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Water impact

Multiple barriers for micropollutants in nutrient
recovery from centrate - combining membrane
bioreactor and electrodialysist

Paul Genz, @2 Anna Hendrike Hofmann, ©°
Victor Takazi Katayama @° and Thorsten Reemtsma @ *a°

Centrate from digested sludge dewatering holds promise for nutrient recovery, but concerns about organic
and inorganic contaminants must be addressed. This study investigates the effectiveness of a two-stage
system in retaining organic micropollutants, metals, and metalloids during recovery of a multi-nutrient
solution from centrate. In combination, the lab-scale membrane bioreactor (MBR) and electrodialysis (ED)
effectively reduced contaminant loads by >90% for 21 of the monitored 22 organic micropollutants and
for six of nine metals and metalloids. The combined process demonstrated resilience to fluctuations in the
MBR stage, with a temporary 87% decrease in MBR removal efficiency for carbamazepine translating to
only 6% decrease after the ED. Despite this robust performance, individual compounds such as valsartan
acid or benzotriazole were detected at around 10-20 pg L™ in the recovered nutrient solution. Zn was
present at around 400 pg L™ with the highest concentrations of monitored metals. Still, all metals ranged
at least one order of magnitude below recommended values for wastewater reuse. Therefore, the risk
associated with contaminant uptake into hydroponically cultivated produce is considered low, given the
high retention in the system and the necessary dilution of the multi-nutrient solution before its application
as fertilizer. This study demonstrates the effective removal of contaminants by the combination of MBR
and ED for nutrient recovery from centrate, achieving a fit-for-purpose quality of the derived multi-nutrient
solution.

Reclaiming nutrients from centrate, a by-product of digested sludge dewatering, could contribute to sustainable resource management. Achieving fit-for-

purpose quality of the recovered nutrient solution for hydroponic use requires effective retention of metals and organic contaminants. Our study

demonstrates the combined membrane bioreactor and electrodialysis system's robust contaminant removal, showcasing it as a suitable technology for

nutrient recovery.

Introduction

Wastewater has been used as a nutrient source in agricultural
production for many years,' and reuse of treated and
untreated wastewater is being practiced in most arid
countries around the globe to reduce freshwater withdrawal
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for agriculture." The use of soilless cultivation systems, such
as hydroponics, can be beneficial due to their enhanced
water” and nutrient efficiency.®> However, complex nutritional
media are required for successful hydroponic cultivation,
containing both macronutrients and essential
micronutrients.” Anaerobic digestates have been proven to
work as sole nutrient sources for hydroponics, as they often
contain complex mixtures of micronutrients that are
solubilized during the anaerobic process.” In the context of
wastewater treatment, increased attention has been given to
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in wastewater treatment plants (WWTPs), often referred to as
centrate, sludge liquor, process water or reject water. This
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nitrogen and is commonly recycled to the influent of the
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WWTP, increasing the nitrogen load to be removed during
biological treatment.®

However, high concentrations of organic micropollutants
as well as metals and metalloids in centrate, which may
exceed the concentrations found in the influent of a WWTP,”
impede the reuse e.g. for nutrient recovery.® Furthermore,
high ammonium concentrations present in anaerobic
effluents may be toxic to plants.” Moreover, hydroponics has
high requirements for the purity of the nutrient solution, as
in soilless cultivation contaminants are in direct contact with
the plant root, without a soil buffer that has been shown to
bind or to allow degradation of contaminants. Lastly,
microbial contamination remaining in the nutrient solution
may also pose a threat in hydroponics.”> Particularly, in
closed-loop hydroponic systems, the nutrient solution is
recycled favoring further enrichment of microbial
contamination.” Therefore, appropriate treatment steps are
required to achieve fit-for-purpose quality of the hydroponic
nutrient solution recovered from centrate.

The membrane bioreactor (MBR) represents a well-
established technology in advanced biological wastewater
treatment that has been shown to enhance the removal of
organic micropollutants.®® Higher solid retention times and
therefore high sludge ages can be achieved compared to
activated sludge systems.’ Thus, slow-growing
microorganisms, e.g. ammonia-oxidizing bacteria (AOB), can
be enriched in MBRs."® Beneficially, the membrane filtration
removes microbial contamination."" Cultivation using MBR-
nitrified digestate as a hydroponic growth media has been
shown to achieve similar yields to a control medium."?
Furthermore, the positive impact of nitrification on the co-
metabolic degradation of organic micropollutants has been
discussed extensively."*'* Moreover, the removal of heavy
metals such as Cu and Cr is enhanced in MBRs.®

However, some recalcitrant compounds, e.g.
carbamazepine, cannot be completely eliminated in aerated
MBR systems,'” and also biological transformation products
remain in the MBR permeate as they are formed during
biological processes.'® Therefore, further treatment is
necessary.

Beyond improving the average quality of the MBR
permeate the use of an additional treatment stage can
provide improved removal stability following the multi-
barrier principle which is applied in drinking water
treatment.’”” One disadvantage of advanced membrane
technologies such as reverse osmosis or nanofiltration that
have been successfully used for the removal of organic and
inorganic contaminants from MBR effluent, is that they also
remove the macronutrients such as nitrate or potassium.®
While tailored NF membranes have been shown to allow for
simultaneous recovery of nutrients and retention of
micropollutants from synthetic wastewater, their application
in real wastewater is yet to be demonstrated."’

Electrodialysis (ED) is a technology that has received
increasing attention in recent years for the selective recovery
of nutrients and metals from wastewater.”® Moreover, it has
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been used in industry since the 1950s, mostly in desalination
of potable water.>' In ED, anions and cations are transferred
from a feed (also referred to as diluate) through ion-exchange
membranes to a receiving stream (or concentrate) by use of
an electric field.*' Important operational parameters such as
electric current density or flow velocity can be modified to
improve selectivity of the process.>’ Indeed, ED has been
successfully applied for the simultaneous extraction of
nutrients and removal of micropollutants from centrate.*
While overall removal of organic micropollutants is >90%,
attempts to optimize operational parameters (electric current
density, feed pH) for enhanced retention proved ineffective.**
Furthermore, ED is faced with challenges related to
wastewater reuse, as it is not suitable for removal of
particulate or colloidal suspended material.”" Still, it was
shown that ED has the capacity to fully disinfect a
microbially contaminated feed at high current densities.>
However, it suffers heavily from deposition of organic
material (fouling) on the anion exchange membrane and
effects of inorganic scaling on the cation exchange
membranes at high feed concentrations.>® Using the MBR
prior to the ED helps to reduce both organic loads as well as
particulate content and is therefore beneficial for ED
operation.

In this study, we investigate the efficiency of contaminant
removal of a combined MBR and ED treatment system on a
laboratory scale during recovery of a multi-nutrient solution
from centrate. Specifically, we focus on the efficiency and
stability of removal of organic micropollutants, metals, and
metalloids. Finally, we analyze the concentrations of these
contaminants in the recovered multi-nutrient solution to
evaluate its suitability for hydroponic cultivation, regarding
the content of organic micropollutants, metals, and
metalloids.

Material & methods

The combination of membrane bioreactor (MBR) and
electrodialysis (ED) is titled NEWtrient® recovery process and
was developed at Fraunhofer UMSICHT. It is envisioned to be
part of a holistic transformation of wastewater treatment
plants (WWTP) to NEWtrient® Centers for sustainable
resource management.

The two-stage lab-scale setup for nutrient recovery
consisted of a MBR alongside an ED. It was designed and
operated at Fraunhofer UMSICHT. Centrate, the water
residue from digested sludge dewatering served as the initial
input for the nutrient recovery process. The centrate was
sourced from two local municipal WWTPs. During the first
phase of the experiment, the centrate was sourced from
WWTP Bochum-Oelbach (130000 p.e.), which treats
wastewater with considerable industrial contribution. During
the second phase, centrate was obtained from the WWTP
Dinslaken (63000 p.e.), which serves a predominantly
residential sewer catchment. In both cases, the centrate was
obtained monthly and stored at ambient temperature in
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high-density polyethylene (HDPE) containers until processing
for nutrient recovery.

The MBR was operated in semi-batch mode. It received a
batch-wise influx of raw centrate from the storage container,
while the permeate was withdraw continuously. The ED was
operated in batches. During the process, every 10 liters of
centrate yielded 10 liters of MBR permeate, which was further
processed into 1.5-2.0 liters of ED concentrate which is the
multi-nutrient solution.

Setup and operation

Membrane bioreactor. Fig. 1 shows a schematic of the lab-
scale setup of the two-stage nutrient recovery system. A 5 liter
glass vessel served as the bioreactor, housing probes for
monitoring pH, temperature (7), and dissolved oxygen
concentration (DO). A gas flow control was used to maintain
DO concentration above 2-3 mg L™, thereby preventing any
limitation on the nitrification process. Continuous agitation
of the reactor contents was achieved through a combination
of gas bubbles and an overhead stirrer. Centrate was
intermittently introduced into the reactor once the filling
level dropped below a predetermined threshold. The MBR
permeate was produced by filtration of the reactor's mixed
liquor with four sidestream polymeric ultra-filtration
modules (Type MO P1U(0.5 m)-I8LE, Berghof Membrane
Technology GmbH, Eningen, Germany). The mixed liquor
was continuously recirculated through the sidestream
filtration channel at of 50 L h™" by a peristaltic pump (630 L,
Watson-Marlow Fluid Technology Solutions, Falmouth, UK).

The MBR permeate was collected in HDPE containers and
stored at room temperature until subsequent treatment with
the electrodialysis. Average operational parameters are
provided in Table 1.

Electrodialysis unit. The MBR permeate underwent
treatment using a laboratory-scale electrodialysis system (ED
64002, PCCell GmbH, Hausweiler, Germany) comprising 10
pairs of cation exchange membranes (CEM) and anion
exchange membranes (AEM). The CEM (PC SK-ED 64002,

stage I - semi-batch
MBR - Membrane Bioreactor

air external membrane
module

supply

¢ 1[7¢

Feed/Diluate:
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Table 1 Operational parameters of the membrane bioreactor

Average values

HRT [h] ~70
SRT [d] 209-221
Flux [mL min™"] 2.4-4.8
TSS g L™ 2.9-4.0
Volatile suspended solids VSS [%] 62-87
DO [mg L™ 2-3

pH 6-7

PCCell GmbH) was a sulfonic acid-based ion exchange
membrane with an approximate water content of 9%. The
AEM (PC SA-ED 64002, PCCell GmbH) employed an ion
exchange membrane with quaternary amine functional
groups and a water content of about 14%. The total effective
membrane area was 1280 cm” (64 cm” per membrane). Both
the AEM and CEM measured 100 to 120 um in thickness.
Spacers made of polypropylene (PP) were utilized to maintain
a channel thickness of 450 pm. To ensure durability, robust
CEM end-membranes (PC MTE ED 64002/64004 MT6644)
based on sulfonic acid were deployed in the electrolyte
chambers at the electrodes. The anode and cathode in the
endplates of the membrane stack consisted of wire meshes
made of Pt/Ir-coated titanium and V4A steel, respectively. The
electric current was driven by a programmable power supply
(9181B, B&K Precision Corporation, Yorba Linda, USA).
Electrical conductivity (SE-204, Knick, Berlin, Germany) and
pH (Inpro 4260/PT1000, Mettler-Toledo GmbH, Gief3en,
Germany) were continuously monitored in the diluate and
concentrate fluid circuits.

For processing in the ED setup, the MBR permeate was
used as starting diluate and deionized water as the starting
concentrate. The system was operated at a current density of
about 3.1 mA cm™ (31 A m?), with 250 mM K,SO, as
electrolyte. Diluate and concentrate streams were
continuously recirculated through the membrane stack until
the electrical conductivity (EC) of concentrate and diluate
reached a ratio of 5. As the concentration of nutrient ions

stage II -batch
ED - Electrodialysis

Repeating
unit (10x);
Multi-Nutrient

Concentrate Solution

Membrane MBR Permeate
Bioreactor Storage

Centrate
Storage

Electrodialysis
Stack

ED Concentrate
Storage

Fig. 1 Experimental setup of the two-stage nutrient recovery system with storage of centrate as well as the final ED concentrate at room

temperature.
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present is proportional to the EC both in the diluate and
concentrate, the EC ratio also corresponds to a concentration
factor of the nutrients.

Sampling procedure. Centrate samples were obtained
approximately once per week from the storage container
when the feed supply to the MBR was restocked. Due to the
high particulate content of centrate, thorough mixing was
necessary before sampling. Each permeate tank was treated
in batch in the ED. After completion of each batch the ED
concentrate samples were obtained. Samples were stored
frozen at —20 °C until further pre-treatment.

Sample preparation and instrumental analysis. Centrate,
MBR permeate, and ED concentrate were thawed and filtered
(0.45 pm, regenerated cellulose) at UFZ directly before
analysis. Experiments to determine filter recovery showed
acceptable recoveries >95% for most organic micropollutants
(Table S17) as well as metals and metalloids (Table S2+t). Prior
to LC-MS/MS analysis, samples were diluted 1:10 in Milli-Q
water and spiked with 10 puL mL™ of a labeled internal
standard mix. Samples for ICP-MS analysis were diluted 1:10
in HNO; (1%) before analysis.

For the determination of organic micropollutants, samples
were analyzed via LC-ESI-MS/MS using an Agilent 1260
Infinity series HPLC system (Agilent Technologies,
Waldbronn, Germany). An Atlantis T3 column (2.1 x 100 mm,
Waters Corp., Milford, USA) equipped with a SecurityGuard
C18 guard column (4 x 2.0 mm; Phenomenex) was utilized,
in conjunction with a QTRAP 5500 mass spectrometer (Sciex,
Darmstadt,  Germany).  Chromatographic  separation
parameters were adopted from Kahl et al, 2017 (ref. 25) and
are outlined in Table S4.f Mass spectrometry parameters are
detailed in Table S4.f Electrospray ionization operated in
both positive and negative modes. Analytes were identified
using scheduled multiple reaction monitoring (sMRM) based
on two mass transitions and retention time. Available
isotopically labeled standards were used to compensate for
matrix effects for compounds specified in Table S5.f

For trace elemental analysis of heavy metals and selected
metalloids, an iCAP Qs ICP-MS system (Thermo Scientific,
Waltham, USA) was employed. Concentrations of more
prevalent elements were determined by ICP-AES using an
ICP-720-ES system (Varian Inc, Palo Alto, USA).

Choice of micropollutants

Organic  micropollutants. In  this  study, 22
micropollutants, that were identified in centrate,” were
monitored throughout the nutrient recovery process. A
detailed list of the examined compounds can be found in
Table S6. We note that, data for melamine was excluded due
to its observed leaching from the ultra-filtration membranes
utilized in the membrane bioreactor, leading to non-
representative results. The majority of the investigated
compounds possess a low molecular weight (<300 Da) and
exhibit hydrophilic characteristics (LogDpu-7) < 2). These
properties are positively associated with the potential for

This journal is © The Royal Society of Chemistry 2024
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plant uptake,*® which may occur when a recuperated nutrient
solution is employed in plant cultivation. Chemical database
access, structure-based property calculation, search, and
reporting were facilitated using JChem for Office (Excel)
version 21.1.0.787, 2021, developed by ChemAxon (https://
www.chemaxon.com).

Metals and metalloids. A wide range of metals and
metalloids was analyzed, encompassing those specified in
the WHO guidelines for safe wastewater reuse.>” Additionally,
the study encompassed elements outlined in the preparatory
study to the EU regulation for wastewater reuse,”® which
aligns with directives from the EU water framework, as well
as regulations concerning foodstuffs “EU Regulation on
Foodstuffs” (2006)*° and the application of sewage sludge in
agriculture “EU Directive Sewage Sludge in Agriculture”
(1986).%°

Calculation of elimination. The load of organic
micropollutants, metals and metalloids in the dissolved
phase was used to calculate the elimination in the individual
treatment stages of MBR and ED (eqn (1)).

Elimination in % = (1 - M> 100% (1)
Qin'ci,in,dissolved

From eqn (1) a negative elimination may be derived. This is
found when the dissolved output load of an individual
treatment stage is higher than its dissolved input load.
Negative elimination may be observed, eg when
micropollutants are formed during biological processes or
desorption from the particulate matter leads to an increased
dissolved concentration at the output of the treatment stage.

Results & discussion
Characteristics of MBR input

Centrate from wastewater treatment plants (WWTPs) was
used as input for the two-stage nutrient recovery system. The
centrate was obtained from the dewatering of digested sludge
by centrifuging. The nutrient recovery system consisting of a
membrane bioreactor (MBR) and an electrodialysis (ED) was
operated in two phases that were approximately a year apart.
Centrate of different sources was used in each phase: in the
first phase, the centrate (centrate I) was obtained from a
WWTP treating wastewater with a considerable industrial
contribution, while in the second, centrate (centrate II)
originated from a WWTP serving a predominantly residential
area. Of the 22 micropollutants studied, the highest median
concentrations were determined for the antihypertonic
valsartan at around 31 ug L', followed by the corrosion
inhibitor benzotriazole (20 pg L™") (Fig. 2).

Several compounds were found at significantly higher
concentrations in centrate I (Table S71). In centrate I,
benzotriazole and 4/5-methylbenzotriazole were found at
median concentrations of 130 ug L' and 40 ug L7,
compared to 8 ug L™ and 4 ug L™ in centrate II, respectively.
Still, median concentrations found in centrate in this study
(Fig. 2) were considerably lower than those found in a

Environ. Sci.: Water Res. Technol., 2024, 10, 1908-1919 | 1911
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Fig. 2 Median concentration of organic micropollutants (A) and metals and metalloids (B) in the centrate used as feed for the nutrient recovery
process aggregated over the study period. Samples were obtained directly prior to treatment in the MBR (n = number of detects in 10 (A) and 18
(B) samples). Concentrations distinguished for phases | and Il are shown in Table S7.}

previous study in centrate from a WWTP treating mostly
household waters, but also street run-off,” which indicates
that the concentrations of organic micropollutants in
centrate vary depending on many factors, such as the
characteristics of the sewer catchment and the operation of
the dewatering process. For example, it was observed that
higher dosing of flocculant before centrifugation resulted in
higher dissolved micropollutant concentrations in centrate’
Consequently, considering source-dependent differences in
centrate quality, the dewatering process may be modified to
achieve lower micropollutant concentrations, if feasible.

Elimination of organic micropollutants in MBR + ED

Overall elimination of organic micropollutants in the two-
stage nutrient recovery process was >90% for 21 of the
investigated 22 organic micropollutants (Fig. 3). Complete

removal was observed for ibuprofen, acetaminophen,
valsartan, 4-acetoaminoantipyrine as well as
hydrochlorothiazide. The small and polar compounds

metformin, benzotriazole, and 4/5-methylbenzotriazole still
showed an average removal above 95%. They also exhibited
strong fluctuations (>50%) in the study period (Fig. 3). The
lowest removal (74 + 21%) was found for lidocaine. Moreover,
the effectiveness of removal in the individual stages of the
nutrient recovery process was compound-specific: some
compounds were completely eliminated in the MBR stage,
while for most other compounds the subsequent ED stage
was required to achieve a total removal of >90% (Fig. 3).
Membrane bioreactor. In the MBR stage, seven of the
investigated micropollutants showed a removal of >75%.
Complete removal, however, was observed only for the
analgesic acetaminophen and the anti-inflammatory drug
ibuprofen (Fig. 3). Literature shows that elimination in MBR
systems is compound-specific and bio-transformation as well
as sorption to the sludge biomass are its main drivers.*!

1912 | Environ. Sci.: Water Res. Technol., 2024, 10, 1908-1919

Sorption to or rejection by the UF membranes plays only a
minor role.** For the rather hydrophilic micropollutants
considered in this study (Log Dpr-) < 3) the contribution of
adsorption to the retention is expected to be less relevant.*’
For organic cations, adsorption to the negatively charged
sludge flocs can play a role in MBR systems.** However,
removal in the MBR stage was observed for only one of the
cations, metoprolol, but not for lamotrigine and lidocaine
(Fig. 3). Therefore, the removal observed in the MBR stage in
this study is, likely, primarily due to biological
transformation.

W By MBR M By ED

Valsartan Acid
-1 250%1 000% -750% -500% -250%

Gabapentin-Lactam
Ep-Carbamazepine
Tramadol
Carbamazepine
tDiOH-Carbamazepine
Lidocaine
Lamotrigine
Hydrochlorothiazide
4/5-Methylbenzotriazole
Gabapentin
Benzotriazole
Oxipurinol
Metoprolol
4-Acetoaminoantipyrine
Metformin

Diclofenac

Metoprolol Acid
Acesulfame

Valsartan

Ibuprofen
Acetaminophen

-100%

0%

m

-50% 0% 50% 100%

Elimination
Fig. 3 Calculated elimination in the membrane bioreactor and
retention in the electrodialysis of organic micropollutants aggregated
across phase | and phase Il. For individual compounds elimination,
distinguished in both phases, is shown in Fig. 4. The dashed line
indicates 100% elimination. The calculation of elimination is based on
eqgn (1).
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Fig. 4 Calculated elimination in the membrane bioreactor and the
electrodialysis of organic micropollutants with strong differences
between phase | and phase Il, plus ibuprofen. All data can be found in
Fig. S1+

The microbial degradation of micropollutants is reported
to occur either via catabolic or co-metabolic processes.*
Compared to conventional activated sludge systems, MBRs
can enhance the removal of micropollutants with medium
bio-biodegradability.” When comparing micropollutant
removal in the MBR in this study to literature data, it is
important to consider the influence of nitrifying conditions
in the system. It has been shown that the transformation of
compounds with medium bio-degradability such as
diclofenac can be improved through co-metabolic
degradation by nitrifiers®® due to the expression of enzymes
of low substrate-specificity that can degrade a broad
spectrum of micropollutants.®” Indeed, complete nitrification
was achieved in the present study (Table S8t) and
simultaneously 80% of diclofenac is removed in the MBR
(Fig. 3), while removal in conventional activated sludge
systems does not exceed 15%.** The importance of co-
metabolic transformation under nitrifying conditions has
also been demonstrated for benzotriazole in mixed culture
studies and lab reactor studies with around 40% removal
under nitrifying conditions.?” Studies in pilot scale and full-
scale have reported on average 60% (ref. 38) and 25% (ref.
39) removal of benzotriazole at SRTs of 26 to 105 days and 35
to 40 days, respectively. These removal rates are consistent
with the results obtained here, where benzotriazole removal
in the MBR stage reached 50% (Fig. 3).

Complete removal of ibuprofen and acetaminophen in the
MBR stage was observed. Both compounds are highly bio-
degradable and well removed in MBR systems.'®*
Additionally, ibuprofen is completely co-metabolically
transformed by AOB®® which might have played a role in this
study.

Not all compounds were removed similarly well in the
MBR stage. For instance, carbamazepine showed negative
median removal rate. This agrees well with previous studies
showing that of carbamazepine through the
combination of sorption and bio-transformation did not
exceed 10%,** independent of nitrifying co-metabolism.*®
Increased dissolved concentrations of carbamazepine which

removal

This journal is © The Royal Society of Chemistry 2024
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were partly observed, may be explained by changing sludge
floc characteristics during nitrifying conditions in the MBR
stage which lead to desorption of the low amount of initially
adsorbed carbamazepine.*

After the MBR stage, the median concentration of organic
micropollutants in the permeate was <5 pg L™ for all studied
compounds but candesartan (16 pg L") and valsartan acid
(17 pg L") (Table S7t). While concentrations were reduced
for most compounds, concentrations of biological
transformation products such as valsartan acid, gabapentin-
lactam, or ep-carbamazepine increased in the MBR, making a
subsequent treatment step necessary.

Electrodialysis. The ED is the final treatment stage of the
nutrient recovery system. It showed >90% rejection for 20 of
the investigated compounds (Fig. 3 and Table S9t). The
retention in the ED stage was below 90% only for three
compounds: valsartan acid (83 + 6%), metformin (78 + 4%),
and lidocaine (74 + 21%).

In principle, in ED only small ions should be capable of
migrating to the concentrate in response to the applied
electric field. Accordingly, small ionic micropollutants such
as valsartan acid, metformin, and lidocaine showed retention
rates lower than 90% during ED, which was the lowest of all
compounds investigated. While literature data on these three
compounds is scarce, one previous study confirmed lower
retention; and even showed that transport of metformin may
reach up to 60% of the (unhindered) transport of inorganic
salts through the membrane in ED treatment of a synthetic
wastewater.>”> Moreover, in this study, retention of metoprolol
was also incomplete at 90%, similar to previous studies.*”
However, as long as inorganic salts are present in the feed,
which take the role of charge carriers, they will be
preferentially transported compared to organic ions.*!
Consequently, in this study, the ED stage proved suitable to
recover e.g. nitrate or potassium while retaining most of the
less preferentially transported micropollutants.

Neutral molecules, on the other hand, should largely
remain in the diluate, since they can only be transported
across ion exchange membranes by passive processes such as
diffusion or electro-convective water transport,** whose
contribution to transport is minor compared to the active
electro-migration.”®> Moreover, sorption onto the membrane
surface by either hydrophobic or electrostatic interaction has
been shown to enhance the retention of neutral
compounds.”’  Accordingly, in this study the neutral
compounds carbamazepine and benzotriazole are well
retained in ED at retention rates of 98% and 91%,
respectively (Fig. 3 and Table S9f). High retention of
carbamazepine was also reported in lab-scale ED treatment
of synthetic spiked centrate.>***

Fluctuations in removal and complementarity of barriers

Fig. 3 shows that only after the second treatment stage stable
and near-complete retention of organic micropollutants is
achieved: the two stages act together as complementary
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barriers. For some compounds high standard deviations are
observed, which mostly resulted from variations in the
elimination performance of the MBR stage (Fig. 3). Between
phase I and II of the study, the MBR required the complete
re-inoculation with nitrifying sludge. Additionally, the source
of the centrate was changed. Even after the stabilization of
the biological nitrification process (Table S8f), a weaker
elimination of carbamazepine (Agiiminationmer = —87%) and
benzotriazole (Agjiminationmer = ~74%) in the MBR stage was
observed in phase II compared to phase I. However, the total
removal in the two-stage system (Agiimination,Total) F€mained
stable (change of -6% and -4% for carbamazepine and
benzotriazole, respectively) as the ED stage was able to
compensate for the reduced MBR elimination (Fig. 4).
Conversely, for the ionic compound lidocaine, total removal
was significantly decreased (from 77% in phase I to 52% in
phase II) as the ED was only partly able to compensate for
the weaker performance of the MBR (Agjimination,MBr = —70%).
This suggests that the transport of neutral compounds in the
ED was independent of the feed concentration, unlike for
ions where increasing feed concentrations yielded higher
effluent concentrations. Therefore, the ED acted as a
complementary barrier for neutral compounds, while reduced
removal of ionic compounds in the MBR stage could not be
fully compensated in the ED.

Elimination of heavy metals in MBR + ED

The two-stage treatment system also retained metals and
metalloids effectively: for six of the nine elements, retention
was >90% (Fig. 5), with 99% retention of Al, Cu, and Pb. The
lowest overall retention in the combined system was observed
for zinc with 71%.

Membrane bioreactor. In the MBR stage removal of >90%
for Cd, Cr, Cu, Pb; of >40% for Ni, Zn; and <0% for As
correspond well or even exceeds removal reported in
literature, especially for Pb for which 40% removal has been
reported previously.® In this study, complete removal was

I By MBR M By ED

As

|

Zn
sn
Cu
Cd
Cr
Pb
Al

r

50% 0% 1700%

Elimination

50%

Fig. 5 Calculated elimination in the membrane bioreactor and
retention in the electrodialysis of heavy metals and metalloids
aggregated across phase | and phase Il. The dashed line indicates
100% elimination.
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observed, which is consistent with the 96% removal reported
by.44

High removal was observed especially for metals and
metalloids that have been reported to partition to the sludge
phase such as Al or Pb (Fig. 5). Consequently, high mixed
liquor suspended solids concentration improves removal of
metals in the MBR.®

Lower retention in the MBR is expected for dissolved
metal ions, as their hydration shells are usually smaller than
the pore size (10-20 nm) of UF membranes used in MBR
processes.””> Indeed, for Ni and Zn only 40% and 50%
retention were observed in the MBR in this study.
Interestingly, the presence of organic material in the MBR
has been shown to increase the retention of those metals, as
they are more likely rejected by the membrane pores when
chelated or bound in a metal-organo-complex.*®

The concentration of arsenic, the only metalloid
monitored, increased in the MBR. This suggests that it was
solubilized during the oxidative nitrification in the MBR.
Studies have shown that As(u) - arsenite - is oxidized to As(v)
- arsenate - during biological nitrification.”” While arsenite,
which occurs ins neutral form as As(OH);, may still be
adsorbed to the sludge matrix, oxidation to As(v) which
occurs as an anion will lead to stronger partitioning to the
liquid phase and thus higher dissolved concentrations after
the MBR. However, as speciation analysis was not performed
in this study this explanation remains speculative.

In summary, metals that partition to the liquid phase,
such as Ni, As, and Zn, are retained in the MBR to a smaller
extent compared to those that adsorb on the biomass (Fig. 5).
Thus, for removal of more soluble metals and metalloids, the
electrodialysis is needed as a second treatment stage after
the MBR.

Electrodialysis. The retention of metals and metalloids in
the ED stage showed a heterogeneous picture. While Cu and
Cr were retained completely and retention of As was as high
as 85% in the ED, less than 50% of the incoming Cd or Zn
were retained in the ED stage in this study (Fig. 5).

In literature, studies on metal and metalloids in ED are
often related to the recovery of metals from highly
concentrated wastewater, e.g. from electroplating or mining
residues.”® Near-complete removal rates (recovery = transfer
into the concentrate stream = removal) are reported for most
of metals including all that were investigated in this study."®
Specifically, recovery rates >90% for Cd, Cr, Cu, Fe, Ni, and
Zn are reported.”® Moreover, the recovery of As from
metallurgical effluent has been reported to reach >90%."
Only few studies report suboptimal (>70%) recovery e.g. for
Ni in ED.”°

Without exception, the retention of metals and metalloids
in the ED treatment of this study was lower compared to
values reported in literature. Two factors may explain this
lower retention: flow rates reported for most metal recovery
processes are between 0.005 to 7 L h™ and electric current
densities ranged from 0.2 to 20 mA cm>*® while the ED
system used here was operated at higher diluate and

This journal is © The Royal Society of Chemistry 2024
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concentrate recirculation rates (20 to 60 L h™") and also, the
electric current density (3.1 mA cm?) used in this study, was
in the lower range compared to most metal recovery
processes. Furthermore, median concentrations of all but two
metals were below 100 ug L™ in the centrate (Fig. 2B), and
thus significantly lower than those found in metallurgical
wastewaters (>5 mg L' for Cd, Ni, Cr, and As >50 mg L™ or
Zn, and Cu >100 mg L7").”° Indeed, low metal concentrations
in the feed have been shown to result in lower retention in
ED and optimal recovery was predicted only for feed

concentrations of 500 mg L.*?

Quality of the multi-nutrient solution derived from ED

The ED concentrate is the final product of the two-stage
process. As a multi-nutrient solution, it is the basis for a
liquid fertilizer for hydroponic applications. In the
concentrate, 18 of the 22 monitored organic micropollutants
were found to be reduced to median concentrations <1 ug
L™ (Fig. 6). Only four compounds - valsartan acid,
metoprolol, acetaminophen, and benzotriazole - significantly
exceeded 1 pg L7', with valsartan acid reaching a median
concentration of 11 ug L™" (Fig. 6).

We note that concentrations of some individual
micropollutants varied significantly across concentrate
batches. For instance, benzotriazole, whose median
concentration was 2 ug L', was found at concentrations as
high as 20 pg L™ in some batches. As mentioned above,
specific process parameters such as flow rate, applied current
density, or water transfer rate in the ED influence
elimination, which, in turn, may result in varying
micropollutant concentrations in ED concentrate.

Since 2020 the reuse of treated wastewater for agricultural
purposes has been regulated by the ref. 51. However, as
threshold values for the concentration of organic pollutants
have not yet been determined, a risk-assessment approach is
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therefore required to verify the suitability of the ED
concentrate as a liquid fertilizer. It is important to consider
that in its intended application in hydroponic systems, the
ED concentrate will be diluted to be used as a hydroponic
nutrient solution. The choice of dilution factor depends on
the plant-specific optimal composition and is determined
based on the concentrations of macronutrients (i.e., P, N, and
K) and their ratio. Dilution factors of 100 to 1000 have been
applied in experiments using the ED concentrate produced in
this study (unpublished work). Therefore, most monitored
micropollutants were present at concentrations around 1 ng
L™" in the nutrient solution that will come into direct contact
with the plants.

Uptake of micropollutants into plants irrigated with
wastewater has been studied extensively in field studies.””
While in soil-based cultivation the soil may act as an
additional sink for micropollutants, no such barrier is
present in hydroponic systems. Enhanced uptake of
diclofenac has been observed in tomato plants grown in
soilless systems.>® Micropollutant uptake may result in a
health risk, e.g. carbamazepine uptake may result in
metabolization in the plant tissue to the geno-toxic 10,11-
epoxicarbamazepine.’* However, using the TTC approach® to
estimate the associated risk, Riemenschneider et al, 2016
(ref. 52) estimated >300 Ng ary weighe = Of carbamazepine in
edible parts of lettuce to be no cause of concern. These
results suggest that, at the concentrations found in the ED
concentrate, organic micropollutants should similarly not be
problematic.

Metals and metalloids were present in the ED
concentrate in concentrations ranging over several orders of
magnitude. While the lowest median concentrations in ED
concentrate were found for Tl, Cd, Sn (<100 ng L"), the
highest was found for Zn at around 400 pg L.
Interestingly, Al, which was almost completely retained in
the MBR stage (99%), was still present at concentrations of

A B
Valsartan Acid + H T (n=15)
Metoprolol - (n=16) 0 —R 0=
Acetaminophen L) (n=16)
Benzotriazole + A0 fh=15) Al l (r=9)
Metformin — (n=16)
Lidocaine A — (n=16) Ni ® B (n=17)
L.sbmptrigineI —1 DIH ?n = ;gj
Xipurino + n= C >_I.< W+ * =17
Gabapentin - —— n=16) . i
ramado I n= i I i
4/5-Methy|be:zotrilef1zole il iy + o+ §n= ;gj & i (n=47)
cesulfame —— n= i
tDIOH-Carbamazepine I (n=13) cr ki ‘ . * (n=17)
Diclofenac — I (n=16)
Carbama}z?ping —_. (n=15) Tl | (n=9)
Metoprolol Aci + (n=15)
Ep—CarbeFx)mazepine I (n=15) Pb }—.—l (m=17)
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Hydrochlorotiade] ~ <LoD =)
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4—Ace¥oaminoantipyrine <LOD (n=14) & '—P £ ({7
10 ng/L 100 ng/L 1 pg/L 10 pg/L 100 ng/L 1pg/L 10 pg/L 100 pg/L 1 mg/L 10 mg/L

Concentration in ED concentrate

Concentration in ED concentrate

Fig. 6 Concentration of organic micropollutants (A) and metals and metalloids (B) in the electrodialysis concentrate derived as multi-nutrient
solution by the nutrient recovery process (n = number of detects in 16 (A) and 17 (B) samples). Red crosses indicate the maximum concentration of

metals and metalloids recommended for wastewater reuse.?’
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around 100 pg L™ in the ED concentrate (Fig. 6). Due to its
presence in flocculants, high concentrations (around 100
mg L") are present in the centrate used in the experiments
reported here, which leads to elevated concentrations also
in the ED concentrate.

However, concentrations of metals and metalloids in the
ED concentrate are well below the recommended maximum
concentration in wastewater used for fertilizing plants as
defined by WHO (Fig. 6).>” The median concentrations in
centrate were about two orders of magnitude lower than the
maximum level, except for Zn with only one order of
magnitude difference. Cu and Al concentrations did exceed
the recommended maximum in individual batches of
centrate, but, when considering the dilution of the ED
concentrate prior to its use as hydroponic nutrient solution,
all batches of ED concentrate comply with the recommended
maximum concentrations. Therefore, no risk should be
associated with metal uptake in plants from this nutrient
solution.

To verify the compliance of the studied treatment
technology with current EU legislation on minimum
requirements for water reuse, the safety of the applied water
reclamation technology should be investigated on an
individual case basis. Therefore, to ensure safety of use of the
multi-nutrient solution in hydroponic cultivation, further
studies into this nutrient recovery system should focus on
the potential uptake of micropollutants into edible parts of
the cultivated plant tissue to verify the possibility of risk-free
consumption.

Conclusion

In this study, we showed that the combination of MBR and
ED is an effective system for the safe recovery of nutrients
from centrate, achieving >90% of removal for 21 out of the
22 investigated organic micropollutants and for six out of
nine metals and metalloids. Fluctuations in the removal by
the MBR were compensated near completely by the removal
performance of ED for neutral and, to a lesser extent, ionic
compounds. In the recovered multi-nutrient solution, median
concentrations of organic micropollutants did not exceed 10-
20 pg L. While Zn was present at around 400 pg L™" in the
multi-nutrient solution, other metals and metalloids were
present at <100 pg L', thereby remaining safely under the
maximum recommended values for agricultural wastewater
reuse.

Therefore, the combination of MBR and ED appears to be
a suitable combination for safe nutrient recovery from
centrate, as it can consistently achieve high removal rates for
micropollutants, metals and metalloids. The combination of
removal mechanisms at play in the MBR (sorption, bio-
degradation) and ED (size-exclusion, retention of neutral
compounds) are suited to retain a broad spectrum of
micropollutants. The ED proved to be a suitable last stage for
the treatment system, as it does not require the addition of
chemicals, and does not lead to formation of transformation
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products. The quality of recovered multi-nutrient solution is
likely to be appropriate fit-for-purpose for the intended use
as hydroponic nutrient solution, as it will be diluted prior to
its use, further reducing the risk of remaining
micropollutants, metals and metalloids.
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