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preparation and evaluation 
of zeolites for ammonium removal 
from municipal wastewater 
through ion exchange process
Samuela Guida1, chris potter2, Bruce Jefferson1 & Ana Soares1*

the application of ion exchange process for ammonium  (nH4
+-n) removal from wastewater is limited 

due to the lack of suppliers of engineered zeolites which present high ammonium exchange capacity 
(Aec) and mechanical strength. this study focuses on the preparation and evaluation of synthetic 
zeolites (Zeolite1-6) by measuring AEC and resistance to attrition and compression, against natural 
(clinoptilolite) and engineered zeolite (reference, Zeolite-n). At high  nH4

+-N concentrations, Zeolite6 
and Zeolite2 showed capacities of 4.7 and 4.5 meq  NH4

+-N/g media, respectively. In secondary effluent 
wastewater (initial  nH4

+-N of 0.7 meq  NH4
+-N/L), Zeolite1, 2 and 6 showed an AEC of 0.05 meq  NH4

+-
N/g media, similar to Zeolite-N (0.06 meq  NH4

+-N /g media). Among the synthetic zeolites, Zeolite3 
and 6 showed higher resistance to attrition (disintegration rate = 2.7, 4.1 NTU/h, respectively) when 
compared with Zeolite-N (disintegration rate = 13.2 NTU/h). Zeolite4 and 6 showed higher resistance 
to compression (11 N and 6 N, respectively). Due its properties, Zeolite6 was further tested in an 
ion exchange demonstration scale plant treating secondary effluent from a municipal wastewater 
treatment plant. However, Zeolite6 disintegrated after 2 months of operation, whilst Zeolite-N 
remained stable for 1.5 year. This highlighted the importance of the zeolite’s mechanical strength 
for successful application. in particular, future work should focus on the optimization of the zeolite 
production process (temperature, time and dimension of the kiln during calcination) to obtain an 
engineered zeolite with a spherical shape thus reducing eventual sharp edges which can affect 
mechanical strength.

Nitrogen compounds, such as ammonium  (NH4
+-N), nitrite  (NO2

–N) and nitrate,  (NO3
–N) can have a detrimen-

tal effect on the water quality of rivers and  lakes1. For this reason, the Water Framework Directive 2000/60/EC 
and Council Directive 91/271/EEC have established stringent limits on the discharge of these compounds into 
water  bodies2,3. These regulations require that the effluent of wastewater treatment plants have an ammonium 
concentration as low as 1 mg  NH4

+-N/L and maximum 30 and 50 mg  NO3
–N/L for nitrate discharge in freshwater 

and seawater,  respectively1–3. Conventional methods to decrease ammonium concentration from wastewater, 
such as biological nitrification–denitrification4, present limitations obtaining such a low total nitrogen concen-
trations and environmental concerns due to the production of greenhouse  gases5. The use of ion exchange (IEX) 
systems for the selective removal of ammonium from wastewater is becoming increasingly attractive due to its 
high removal efficiency, low greenhouse gas emissions, competitive cost, and relative simplicity of  operation6. 
The most effective IEX media are characterized by great selectivity for the target pollutant, high specific surface 
area and ability to be regenerated allowing for its re-use multiple  times7. However, most of the recent studies 
concerning the IEX process for ammonium removal are limited to laboratory scale  analysis1. It is crucial to 
investigate the loss of ion exchange media and its annual replacement as this can increase costs  significantly8. 
Other parameters that can impact costs are media capacity in between regenerations (more specifically the empty 
bed contact time, EBCT)1 and hydraulic  capacity9. These properties can be correlated to the production of the 
IEX media and its physico-chemical characteristics such as the cation exchange  capacity10, the selectivity for 
ammonium in presence of competitive  ions11, as well as its mechanical strength (Fig. 1).
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Currently, the most used ion exchange media for ammonium removal is the natural zeolite clinoptilolite (in 
the activated Na-form) which has been showed to have ammonium exchange capacity of up to 19 g  NH4

+-N/
kg media (1.1 meq  NH4

+-N/g media) when treating domestic wastewater with initial concentration of 27 mg 
 NH4

+-N/L (1.5 meq  NH4
+-N/L) and pH 7.712.

Zeolites are well known crystalline aluminosilicate minerals found in nature containing a framework of 
 [SiO4]4− and  [AlO4]5− tetrahedra linked by their corners through oxygen atoms. Natural zeolites are character-
ized by the general formula of  M2/nOAl2O3xSiO2yH2O where M is the metal cation which compensates for the 
excess negative charge of the tetrahedra, n is the cation valence, x the number of Si tetrahedra (varying from 
2 to 10) and y is the number of water molecules (varying from 2 to 7)11,13. The chemical bond between oxygen 

Figure 1.  Properties of the ion exchange (IEX) process and characteristics of the IEX media needed to be 
considered for practical implementation of the IEX process at bigger scale.
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shared by the tetrahedra leads to the formation of cages and channels within the zeolite matrix, which can lodge 
water molecules as well as cations (usually  Na+,  Ca2+,  K+ and  Mg2+). These cations can be exchanged with the 
surroundings, following Eq. (1).

where z+A  and z+B  are the valences of the respective cations and L is defined as the portion of the zeolite frame-
work that is negatively  charged13. In the presence of ammonium rich liquids,  NH4

+-N is exchanged with the 
cations present in the  framework14. The exchange capacity of the zeolite depends on several factors such as the 
negative charge of its framework structure (due to Si/Al ratio) as well as size, concentration and charge of the 
exchange  ions13.

To improve the selectivity and the exchange capacity, natural zeolites can be engineered by single or com-
bined treatments that include heating and reaction with chemicals such as acids, bases and inorganic  salts15. The 
chemical modification of clay and other aluminium-bearing minerals leads to formation of synthetic zeolites, 
such as Zeolite-N, which has an ammonium exchange capacity (AEC) up to 45–55 g  NH4

+-N/kg (2.5–3.1 meq 
 NH4

+-N/g media), that is significantly greater that the natural occurring  zeolites16,17. The natural materials pre-
sent octahedrally coordinated  Al3+ while the synthetic zeolites presents tetrahedrally coordinated  Al3+, which 
results in increased  AEC18.

The scale-up of the IEX process using engineered zeolites for the removal of ammonium from wastewater is 
limited by the lack of commercial suppliers. Zeolite-N presented high potential for the wide application of IEX 
 processes18, but it was commercially available for only a short period of time and no substitute media is currently 
on the market. Therefore, to maintain the operation and avoid decommissioning of already existing IEX plants 
as well as implement the process at bigger scale, it is a crucial need to find suitable media that can replace or 
even surpass the performance of Zeolite-N. However, to the authors knowledge, no study has been performed to 
investigate possible engineered zeolites for this application. Existing studies mainly focus on measuring or max-
imising exchange capacity and very few emphasise the mechanical strength of the media. The latter, is considered 
an essential characteristic to prevent cracking and disintegration of media in the IEX fixed bed columns which 
could result in the need to replace the media frequently as well as the need of additional filtering  equipment19. The 
aim of this work was to test zeolites granulated through different calcination processes (temperature and time) 
and investigate its impact on the ammonium exchange capacity, regeneration efficiency and mechanical strength 
(resistance to attrition and compression), the key characteristics for IEX application by the wastewater industry.

Results
Maximum ammonium exchange capacity in mono-component solution. When using a mono-
component solution containing a high ammonium concentration (55.6 meq  NH4

+-N/L, 1,000 mg  NH4
+-N/L), 

the maximum ammonium exchange capacity (AEC) of Zeolite-N was 4.3 ± 0.5 meq  NH4
+-N/g media (Fig. 2a). 

In comparison, Zeolite6 and Zeolite2 presented higher AEC (4.7 ± 0.04 and 4.5 ± 0.4  meq  NH4
+-N/g media, 

respectively) while the AEC of the other media ranged between 3.6–3.9 meq  NH4
+-N/g media with the lowest 

value registered for Zeolite4 (3.6 ± 0.8 meq  NH4
+-N/g media) (Fig. 2a).

operational ammonium exchange capacity in municipal wastewater. To investigate the oper-
ational AEC of the zeolites, experiments were also performed in municipal wastewater (Fig.  2a) with initial 
ammonium concentration was 0.7 meq  NH4

+-N/L (12.7 mg  NH4
+-N/L). Zeolite-N presented the highest AEC 

(0.06 ± 0.002 meq  NH4
+-N/g media), followed by Zeolite1, 2 and 6 (0.05 ± 0.003 meq  NH4

+-N/g media). Zeolite3, 
5 and Clinoptilolite presented lower AEC (0.03–0.04 meq  NH4

+-N/g media). By using the statistical software 
JMP, it was confirmed that AEC depended on the zeolite used (p < 0.0001).

The stability of AEC in wastewater and regeneration capacity  (Qreg) was assessed over multiple cycles as 
an indicator of the reusability of the media (Fig. 2b). Zeolite-N presented the highest AEC (0.052 ± 0.03 meq 
 NH4

+-N/g media) with minimum decrease (6%) between the first and tenth cycle. Zeolite-N also presented the 
highest  Qreg (0.046 ± 0.04 meq  NH4

+-N/g media) which slightly increased (7%) between the first and the tenth 
cycles, reaching a regeneration efficiency of 90–100% (Fig. 2b). For clinoptilolite and Zeolite2, after 10 cycles, the 
AEC decreased (15% and 3%, respectively) and the  Qreg too (11% and 3%, respectively) while no clear pattern 
in the variation of AEC and  Qreg was identified for the other zeolites (Fig. 2b). However, no statistical difference 
was found when comparing the first and tenth cycles (p < 0.986) for the AEC of all the media except Zeolite5 
(p < 0.008).

Considering all the media and cycles, statistical analysis revealed a significant effect for the ammonium 
exchange capacity in wastewater and during the regeneration phase depending on the media used (p < 0.0001). 
Additionally,  Qreg was affected by the number of cycles (p < 0.0012) and it depended on the media used 
(p < 0.0219).

Zeolites’ mechanical strength. The mechanical strength of the zeolites was defined as the media resist-
ance to attrition and compression. The resistance to attrition was correlated with the turbidity measurements, 
following the principle that increase in turbidity was correlated to the media disintegration over time, as an indi-
cator (Fig. 3). In the first 2 h of agitation, the disintegration rate of Zeolite-N was 13.2 NTU/h. In comparison, 
higher values were registered for Zeolite5 and Zeolite2 (17.5 and 16.2 NTU/h, respectively) and Zeolite1 and 
Zeolite4 (14.4 and 13.9 NTU/h, respectively). On the other hand, Zeolite3, Zeolite6 and Clinoptilolite showed 
high resistance to attrition with disintegration rates between 2.7 and 4.1 NTU/h. Lower disintegration rates were 
registered for all the media in between 2–24 h of agitation (0.09 ± 0.02NTU/h).

(1)zBA
z+A + zABLzB ↔ zAB

z+B + zBALzA
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For the compression test, each media (30 beads/media) was subjected to increasing loading pressure and the 
force applied at breaking point was registered (Fig. 4). Zeolite-N resisted to a pressure up to 7.9 ± 1.7 N before 
breakage. Clinoptilolite showed the highest compression resistance (loading pressure of 38.6 ± 11.5 N before 
breakage). Zeolite4 and 5 resisted a load up to 11.3 ± 3.9 N and 16.5 ± 3.2 N, respectively while, for the other 
media, the average load before breakage was between 3.9–5.7 N (Fig. 4).

implementation of zeolite at demonstration scale. Zeolite-N and Zeolite6 were chosen among all 
the media tested for further tests in a demonstration scale IEX and fed with wastewater with an  NH4

+-N of 
0.8 ± 0.3 meq  NH4

+-N/L (Table 2). In the IEX-D plant, Zeolite-N presented an AEC between 0.13–1.32 meq 
 NH4

+-N/g media and  Qreg between 0.05–0.29  meq  NH4
+-N/g media. On the other hand, lower values were 

registered for Zeolite6 for both AEC (0.01–0.95 meq  NH4
+-N /g media) and  Qreg (0.14–0.24 meq  NH4

+-N/g 
media). Zeolite6 was used for a total of 3 cycles due to unexpected intensive breakage of the media which clogged 

Figure 2.  Operational ammonium exchange capacity (AEC) in municipal wastewater  (Cin = 0.7 meq  NH4
+-

N/L) and maximum AEC in mono-component solution  (Cin = 55.6 meq  NH4
+-N/L) of natural and synthetic 

zeolites—(a); and comparison of the AEC in wastewater and regeneration capacities  (Qreg) of the media at cycle 
1 and cycle 10 of batch test in municipal wastewater  (Cin = 0.7 meq  NH4

+-N/L)—(b).
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the media bed thus preventing the wastewater and regenerant to flow inside the IEX-D plant. In particular, a 
media loss of 0.027% per month was estimated for Zeolite-N, while, for Zeolite6, the loss was of 10% per month. 
After 7 and 3 cycles of operation with Zeolite-N and for Zeolite6, respectively, samples of each media were col-
lected. Analysis at the optical microscope revealed high disintegration (smaller particles) for Zeolite6 when 
compared to the fresh material (Fig. 5a). When completing a strong agitation tests for a period of 1 h, Zeolite-6 
showed higher disintegration rate (67.7 NTU/h) compared to Zeolite-N (10.5 NTU/h) thus indicating the lower 
mechanical strength (Fig. 5b,c).

Discussion
Natural and synthetic zeolites were compared to the well-known Zeolite-N for their ability to remove ammonium 
 (NH4

+-N) as ion exchanging media from municipal wastewater (Table 1). The maximum ammonium exchange 
capacity (max AEC) in mono-component solution  (Cin = 55.6 meq  NH4

+-N/L) was considered a primary good 
indicator for the comparison of the ion exchange media as it defines theoretical amount of ammonium ions that 
can be accommodated by the ion  exchanger20. In accordance to  literature16,17, Zeolite-N presented max AEC of 
4.3 meq  NH4

+-N/g media. Similar results were obtained for Zeolite6 and Zeolite2 (4.7 and 4.5 meq  NH4
+-N/g 

media, respectively). The max AEC of the other media ranged between 3.6 and 3.9 meq  NH4
+-N/g media and, 

in particular, the max AEC obtained for Clinoptilolite (3.7 meq  NH4
+-N/g media) was in agreement with other 

Figure 3.  Turbidity measurements of the ion exchange media over 24 h of agitation at 200 rpm (t = 0-24 h), 
presented as ln(turbidity, NTU) over time, on the left, disintegration rate (NTU/h) of the ion exchange media in 
the period 0-2 h and 2-24 h.

Figure 4.  Maximum load at breaking point (N) registered for each media (average of 30 beads/media) when 
subjected to increasing pressure until breakage; force applied at breaking point was registered with an accuracy 
of 0.5%. Measurements were performed on fresh media.
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 studies17 (Fig. 2a). Other materials, such as hydrogels have been shown promise with capacities of 4.3 ± 0.5 mg 
 NH4

+-N/g in wastewater with initial concentration of 33 mg  NH4
+-N/L, contact time of 30 min and regenera-

tion with pH 4  solution21.
The AEC is dependent on the ammonium concentration in the  solution22 and on the presence of compet-

ing ions  (K+,  Na+,  Mg2+,  Ca2+,  Fe2+;3+) which can affect the selectivity for the ammonium  ions23. In municipal 
wastewater  (Cin = 0.7 meq  NH4

+-N/L), Zeolite-N presented the highest AEC both compared to the other syn-
thetic zeolites and the natural clinoptilolite. The AEC in wastewater can be connected to the lower Si/Al ratio 
of Zeolite-N (Si/Al = 1.5) compared to the clinoptilolite (Si/Al = 4) and Zeolite1-6 (Si/Al = 1.7–2) (Table 1). In 
fact, an increase in the Si/Al ratio results in a decrease of the cation concentration and ion exchange capacity 
(proportional to the aluminium content)24,25. As for the maximum AEC, also in wastewater, similar results were 
obtained for Zeolite2 and 6 (Si/Al = 1.7 and 1.8, respectively), which indicated that these media could be chosen 
as potential candidates to replace Zeolite-N (Fig. 2a). The mechanisms of ammonia removal with zeolites have 
been indicated to occur via ion exchange and electrostatic  interactions26. The latter is determined by the point of 
zero charge and isoelectric point that is the pH at which the zeta potential is zero, indicating a balance of positive 
and negative  charges27. Clinoptilolite has been shown to have an isoelectric point < 2, meaning that this media 
is negatively charged at the wastewater pH and hence the ammonium ion is positively charged, there could be 
surface  adsorption28. Nevertheless, with the zeolites tested in this study, the ammonia exchange capacity cor-
relates well with the changes in Al:Si ratio and so this indicates that the ion exchange mechanism is potentially 
the more important removal pathway. Also, the fact the zeolites can be regenerated with KCl, also indicates the 
IEX pathway is dominant in relation to the electrostatic uptake. This was also the conclusion from the study 

Figure 5.  Optical microscope images (Optech Microscopes Ltd, 3X) of Zeolite-N (1; 2) and Zeolite6 (3;4) 
before (1;3) and after (2;4) operation of the IEX demonstration scale plant—(a); Erlenmeyer flask filled with 
Zeolite6 (Zeo6) and Zeolite-N (ZeoN) after the IEX demonstration plant operation, in agitation for t = 20 min, 
experiment in triplicate—(b); turbidity profile of Zeolite-N and Zeolite6 when subjected to agitation (at 
200 rpm)—(c).
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from Sánchez-Hernández et al.26 using zeolite obtained from a hazardous Al-containing waste and NaCl as a 
regenerant.

When subjected to multiple cycles of ammonium uptake and regeneration, Zeolite-N presented similar values 
for AEC in wastewater and  Qreg thus indicating an efficient ion exchange process (Fig. 2b). When compared to 
Zeolite-N, Zeolite1-2 and 6, presented similar AEC which slightly decreased between the first and the last cycle. 
However, the  Qreg were lower when compared to the one of Zeolite-N indicating that the reusability of these 
media is not as high as Zeolite-N.

Successively, the media were compared for their mechanical strength. This property was in fact considered 
necessary for the use of the media in IEX columns where it is subjected to mechanical  stress19. The strength of 
the media was studied in terms of resistance to attrition and compression (Fig. 3, 4). Clinoptilolite presented 
higher resistance to attrition and compression when compared to Zeolite-N. On the other hand, considering the 
synthetic zeolites, it was no possible to clearly conclude what media was stronger than Zeolite-N. In fact, Zeolite3 
and 6 showed higher resistance to attrition, while Zeolite4 and 5 showed higher resistance to compression. It is 
important to consider that, as presented in Table 1, the media differed for shape and, in the case of the synthetic 
zeolites, for the production process. In particular, Zeolite1-6 were subjected to different calcination times and 
temperatures and calcined in different scales of kiln. According to Johnson et al.29 a prolonged calcination pro-
cess, leaves the material completely porous, thus affecting its resilience or flexibility. In fact, Zeolite3, which was 
produced with the longest time of calcination when compared to the other media (12 h, industrial scale kiln), 
showed the lowest resistance to compression (3.9 N). Additionally, when compared to Zeolite-N, all the media 
presented a low sphericity, with sharp edges on their surface which could have had in impact on how the media 
responded to the mechanical stresses. Studies completed on the compressibility of various commercial granular 

Table 1.  Natural and synthetic zeolites tested in this work.

Material Production process Si/Al SEM (Tescan-
Vega3)

Clinoptilolite Mined in Inyo County, California and 
shipped to processing facility in 
Winston, NM, to be stored, crushed, 
screened, and packaged

4.0

Zeolite-N Recipe in Table 2 in [16]; T<100°C, 
reaction time <20 h

1.5

Zeolite1 Calcined in a stepped heat treatment 
(total of 2 h) in a lab scale kiln up to 
550°C

1.8

Zelolite2 Calcined in a lab scale kiln at 550°C 
for 2 h

1.7

Zeolite3 Calcined in an industrial scale kiln at 
550°C for 10-12 h

1.7

Zeolite4 Calcined in an industrial scale kiln at 
550°C for 2 h

1.8

Zeolite5 Calcined in an industrial scale kiln at 
500°C for 1 h (small batch)

2.0

Zeolite6 Calcined in an industrial scale kiln at 
500°C for 1 h (large batch)

1.8
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activated carbon materials, also discussed the impact of media sharp edges and variability of the compressibility 
 measurements30. These results suggested that particular attention needs to be given to the production of the media 
especially considering its porosity and shape. When producing new media, it is important to obtain an optimal 
size of the particles. In fact, the AEC of the media is also affected by the particle size with smaller dimension 
resulting in higher AEC due to an increase in specific surface area available for the ammonium  exchange6. Fol-
lowing previous  studies1, all the synthetic zeolites were filtered to obtain a 1–2 mm particle size. On the other 
hand, the size of the Clinoptilolite particles ranged between 2.5–3.5 mm which could have affected both the AEC 
capacity tests and the attrition and compression tests.

Finally, the possibility to replace Zeolite-N with one of the other media in a demonstration scale system was 
investigated (Table 2). In particular, Zeolite6 was chosen as, from the experiments conducted at laboratory scale, 
Zeolite6 and Zeolite-N presented similar ammonium exchange capacities in wastewater (0.06 and 0.05 meq 
 NH4

+-N/g media, respectively). Regarding the mechanical strength, the laboratory scale experiments, showed 
the Zeolite-N has slightly higher resistance to compression but lower resistance to attrition, when compared to 
Zeolite6. Following the results from previous  studies1,31, at demonstration scale, Zeolite-N was used to remove 
ammonium from secondary effluent wastewater at an empty bed contact time of 10 min while 10 bed volumes 
of regenerant were used for restoring the initial capacity of the media. In these conditions, Zeolite-N presented 
AEC = 0.13–1.32 meq  NH4

+-N/g media and  Qreg = 0.05–0.29 meq  NH4
+-N/g media. When Zeolite-N was substi-

tuted with Zeolite6, a lower EBCT (5 min) was used to test the ammonium exchange capacity in wastewater of 
the media. Compared to Zeolite-N, Zeolite6 presented lower values for both AEC in wastewater (0.01–0.95 meq 
 NH4

+-N /g media) and during regeneration (0.14–0.24 meq  NH4
+-N/g media). The AEC capacity at higher EBCT 

could not be tested due to the intensive breakage of Zeolite6 forced the stopping of the column (10% media loss/
month). The high disintegration of Zeolite6 was correlated to the low sphericity of the media when compared 
to Zeolite-N.

The ion exchange process is efficient at selectively removing ammonium from wastewater. The work completed 
demonstrates the potential benefit of using zeolite N and outlines the key challenges that any new zeolite N media 
must meet to be able to be used within the wastewater sector. The implementation ion exchange process at scale 
is limited by the lack of a supplier for the Zeolite N, which, as confirmed in this study, it is the most efficient 
ion exchange media for ammonium removal. Even though the high ammonium exchange capacity is a crucial 
property of ion exchange media, this work highlighted the necessity to investigate a more efficient production 
method, which can ensure high mechanical strength and, therefore, a longer lifespan of the media thus reducing 
the costs connected to a frequent media replacement.

conclusions
This study focused on the preparation and evaluation of synthetic zeolites (Zeolite1-6) by measuring AEC and 
resistance to attrition and compression, against natural (clinoptilolite) and engineered zeolite (reference, Zeolite-
N). Finding an ion exchange media, which could substitute Zeolite-N, that is no longer available commercially, 
is important to ensure implementation of the process in wastewater treatment plants. The following conclusion 
were made:

1. Zeolite-N presented maximum AEC of 4.3 meq  NH4
+-N/g media. Zeolite6 and Zeolite2 showed increased 

capacities (4.7 and 4.5 meq  NH4
+-N, respectively).

2. In secondary effluent wastewater  (Cin = 0.7 meq NH4 + -/L), Zeolite1, 2 and 6 showed AEC = 0.05 meq 
 NH4

+-N /g media, similar to the AEC registered for Zeolite-N (0.06 meq  NH4
+-N/g media).

3. All the media showed lower reusability during the 10 cycles of batch test when compared to Zeolite-N.

Table 2.  Ion exchange process—specification of the demonstration scale pilot plant.

Units Zeolite-N Zeolite6

Operational parameters

Max wastewater flow rate L/day 10,000 10,000

Regenerant 10% KCl 10% KCl

Flow rate during normal operation L/h 416.7 416.7

Flow rate during backwash L/h 500 500

Volume column filled with media L 69 35

Empty bed contact time (EBCT) during adsorption min 10 5

Bed volumes of regenerant 10 10

Column

Outer diameter mm 315 225

Wall thickness mm 4 4

Inner diameter mm 307 217

Sectional area dm2 7.4 3.7

Cylindrical column height mm 1566 1577

Column volume L 115.9 58.3
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4. The natural clinoptilolite showed higher mechanical strength than Zeolite-N. On the other hand, among the 
synthetic zeolites, Zeolite3 and 6 showed higher resistance to attrition. Zeolite4 and 6 showed higher resist-
ance to compression (11 N and 6 N, respectively). The variability of the mechanical strength of the synthetic 
zeolites was attributed to the difference in the production process (temperature, time and dimension of the 
kiln during calcination).

5. From the laboratory scale experiments, Zeolite6 was chosen as media to replace Zeolite-N at demonstration 
scale. However, once implemented, the media disintegrated after 2 months of operation (10% media loss/
month).

6. This study highlighted the importance of producing synthetic zeolites with mechanical strength. In particular, 
future work should focus on the production of a media with more spherical shape thus reducing eventual 
sharp edges which could have an impact on both the resistance to attrition and compression.

Material and methods
natural and synthetic zeolites. Zeolite-N (synthetic zeolite, NanoChem Pty Ltd, Australia) was used 
as reference material and compared to clinoptilolite (natural zeolite, St. Cloud Mining, New Mexico), and Zeo-
lite1-6 (synthetic zeolites, BYK Additives & Instruments Ltd, Germany). The synthetic zeolites were produced 
according to Mackinnon, Millar and  Stolz16, granulated according to procedure described in Table 1. Clinop-
tilolite had a Si/Al = 4.0 (natural zeolites were reported to have a Si/Al = 3–511,32,33) while lower values of Si/Al 
(1.5–2.0) were measured for the synthetic zeolites (Table 1).

The zeolites were initially washed with deionized water to remove any dust from their surface and sieved to 
obtain the required size (1–2 mm for the synthetic zeolites and 2.5–3.5 mm for the clinoptilolite) before further 
tests.

Municipal wastewater characterization. Municipal wastewater was obtained from Cranfield Uni-
versity wastewater treatment plant in the UK (2,840 population equivalent) after the secondary treatment 
with trickling filters that removed organic carbon. The wastewater was filtered (filter pore diameter 1.2 µm) 
to prevent any residual solids to interfere with the adsorption  tests34. The composition of the wastewater was: 
chemical oxygen demand (COD) was 37.0 ± 12.3 mg/L, ammonium  (NH4

+-N) was 13.6 ± 4.6 mg was  NH4-N/L, 
orthophosphate  (PO4-P) was 6.0 ± 0.25 mg  PO4-P/L, calcium  (Ca2+) was 25.1 ± 1.2 mg  Ca2+/L, potassium  (K+) 
was 25.4 ± 2.2 mg K+/L and the pH was 7.3 ± 0.4.

Ammonium exchange capacity (Aec) of zeolites. The maximum ammonium exchange capacity 
(AEC) of the zeolites was calculated in mono-component solution with an initial concentration of 1,000 mg 
 NH4

+-N/L (55.6 meq  NH4
+-N/L). Successively, the operational AEC in municipal wastewater was calculated 

starting from an initial concentration of 12.7 mg  NH4
+-N/L (0.7 meq  NH4

+-N/L).
The solutions (100 ml) were mixed with 0.5 g of media at 150 rpm for 8 h using the orbital shaker SSL1 (STU-

ART, UK), after which, the remaining ammonium was measured. Experiments were conducted in triplicate. The 
AEC was calculated according to Eq. (2)35:

where AEC is the ammonium exchange capacity (meq  NH4
+-N/g media), Ci and Cf are the initial and final 

ammonium concentration in solutions (meq  NH4
+-N/L), Vtreated is the volume of the solution (L) and M is the 

mass of media (g).
To investigate the reusability of the media over multiple cycles, the zeolites were pre-treated with a fresh solu-

tion of potassium chloride (KCl) 10% w/v (the regenerant) for a period of 2 h to remove any residual ammonium 
from the fresh media surface. Successively, 100 mL of municipal wastewater were mixed with 1 g of the media (i.e. 
10 g/L), in duplicate, mixed by agitation at 150 rpm for a period of 8 h using the orbital shaker SSL1 (STUART, 
UK). The average initial concentration was 12.1 ± 0.3 mg  NH4

+-N/L (0.7 meq  NH4
+-N/L). At the end of each 

cycle, the media were regenerated with a fresh regenerant solution for a period of 2 h for a total of 10 cycles. The 
ammonium exchange capacity (AEC) in wastewater was calculated as in Eq. (2) while the regeneration capacity 
 (Qreg) was calculated as in Eq. (3) (adapted from You et al.36):

where, Qreg is the capacity of regeneration (meq  NH4
+-N/g media); Cr.i and Cr.f are the concentration of ammo-

nium in the regenerant at the beginning and at the end of each cycle (meq  NH4
+-N/g media); Vr.treated is the volume 

of regenerant used (L); M is the same as in Eq. (2).

Attrition and resistance to compression tests. For the attrition tests, 3 g of fresh Zeolite were mixed 
at 200 rpm (in accordance to  literature37,38 with 300 mL of deionized water for a period of 24 h using the orbital 
shaker SSL1 (STUART, UK). Samples were taken at regular intervals (each 15 min during the first hour of treat-
ment and each 2 h from 2 to 24 h of treatment), after 1 min of settling.

The media resistance to compression was measured using the system Instron 5,965 (Instron, UK). Thirty 
beads of each zeolite were singularly positioned in between the compressing disks of the system and subjected 
to an increasing load (measured in Newton, N) until breakage. The force applied at breaking point was registered 
with an accuracy of 0.5%. Measurements were performed on fresh media.

(2)AEC =

[

Ci − Cf

]

∗ Vtreated

M

(3)Qreg =

[

Cr.i − Cr.f

]

∗ Vr.treated

M
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ion exchange demonstration scale plant. Zeolite-N and Zeolite6 were separately tested for ammo-
nium removal in an ion exchange demonstration scale plant (IEX-D) (Table 2) treating 10  m3/day of municipal 
wastewater, with average ammonium concentrations of 13.6 ± 4.6 mg  NH4-N/L (0.8 ± 0.3 meq  NH4-N/L). Firstly, 
a column with an internal diameter of 307 mm and height of 1566 mm was filled with 69L (78 kg) of Zeolite-N. 
The media was first backwashed for 30 min to remove any fine particle left over from manufacturing. The waste-
water was fed in down-flow operation at an empty bed contact time (EBCT) of 10 min. After media saturation, 
regeneration was completed using 10 bed volumes of 10% potassium chloride (KCl) that were passed through 
the column in up-flow operation for 2 h. At the end of the regeneration, the column was drained and the KCl 
was collected and stored for the next regeneration. The media was backwashed with tap water for 30 min (flow 
rate 500 L/h) at the end of each cycle to remove any residual solids.

Successively, a column with internal diameter of 217 mm and height 1577 mm was filled with 35L (24 kg) of 
Zeolite6 (Table 2). After an initial backwash, the wastewater was fed at an EBCT of 5 min. The same operation 
conditions as for Zeolite-N were used.

For both media, the ammonium was measured at the inlet and outlet of the columns and in the regenerant. 
The AEC and  Qreg were obtained as in Eqs. (2) and (3), respectively. A sample of both media was analysed at the 
optical microscope (Optech Microscopes Ltd) for the fresh media and for the media taken from the IEX-D col-
umns after 7 and 3 cycles for Zeolite-N and Zeolite6, respectively and resistance to attrition test were completed 
(“Attrition and resistance to compression tests” section). The experiment was conducted in triplicate.

physico-chemical and statistical analysis. Turbidity was measured using the 2100  N Turbidimeter 
(HACH, UK) in accordance with the EPA 180.1  method39. For the characterization of the wastewater, chemical 
oxygen demand, calcium and potassium were analysed using Spectroquant cell tests; ammonium and phospho-
rus were analysed using the Smartchem200 (AMS Alliance, France). The analysis of the pH was performed using 
a pH meter (Jenway 3,510 pH and conductivity meter, Camlab, UK).

Statistical analyses were performed using the JMP software (SAS Institute) to identify statistical difference 
between the capacity of adsorption considering the solution treated (municipal wastewater and synthetic solu-
tion) and the media (natural and synthetic zeolite). The JMP tool was also used to detect any statistical difference 
in the ion exchange capacities of the media comparing the first and tenth cycle of batch test.

Received: 29 March 2020; Accepted: 10 July 2020

References
 1. Canellas, J. Tertiary Ammonium Removal with Zeolites (Cranfield University, Bedford, 2018).
 2. EEC Council, “91/271/EEC of 21 May 1991 Concerning Urban Waste-Water Treatment,” EEC Counc. Dir., no. L, p. 10, (1991), https 

://eur-lex.europ a.eu/legal -conte nt/en/ALL/?uri=CELEX :31991 L0271 .
 3. E. Parliament, “Directive 2000/06/EC of the European Parliament and the Counclil of 23 October 2000 Establishing a Framework for 

Community Action in the Field of Water Policy,” 2000.
 4. Licon Bernal, E. E., Maya, C., Valderrama, C. & Cortina, J. L. Valorization of ammonia concentrates from treated urban wastewater 

using liquid–liquid membrane contactors. Chem. Eng. J. 302, 641–649. https ://doi.org/10.1016/j.cej.2016.05.094 (2016).
 5. Ali, M. et al. Source identification of nitrous oxide emission pathways from a single-stage nitritation–anammox granular reactor. 

Water Res. 102(June), 147–157. https ://doi.org/10.1016/j.watre s.2016.06.034 (2016).
 6. Huang, H., Xiao, X., Yan, B. & Yang, L. Ammonium removal from aqueous solutions by using natural Chinese (Chende) zeolite 

as adsorbent. J. Hazard. Mater. 175(1–3), 247–252. https ://doi.org/10.1016/J.JHAZM AT.2009.09.156 (2010).
 7. Shaban, M., AbuKhadra, M. R., Nasief, F. M. & Abd El-Salam, H. M. Removal of ammonia from aqueous solutions, ground water, 

and wastewater using mechanically activated clinoptilolite and synthetic zeolite-a: kinetic and equilibrium studies. Water. Air. Soil 
Pollut. https ://doi.org/10.1007/s1127 0-017-3643-7 (2017).

 8. Sengupta, A. K. Ion Exchange in Environmental Processes: Fundamentals, Applications and Sustainable Technology (Wiley, Hoboken, 
2017).

 9. Vassilis, I. J. Ion exchange and adsorption fixed bed operations for wastewater treatment-part II: scale-up and approximate design 
methods. J. Eng. Stud. Res. 16(3), 29–41 (2010).

 10. DeMarco, M. J., SenGupta, A. K. & Greenleaf, J. E. Arsenic removal using a polymeric/inorganic hybrid sorbent. Water Res. 37(1), 
164–176. https ://doi.org/10.1016/S0043 -1354(02)00238 -5 (2003).

 11. Jha, B. & Singh, D. N. Fly ash zeolites. In Advanced Structured Materials, Vol. 78 5–31 (Springer Science, 2016).
 12. Sancho, I. et al. Recovery of ammonia from domestic wastewater effluents as liquid fertilizers by integration of natural zeolites and 

hollow fibre membrane contactors. Sci. Total Environ. 584–585, 244–251. https ://doi.org/10.1016/j.scito tenv.2017.01.123 (2017).
 13. Wang, S. & Peng, Y. Natural zeolites as effective adsorbents in water and wastewater treatment. Chem. Eng. J. 156(1), 11–24. https 

://doi.org/10.1016/j.cej.2009.10.029 (2010).
 14. Rodríguez-Iznaga, I., Rodríguez-Fuentes, G. & Petranovskii, V. Ammonium modified natural clinoptilolite to remove manga-

nese, cobalt and nickel ions from wastewater: favorable conditions to the modification and selectivity to the cations. Microporous 
Mesoporous Mater. 255, 200–210. https ://doi.org/10.1016/j.micro meso.2017.07.034 (2018).

 15. Margeta, K., Zabukovec, N., Siljeg, M. & Farkas, A. Natural zeolites in water treatment: how effective is their use. Water Treat. https 
://doi.org/10.5772/50738  (2013).

 16. Mackinnon, I. D. R., Millar, G. J. & Stolz, W. Low temperature synthesis of zeolite N from kaolinites and montmorillonites. Appl. 
Clay Sci. 48(4), 622–630. https ://doi.org/10.1016/j.clay.2010.03.016 (2010).

 17. Thornton, A., Pearce, P. & Parsons, S. A. Ammonium removal from solution using ion exchange on to MesoLite, an equilibrium 
study. J. Hazard. Mater. 147(3), 883–889. https ://doi.org/10.1016/j.jhazm at.2007.01.111 (2007).

 18. Thornton, A. The Application of MesoLite for Ammonium Removal from Municipal Wastewaters (Cranfield University, Bedford, 
2007).

 19. Materic, V., Holt, R., Hyland, M. & Jones, M. I. An internally circulating fluid bed for attrition testing of Ca looping sorbents. Fuel 
127, 116–123. https ://doi.org/10.1016/j.fuel.2013.10.071 (2014).

 20. Hedström, A. Ion exchange of ammonium in zeolites: a literature review. J. Environ. Eng. 127(8), 673–681. https ://doi.org/10.1061/
(ASCE)0733-9372(2001)127:8(673) (2001).

http://eur-lex.europa.eu/legal-content/en/ALL/?uri=CELEX:31991L0271
http://eur-lex.europa.eu/legal-content/en/ALL/?uri=CELEX:31991L0271
https://doi.org/10.1016/j.cej.2016.05.094
https://doi.org/10.1016/j.watres.2016.06.034
https://doi.org/10.1016/J.JHAZMAT.2009.09.156
https://doi.org/10.1007/s11270-017-3643-7
https://doi.org/10.1016/S0043-1354(02)00238-5
https://doi.org/10.1016/j.scitotenv.2017.01.123
https://doi.org/10.1016/j.cej.2009.10.029
https://doi.org/10.1016/j.cej.2009.10.029
https://doi.org/10.1016/j.micromeso.2017.07.034
https://doi.org/10.5772/50738
https://doi.org/10.5772/50738
https://doi.org/10.1016/j.clay.2010.03.016
https://doi.org/10.1016/j.jhazmat.2007.01.111
https://doi.org/10.1016/j.fuel.2013.10.071
https://doi.org/10.1061/(ASCE)0733-9372(2001)127:8(673)
https://doi.org/10.1061/(ASCE)0733-9372(2001)127:8(673)


11

Vol.:(0123456789)

Scientific RepoRtS |        (2020) 10:12426  | https://doi.org/10.1038/s41598-020-69348-6

www.nature.com/scientificreports/

 21. Cruz, H. et al. Rapid removal of ammonium from domestic wastewater using polymer hydrogels. Sci. Rep. 8(1), 1–6. https ://doi.
org/10.1038/s4159 8-018-21204 -4 (2018).

 22. Mazloomi, F. & Jalali, M. Ammonium removal from aqueous solutions by natural Iranian zeolite in the presence of organic acids, 
cations and anions. J. Environ. Chem. Eng. 4(2), 1664–1673. https ://doi.org/10.1016/j.jece.2015.11.031 (2016).

 23. Alsawalha, M. Overview of current and future perspectives of Saudi Arabian natural clinoptilolite zeolite: a case review. J. Chem. 
2019, 1–16. https ://doi.org/10.1155/2019/31534 71 (2019).

 24. Johnson, E. B. G. & Arshad, S. E. Hydrothermally synthesized zeolites based on kaolinite: a review. Appl. Clay Sci. 97–98, 215–221. 
https ://doi.org/10.1016/J.CLAY.2014.06.005 (2014).

 25. Flanigen, E. M., Broach, R. W. & Wilson, S. T. Introduction. In Zeolites in Industrial Separation and Catalysis (ed. Kulprathipanja, 
S.) 1–26 (Wiley, Hoboken, 2010).

 26. Sánchez-Hernández, R., Padilla, I., López-Andrés, S. & López-Delgado, A. Al-waste-based zeolite adsorbent used for the removal 
of ammonium from aqueous solutions. Int. J. Chem. Eng. https ://doi.org/10.1155/2018/12561 97 (2018).

 27. Kosmulski, M. Surface Charging and Points of Zero Charge 1st edn. (CRC Press, Boca Raton, 2009).
 28. Ersoy, B. & Çelik, M. S. Electrokinetic properties of clinoptilolite with mono- and multivalent electrolytes. Microporous Mesoporous 

Mater. 55(3), 305–312. https ://doi.org/10.1016/S1387 -1811(02)00433 -X (2002).
 29. Johnson, M. C., Wang, J., Li, Z., Lew, C. M. & Yan, Y. Effect of calcination and polycrystallinity on mechanical properties of nano-

porous MFI zeolites. Mater. Sci. Eng. A 456(1–2), 58–63. https ://doi.org/10.1016/j.msea.2006.11.106 (2007).
 30. Philibert, M., Zacchi, C. M., Pottier, C., Sacareau, D. & Baudin, I. Mechanical resistance of granular activated carbon media in 

drinking water treatment. Water Environ. J. https ://doi.org/10.1111/wej.12535  (2019).
 31. Huang, X., Guida, S., Jefferson, B. & Soares, A. Economic evaluation of ion-exchange processes for nutrient removal and recovery 

from municipal wastewater. NPJ Clean Water https ://doi.org/10.1038/s4154 5-020-0054-x (2020).
 32. Ambrozova, P., Kynicky, J., Urubek, T. & Nguyen, V. D. Synthesis and modification of clinoptilolite. Molecules 22(7), 1–13. https 

://doi.org/10.3390/molec ules2 20711 07 (2017).
 33. Kowalczyk, P. et al. Porous structure of natural and modified clinoptilolites. J. Colloid Interface Sci. 297(1), 77–85. https ://doi.

org/10.1016/j.jcis.2005.10.045 (2006).
 34. Karri, R. R., Sahu, J. N. & Chimmiri, V. Critical review of abatement of ammonia from wastewater. J. Mol. Liquids 261, 21–31. https 

://doi.org/10.1016/j.molli q.2018.03.120 (2018).
 35. Vasconcelos, P. N. M. et al. Adsorption of zinc from aqueous solutions using modified Brazilian gray clay. Am. J. Anal. Chem. 

4(September), 510–519 (2013).
 36. You, X., Guaya, D., Farran, A., Valderrama, C. & Cortina, J. L. Phosphate removal from aqueous solution using a hybrid impregnated 

polymeric sorbent containing hydrated ferric oxide (HFO). J. Chem. Technol. Biotechnol. 91(3), 693–704. https ://doi.org/10.1002/
jctb.4629 (2016).

 37. Millar, G. J., Winnett, A., Thompson, T. & Couperthwaite, S. J. Equilibrium studies of ammonium exchange with Australian natural 
zeolites. J. Water Process Eng. 9, 47–57. https ://doi.org/10.1016/J.JWPE.2015.11.008 (2016).

 38. Deng, Q., Elbeshbishy, E. & Lee, H. S. Simultaneous regeneration of exhausted zeolite and nitrogen recovery using an air stripping 
method at alkaline pH. Water Qual. Res. J. Canada 51(4), 321–330. https ://doi.org/10.2166/wqrjc .2016.007 (2016).

 39. USEPA. Determination of Turbidity by Nephelometry (US Environmental Protection Agency. Cincinnati https ://doi.
org/10.1016/0019-0578(93)90075 -8 (1993).

Acknowledgements
This project has received funding from the Europe Union’s Horizon 2020 research and innovation programme 
under Grant Agreement No. 690323.

Author contributions
The authors’ contribution to this manuscript is as follows: S.G. is the first author on the manuscript; she assisted 
on the experimental design, completed all the experimental work and drafted the manuscript. C.P. is the second 
author on the manuscript; he manufactured the zeolites, provided their chemical characterization and minor 
comments on the manuscript. B.J. is the third author on the manuscript; he acted as an advisor on the project 
and provided minor comments on the manuscript. A.S. is the corresponding author for the fourth author on 
the manuscript; she is the project principal investigator, having provided significant input on the experimental 
design, data interpretation and writing of the manuscript.

competing interests 
The authors declare no competing interests.

Additional information
Correspondence and requests for materials should be addressed to A.S.

Reprints and permissions information is available at www.nature.com/reprints.

Publisher’s note Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

Open Access  This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the 
Creative Commons license, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons license, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons license and your intended use is not 
permitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from 
the copyright holder. To view a copy of this license, visit http://creat iveco mmons .org/licen ses/by/4.0/.

© The Author(s) 2020

https://doi.org/10.1038/s41598-018-21204-4
https://doi.org/10.1038/s41598-018-21204-4
https://doi.org/10.1016/j.jece.2015.11.031
https://doi.org/10.1155/2019/3153471
https://doi.org/10.1016/J.CLAY.2014.06.005
https://doi.org/10.1155/2018/1256197
https://doi.org/10.1016/S1387-1811(02)00433-X
https://doi.org/10.1016/j.msea.2006.11.106
https://doi.org/10.1111/wej.12535
https://doi.org/10.1038/s41545-020-0054-x
https://doi.org/10.3390/molecules22071107
https://doi.org/10.3390/molecules22071107
https://doi.org/10.1016/j.jcis.2005.10.045
https://doi.org/10.1016/j.jcis.2005.10.045
https://doi.org/10.1016/j.molliq.2018.03.120
https://doi.org/10.1016/j.molliq.2018.03.120
https://doi.org/10.1002/jctb.4629
https://doi.org/10.1002/jctb.4629
https://doi.org/10.1016/J.JWPE.2015.11.008
https://doi.org/10.2166/wqrjc.2016.007
https://doi.org/10.1016/0019-0578(93)90075-8
https://doi.org/10.1016/0019-0578(93)90075-8
www.nature.com/reprints
http://creativecommons.org/licenses/by/4.0/

	Preparation and evaluation of zeolites for ammonium removal from municipal wastewater through ion exchange process
	Anchor 2
	Anchor 3
	Results
	Maximum ammonium exchange capacity in mono-component solution. 
	Operational ammonium exchange capacity in municipal wastewater. 
	Zeolites’ mechanical strength. 
	Implementation of zeolite at demonstration scale. 

	Discussion
	Conclusions
	Material and methods
	Natural and synthetic zeolites. 
	Municipal wastewater characterization. 
	Ammonium exchange capacity (AEC) of zeolites. 
	Attrition and resistance to compression tests. 
	Ion exchange demonstration scale plant. 
	Physico-chemical and statistical analysis. 

	References
	Acknowledgements


