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Abstract

Phosphorus in wastewater sludge is a valuable resource although coagulated sludge reported to
give only 10% of plant availability of phosphates. Since all Al and Fe added as coagulants end up in
sludge, the potential to substitute them with cationic coagulants was studied. During combined
coagulation, substitution possibilities up to 44% were observed with low coagulant-to-particle ra-
tio where the adsorption-charge neutralisation (ACN) anticipated being the predominant me-
chanism. Comparatively high coagulant-to-particle ratio preferred Sweep-floc mechanism giving
<20% substitution possibilities, though even lower values anticipated at higher phosphate re-
movals. The cationic polymers’ ability to compete with positively charged Al- and Fe-hydrolysis
products was argued as the explanation for higher substitution possibilities during ACN mechan-
ism. Substitutions can be enhanced with dual coagulation with intermediate sludge separation by
avoiding competition between two coagulants.
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1. Introduction

Over 70% of municipal wastewater in Norway is treated with a coagulation process [1] which annually con-
sumes about 60,000 tons of inorganic coagulants consisting with 5% - 18% of aluminium or iron [2]. These co-
agulants remove phosphorus very efficiently from wastewater thus solve a serious environmental problem.
Norway has invested heavily in chemical precipitation as the main wastewater treatment process to manage eu-
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trophication of the lakes and rivers.

Wastewater sludge is no longer treated as a waste, but a resource. Over 70% of wastewater sludge in Norway
is now used in agriculture benefiting the high content of nitrogen and phosphorus [1]. Phosphorus, which is a
key element in mineral fertilizers, is anticipated to face a global deficit in the near future. The estimates show
that the demand of phosphorus will exceed the supply by 2035 and the mineral phosphorous will disappear
within the next 50 - 100 years [3]. The phosphorus prices has doubled since 2007, while there were periods with
800% price increase due to the scarcity in supplies [4].

However, there is a challenge with sludge from coagulation processes: Almost all aluminium and iron added
during the coagulation process are transferred to the sludge. The plant availability of phosphorus (PAP) is sig-
nificantly reported to be reduced in sludge from the chemical treatment plans; particularly where aluminium or
iron salts is used as the precipitant. Krogstad in 2010 [5] reported that the PAP of sludge from wastewater
treatment plants (WWTP) using aluminium and iron coagulants were about 10% and 24% respectively, com-
pared to the sludge from biological treatment plants and mineral fertilizers [6].

Previous studies on PAP of coagulated sludge have reported that there is no significant difference of PAP in
coagulated sludge and mineral fertilizers [7]-[11]. However, several recent studies have indicated that the higher
the content of aluminium or iron in sludge, the lower the PAP [12]. Plant growth studies has documented that
the content of aluminium or iron in sludge is inversely proportional to the phosphorus uptake by plants [13].
Thus, it is concluded that reduction of aluminium or iron in sludge will increase the PAP.

This paper presents results of attempts to reduce aluminium and iron content in sludge by substituting inor-
ganic coagulants with organic coagulants, and discusses the limiting factors together with influence of coagula-
tion mechanism.

2. Material and Methods

Part of the experiments was done in the laboratory with synthetic wastewaters enabling better replicability as
well as the possibility for manipulating the composition of wastewater for various experimental conditions. We
have chosen a synthetic wastewater composition representing common wastewater conditions and which have
been successfully used in previous experiments [14]. For the current experiments wastewater with two variable
phosphate contents and three particle contents were used. The properties of wastewaters are given in Table 1.

A part of experiments were carried out on domestic wastewater from three WWTPs in the Oslofjord area:
Tansberg WWTP, Sandefjord WWTP and Larvik WWTP. All three plants use coagulation as the main treatment
process and deliver the sludge for agricultural purposes.

All used chemicals were pure chemicals from Merck and VWR Prolabo apart from humic acid, which was
from Aldrich. Dry full-cream milk powder from Viking and potato starch from the Norwegian potato industries
were used. Commercially available Aluminum Sulfate solution from Kemira (KEMIRA ALS) and 1 g/l solu-
tions of commercially available polymer (FO-4240) from SNF Floerger were also used. The Kemira ALS solu-
tion is an inorganic salt (Al,(SO4)5-14H,0) with very low iron concentrated and commonly used in potable wa-
ter and wastewater treatment applications and the FO-4240 is a high molecular weight and low charge density
(cationicity 20% mol) organic cationic polymer. Flocculant solution was vigorously homogenised with a mag-
netic stirrer until the flocculant was completely dissolved. Commercially available prepolymerised aluminium
coagulant (KEMIRA PAX-XL-61) aqueous solution and Ferric Chloride Sulfate (KEMIRA P1X-318) from Ke-
mira were used as coagulants with some experiments with domestic wastewater, enabling comparison with pre-
sent full scale practices at WWTPs.

Table 1. Typical properties of two synthetic wastewater samples.

High phosphates Medium phosphates Low phosphates
Turbidity (NTU) 476 480 202
Total Phosphorus (mg/L) 9.9 7.53 199
Suspended solids (mg/L) 480 480 54
Ortho Phosphate (mg/L) 6.06 3.86 2.57
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Analysis were carried out using Hach Lange CLK349 and CLK350 rapid tests using Hach DR 3900 spectro-
photometer and Hach LT 200 dry thermostat. Turbidity was measured by Merck Turbiquant 3000 IR while SS
was measured using Norwegian standard methods.

Coagulation process with inorganic salts significantly depends on the pH, which is reduced after coagulant
addition due to the hydrolysis. The coagulation pH was held constant during the tests independently on the co-
agulant dosages by adjusting the raw water pH to result in the desired pH, which was 7.5 in this series of ex-
periments.

The coagulation experiments were carried using a Kemira Flocculator 2000 jar-test apparatus with six stan-
dard 1 L beakers. Samples were rapidly mixed at 400 rpm for 30 seconds followed by slow mixing at 30 rpm for
10 min, and then sedimentation for 15 min. At the beginning of the rapid mixing, Al- or Fe coagulants and cati-
onic polymer (FO-4240) were added simultaneously to the jars. After sedimentation, 180 ml of supernatant was
taken as sample for further manual analysis. Inorganic coagulant dosage ranges suitable for wastewater types
were varied while cationic polymer dosage range was kept constant between 0 to 7 mg/l. Turbidity, SS, pH, total
phosphates (Total-P) and ortho phosphates (Ortho-P) were measured in the supernatant. Randomly selected
samples were analyzed in several replicates to control accuracy and to reduce the human errors.

3. Results and Discussion

We have carried out series of jar tests with 6 types of wastewater representing low-medium-high concentrations
of particles and phosphates. Figure 1 shows the results for wastewater with high particle and phosphate con-
tents.

Particle and phosphate removals in Figure 1(a) and Figure 1(b) are comparable to each other, and show that
at lower aluminium dosages, the impact of cationic polymers are quite significant. The influence of cationic
polymers diminishes with the increase of Al-dosage. For example, an 80% removal of SS or 50% removal of
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Figure 1. Influence of cationic polymers on SS (a) and phosphates (b) removal
with aluminium sulphate, in wastewater with high SS and high phosphates.
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total-P was possible either with 9 mg-Al/l or 5 mg-Al/l combined with 1 mg/l of cationic polymers. To achieve
90% removal of SS or phosphates was possible with 13 - 15 mg-Al/l. However, the influence of cationic poly-
mers was insignificant. We have repeated the results with two cationic polymers and the results were analogical.

Table 2 summarises the impact of cationic polymers on removal rates at 5 and 10 mg-Al/l dosages. Molar ra-
tio Al: P for the two dosages for six water types are also given for reference. The percentage values are given as
the average of two cationic polymer types. Waters with high particle and phosphate contents had a significant
influence (shaded values) by cationic polymers at lower treatment levels. With the reduction of particles, phos-
phates or increase of aluminium dosages (high coagulant-to-particle ratio), the differences became much less
significant.

Figure 1 and Table 2 confirm that the impact of cationic polymers are largest when there are more particles
and phosphates (low coagulant-to-particle ratio) as well as when the removal efficiencies are lower. These jar
tests were done with simultaneous addition of Al coagulant and cationic polymer, thus a competition between
the species of the two coagulants can be anticipated. When there are more particles and/or phosphates compared
with the Aluminium, the dominance of adsorption-charge neutralisation (ACN) mechanism compared with
Sweep-floc mechanisms can be anticipated. When the removal rates are lower, the amount of Al-species avail-
able is also lower thus the same conditions and results can be anticipated. When the ACN is the dominant
mechanism, it is obvious that positively charged species from hydrolysis and cationic polymers have better op-
portunities to compete with each other under “similar” conditions; thus we can anticipate a higher substitution of
inorganic coagulants by cationic polymers.

Similarly, when there is too much Al-species compared with the amount of particles (for e.g. water with low
concentrations), the Sweep-floc mechanism is favoured and cationic polymers have less possibility to compete
and substitute aluminium. The same situation occurs at higher removal rates under these tests, as the amount of
Al-species versus particles or phosphates were much higher due to higher dosages, thus a similar situation oc-
curs.

This concludes that for the extremely high SS and phosphate removal rates which are anticipated in Scandi-
navian WWTPs, it will be difficult to obtain significant reduction of aluminium and iron coagulants with cati-
onic coagulants, when both coagulants are added simultaneously.

Nevertheless, if the two coagulants are added separately, it would be possible to achieve a significant substi-
tution of aluminium with cationic polymers as there will be no competition between them. However the down-
side then will be the need for infrastructure and operational modifications to accommodate two coagulation
stages.

Additional jar tests were carried out using domestic wastewater samples from three WWTPs, and the results
are presented in Figure 2. The removal efficiencies of phosphates are depicted as a function of molar ratio be-
tween Al or Fe to P. In these experiments we have used both aluminium and iron coagulants interchangeably but
the results are presented in a comparable manner as molar ratios.

Table 2. Influence of cationic polymers on SS and Total-P removal efficiencies.

Difference in SS . . L
Raw water .. Difference in total-P removal efficiencies
removal efficiency

particle Phosphate r\r’]\g_tgsl With 10 mg-Al/l With 5 mg-Al/l With 10 mg-Al/l
Difference Alfa;?(? lar Difference Alfa{?é) lar
L L 45% 7.0% 12.0% 11 9.5% 21
M L 7.5% 3.0% 5.0% 11 3.5% 21
M M 5.0% 6.0% 6.5% 0.8 8.0% 15
H L 32.5% 9.0% 44.0% 11 17.5% 21
H M 25.0% 8.0% 40.0% 0.8 11.0% 15
H H 25.0% 11.0% 40.0% 06 10.0% 12
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Figure 2. Removal efficiency of total-phosphates in wastewater from three
WWTPs with and without cationic polymers. Top: Tgnsberg WWTP, middle:
Lillevik WWTP; bottom: Sandefjord WWTP.
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The filled circles in Figure 2 present the tests without polymers and empty circles refer to tests with cationic
polymers. The single cross in each figure refers to the dosage which the WWTP was using at the sampling time.
In all three WWTPs this ratio was between 4 and 5, which is quite high compared with the synthetic wastewater.
A survey among average molar ratios used in ten Norwegian WWTPs revealed values between 2.0 - 5.0 with
exception of one WWTP [15]. Compared with the theoretical requirement of 1 mole of aluminium per 1 mole of
phosphates in aluminium phosphates, these values are much higher. On the other hand, the Al: P ratio will al-
ways be higher than 1 during the efficient phosphate removal by coagulation, as a part of aluminium end up in
aluminium hydroxide making it unavailable for phosphate removal [16].

The task is to reduce as much as possible aluminium or iron dosage during coagulation as they will always
end up in sludge. Figure 2 shows that 20% - 25% of aluminium or iron coagulants could be substituted if the
anticipated treatment efficiencies are 85% - 90%. In most situations, the phosphorus removal requirement is well
above 90%, indicating that the substitution possibility will be lower than 25%. Such a low substitution values
may be not worth the trouble of having two coagulants, while dual coagulation with separate separation will
give much better substituting opportunities.

Comparing the results from the synthetic wastewater, it becomes clear that better treatment efficiencies were
possible with synthetic wastewater at lower coagulant dosages. This due is to considerably lower phosphate
concentrations in domestic water during the specific sampling period. Considering the molar ratios and the dis-
cussion on coagulation mechanisms with synthetic wastewater, it is reasonable to assume that all tests presented
in Figure 2 were running under the Sweep-floc condition, which will also make it difficult to increase the sub-
stitution by a cationic coagulant.

4. Conclusions

Studies show that the reduction of aluminium and iron is sludge will proportionally increase the plant availabil-
ity of phosphorus in coagulated sludge. Since all aluminium and iron used in coagulation will go over to sludge
substituting these ions with cationic polymers during coagulation would be a potential solution.

It is assumed that cationic polymers and positively charged inorganic species (Metal hydrolysis species)
compete with each other in destabilisation of colloidal systems. It is anticipated that although the cationic poly-
mers may compete successfully at low dosages per particles where adsorption-charge neutralisation mechanism
is predominant. However at higher specific dosages, the ratio of aluminium to particles or phosphate is so high
that the Sweep-floc mechanism will be preferred. During Sweep-floc mechanism, cationic polymers have insig-
nificant possibilities to compete with inorganic hydrolysis species.

Very good substitution possibilities up to 44% were observed at lower treatment efficiencies or highly con-
centrated wastewater, where the amount of particles per unit coagulant is assumed to be low enough to make the
adsorption-charge neutralisation as the predominant coagulation mechanism.

The substitution of up to 20% was possible during other situations. Since Scandinavian WWTPs require
phosphate removals well above 90%, the substitution possibilities with combined coagulation assumed to be
low.

Cationic polymers have documented the possibility of removing particles-thus dual coagulation with interme-
diate sludge separation could be an interesting operational concept where the use and treatment efficiencies with
organic coagulants could be maximised thus the need for inorganic coagulants will be minimised.

Further research to quantify the hypotheses is required and recommended.
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