulting from the adopted assumptions (e.g. coefficients A 
and f BZT5 in the ATV method) and related to the analysis (e.g. the method of 
sample filtration by microsamples in the particle separation method). The sewage 
susceptibility to biochemical degradation and the character of suspended particles 
depend to a large extent on the source of sewage, including the lifespan of sewage 
system users, the amount of washing and washing agents used, and water con-
sumption. Fractionation by particle size should take place to a much greater ex-
tent, with the help of image analysis methods; for individual sources, a separate 
analysis of grey and black sewage is recommended. Sewage filtration through 
microparticles should be done at set parameters, which would allow partial elim-
ination of accidental error. Differences that have been obtained between the con-
tent of organic fractions obtained by various methods result from the methodo-
logical imperfections outlined above. Nevertheless, such analysis of sewage com-
position allows to obtain information on their susceptibility to biochemical deg-
radation and is helpful in the selection of methods for purification and operation 
of devices, whereas differences between the results obtained in the work and lit-
erature data [Sadecka 2010, Sadecka et al. 2011] are caused by the different origin 
of the material used in the research. 



34                          M. Makowska, A. Sowińska, M. Spychała 

LITERATURE 

1. BACZYŃSKI T.: Przegląd metod służących wyznaczaniu frakcji ChZT 
w ściekach. GWiTS, Nr 10, 20-35, 2010. 

2. BODZEK M., KONIECZNY A.: Wykorzystanie procesów membranowych 
w uzdatnianiu wody. Projprzem-EKO, 2005. 

3. BORG J., EKSTRÖM K.: COD fractionation of wastewater on cruise liners 
before and after advanced treatment, Linköping University, Department of 
Physics, Chemistry and Biology, Bachelor thesis, 16 hp, Educational Pro-
gram: Physics, Chemistry and Biology, Spring term, 2015. 

4. CZERWIONKA K., MĄKINIA J.: Charakterystyka i pochodzenie rozpusz-
czonego i koloidalnego azotu organicznego w odpływach z komunalnych 
oczyszczalni ścieków, Nowe metody redukcji emisji zanieczyszczeń i wyko-
rzystania produktów ubocznych oczyszczalni ścieków, t. 4, 27-37, 2009. 

5. EKAMA G.A., DOLD P.L., MARAIS G. V. R.: Procedures for determining 
influent COD fractions and the maximum specific growth rate of heterotrophs 
in activated sludge system. Wat. Sci. Tech., vol. 18, Nr 6, 91-114, 1986. 

6. HOCAOGLU S.M., ORHON D.: Particle Size Distribution Analysis of 
Chemical Oxygen Demand Fractions with Different Biodegradation Charac-
teristics in Black Water and Gray Water, Clean - Soil, Air, Water, 41(11), 
1044–1051, 2013. 

7. ŁOMOTOWSKI J., SZPINDOR A.: Nowoczesne systemy oczyszczania ście-
ków. Arkady, 1999 

8. MAKOWSKA M., SPYCHAŁA M.: Organic compounds fractionation for 
domestic wastewater treatment modeling. Polish J. of Environ. Stud. Vol. 23, 
Nr 1, 131-137, 2014. 

9. MIKSCH K., SIKORA J.: Biotechnologia ścieków. PWN, Warszawa ss. 240, 
2010. 

10. MYSZOGRAJ S.: ChZT i BZT5 – miarą biodegradowalności substancji or-
ganicznej, EkoTechnika, T. 4(36), 42-45, 2005. 

11. MYSZOGRAJ S.: Badania podatności na rozkład biologiczny ścieków by-
towo – gospodarczych w warunkach testów laboratoryjnych, Przemysł Che-
miczny vol. 87 Nr 5, 2008. 

12. MYSZOGRAJ S., & SADECKA, Z.: Frakcje ChZT w procesach mecha-
niczno-biologicznego oczyszczania ścieków na przykładzie oczyszczalni ście-
ków w Sulechowie. Rocznik Ochrona Środowiska, 6, 233-244, 2004. 

13. PASZTOR P. THURY J., PULA I.: Chemical oxygen demand fractions of 
municipal wastewater for modeling of wastewater treatment, Int. J. Environ. 
Sci.Tech., Nr 6 (1), 51-56, 2009. 



Cod fractions in municipal sewage - comparison of determination methods 35 

14. RÖSSLE W. H., PRETORIUS W. A.: A review of characterisation require-
ments for in-line prefermenters Paper 1: Wastewater characterization, Water 
SA Vol. 27 Nr 3, 2001. 

15. SADECKA Z.: Podstawy Biologicznego oczyszczania ścieków. Wydawnic-
two Seidel – Przywecki, ss. 220, 2010. 

16. SADECKA Z., PŁUCIENNIK-KOROPCZUK E., SIECIECHOWICZ A.: 
Charakterystyka ścieków surowych na podstawie frakcji ChZT, Inżynieria 
i Ochrona Środowiska, t.14, nr 2, 145-156, 2011. 

17. SOCHACKI A., PŁONKA L., MIKSCH K.; 2009. Kilka refleksji o wyko-
rzystaniu modeli matematycznych w symulacji procesów oczyszczania ście-
ków metoda osadu czynnego. Polska Inzynieria Środowiska pięć lat po wstą-
pieniu do Unii Europejskiej. T1, 289-298. 

18. STOKES A.J., WEST J.R., FORSTER C.F., DAVIES W.J., 2000. Under-
standing some of the differences between the COD- and BOD- based models 
offered in Stoat. Wat.Res., vol. 34, nr 4, 1296-1306. 

19. STRUK-SOKOŁOWSKA, J.; 2014. Specjacja materii organicznej za po-
mocą ChZT w ściekach na wybranym przykładzie. Materiały Eko-dok. 

20. SZAJA A., AGUILAR J.A., ŁAGÓD G.; 2014. Chemical oxygen demand 
fractionation of reject water from municipal wastewater treatment plant, Pro-
ceedings of ECOpole, 8(2). 

21. WU J., YAN G., ZHOU G., XU T; (2014. Wastewater COD biodegradability 
fractionated by simple physical–chemical analysis, Chemical Engineering 
Journal 258, 450–459. 

22. ZAWILSKI M., BRZEZIŃSKA A.; 2009. Variability of COD and TKN frac-
tions of combined wastewater. Polish J. of Environ. Stud., vol. 18, nr 3, 501-
505. 

 
 


