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Abstract: Artificial recharge engineering has been widely used to solve the water resource crisis.
However, there are still some safety hazards regarding reclaimed water quality. Here, chlorinated
secondary effluent (SE) was injected into saturated porous media composed of high—purity quartz
sands. The column experiment was conducted and modeled through a developed numerical model
to predict the evolution of physical clogging. Some representative inorganic and organic indicators
were measured both at different times and in different column sections. The study showed that
the relative hydraulic conductivity (K/Kp) decreased significantly by approximately 63.5% in 40 h.
Especially for the first 3 cm of the column, the clogging was the most serious, with a decrease of
approximately 85.8%. The porous media has a certain degree of filtration effect on turbidity, TOC,
protein (Pr) and polysaccharide (PS) but has slight removal for other water quality indicators. Pr
is the main component of the intercepted TOC, and its content is higher than that of Ps. Moreover,
the inorganic and organic parameter variations along the column further verified that the organic
floc particles were mainly retained in the first 3 cm. The 3D excitation/emission matrix (3DEEM)
fluorescence spectra illustrated that the humic acids and fulvic acids were easy to release and that
their injection may be harmful to groundwater quality. The study will lay a theoretical foundation
and provide a guiding scheme for optimizing China’s reclaimed water reuse technology, ensuring
the safety of reclaimed water quality.

Keywords: secondary effluent; column experiment; physical clogging; inorganic and organic indicators;
hydraulic conductivity

1. Introduction

Recently, there have been increasing demands for artificial recharge to meet the challenge
of the water resource crisis. This technology can not only supplement groundwater resources
but also improve recharge water quality through soil aquifer treatment systems [1]. A variety
of water types can be used as the recharge water source, including surface waters from rivers
and lakes, stormwater and treated sewage [2,3]. Considering that the rain rarely falls in
some regions, treated wastewater effluent from the wastewater treatment plant (WWTP)
becomes the main water source for a wide variety of applications, especially for recycling and
reuse [4,5]. Especially in many developing countries, primary effluent is directly injected into
soil aquifer treatment for wastewater treatment and reuse [6]. Limited to the existing water
quality standards for groundwater recharge, the biggest problem during injection is clogging,
especially physical clogging [7-9]. Physical clogging would inevitably lead to changes in some
water quality indicators, resulting in potential risks to the soil aquifer system and underground
water environment. Physical clogging may change the pore seepage characteristics of the
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porous media, thus affecting the transport and fate of solutes or particles [10-12]. Therefore,
fully understanding the evolution of physical clogging and the corresponding changes in some
representative water quality indicators during recharge is the theoretical basis for preventing
water pollution risks.

The essence of physical clogging is mainly caused by the transport and deposition
of particles. There has been some research exploring the clogging mechanism and the
according influence factors intervening in the transport and fate of micro/nanoscale par-
ticles [13-15]. The transport mechanism of particles includes interception, diffusion and
sedimentation processes, which are similar to deep bed filtration [16,17]. Particle retention
is mainly influenced by straining, gravity and buoyancy, hydrodynamics and physicochem-
ical interaction [18-20]. Particle transport and deposition kinetics are strongly dependent
on a range of factors including particle concentration [21], particle size [22] and density [23],
temperature [24], hydraulic operating conditions [25], flow velocity and solution chemistry
(ionic strength, pH) [26,27]. Under chemically unfavorable attachment conditions, hydro-
dynamic forces will impact the attachment efficiency. Hence, the attachment of particles
to the collectors in the secondary minimum is a function of hydrodynamics and solution
chemistry [28,29]. Meanwhile, we also determined that the deposition morphology of
particles has an important influence on physical clogging [30,31]. These studies provide a
more theoretical basis for preventing physical clogging and improving the water quality
standards for underground recharge.

For treated wastewater from WWTP, primary effluent causes a rapid clogging due to
high suspended particles concentration [6]. The secondary effluent (SE) or tertiary effluent
(TE) still has the characteristics of high turbidity, high salinity and a high content of dis-
solved organic matter (DOM), which often cannot meet the requirements of some specific
reuse purposes. In particular, the environmental behavior of DOM in reclaimed water dur-
ing underground storage has always been the focus in the field. Some research has shown
that DOM was mainly retained on the surface of soils, and DOM concentrations exhibited
an exponential decline throughout the unsaturated vadose zone, in which biodegradation
was considered to be the main removal mechanism [32,33]. Moreover, the soluble microbial
products (SMPs) in the effluent were always ignored, which mainly comprised protein,
polysaccharide and humic acids, and it has been reported that protein can promote the
growth of microbial biofilm, even causing a risk of biological clogging [34]. Therefore, it is
necessary to understand the migration and deposition process of SMPs during physical
clogging. The solution of scientific problems can help break through the bottleneck of the
water quality safety guarantee of underground reclaimed water storage.

In this paper, the laboratory column experiment was used to simulate the physical
clogging process of chlorinated SE during injection. Through the one-dimension column
simulation, combined with a set of analytical equations that have been used in previous
studies, the temporal and spatial variations of the relative hydraulic conductivity (K/Kp)
were modeled. Meanwhile, the water quality variations, including some inorganic and
organic indicators, at the input and output ends were measured at different time periods,
and the vertical changes in different sections along the column were examined. The study
observes the development trend of some organic and inorganic indicators, which can be
used for the water quality risk analysis of recharge projects. The expected results will
help gain a deep understanding of the formation mechanism of groundwater particulate
clogging and reduce the pollution risk of particulate pollutants in reclaimed water to
underground aquifers.

2. Materials and Methods
2.1. Secondary Effluent and Porous Media

The SE used in the experiment was obtained from WWTP in Changchun, China. A
certain amount of sodium hypochlorite was added into the SE to prevent biological clogging.
The chlorinated SE was injected into the cylindrical column. The main properties of the
recharge water are shown in Table 1 and Figure 1. Figure 1 also shows the size distribution
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and cumulative percentage of chlorinated SE. A three-dimensional excitation—emission
matrix (3DEEM) fluorescence spectra (LS-55, PerkinElmer, USA) representing fluorescence
intensity versus the excitation wavelength (Ex) and the emission wavelength (Em) was
obtained to evaluate the fluorescence properties and the structure of DOM [3,35,36]. Ex
ranged from 200 to 450 nm, while Em ranged from 250 to 500 nm. The pH, turbidity and
salinity of the obtained water samples were determined. TOC was tested by titration to
ensure the accuracy of the analysis results. For the determination of other indexes, all
of the water samples were filtered with a 0.45 pum filter membrane. Polysaccharide (Ps)
and protein (Pr) contents were determined using the phenol-sulfuric acid method and the
Bradford method, respectively [37].

Table 1. The main properties of the chlorinated secondary effluent.

Main Water Quality Parameters of Chlorinated SE

pH 7.71 £0.02 Salinity (psu) 0.44 4+ 0.00
Na* (mg/L) 57.41+£1.23 SS (mg/L) 10.53 + 1.30
K* (mg/L) 10.87 £+ 0.01 NTU 1.85 + 0.06
Mg?* (mg/L) 10.22 +0.14 IS (mM) 9.46
Ca?* (mg/L) 55.18 +£1.02 TOC (mg/L) 9.58 £+ 0.50
At (mg/L) 0.03 + 0.00 TN (mg/L) 10.67 £ 0.05
Cl~ (mg/L) 184.78 £ 7.78 TP (mg/L) 0.04 £+ 0.00
NO;™ (mg/L) 0.01 + 0.00 Ps (mg/L) 2.79 £ 0.16
NO3™ (mg/L) 7.76 £0.20 Pr (mg/L) 7.68 £ 1.10
50,2~ (mg/L) 10.99 +1.23 UVysy 0.11 £ 0.00
HCO;™ (mg/L) 190.03 + 0.41

Quartz sands, ranging in size from 0.45 to 0.65 mm, were used as the porous media.
The sands were mainly composed of SiO, (98.79%), containing a trace of impurities (Al,O3
0.91% and Fe;O3 0.3%). The sands were thoroughly washed several times using tap water,
soaked circularly by nitric acid and sodium hydroxide and cleaned with deionized (DI)
water until the pH was neutral; then, they were dried at 80 °C [30]. The clean sands were
stored and used.

2.2. Column Experiment

The sands were wet-packed into the column (3 cm diameter and 21 cm length). The
packed media had a porosity of 0.34 &= 0.004. Then, 100-mesh stainless—steel screens were
placed at the column outlet to prevent the loss of the sands. The suspensions were injected
into the column in a downward orientation at a given flow velocity of 2.04 m/h. Before
the suspension was injected and purified water was injected to wash the column, the
background electrolyte solution was injected to equilibrate the porous media. During
the column experiment, the suspension was continuously stirred by an agitator for 40 h.
The one-dimension sand column system was used to simulate the artificial recharge. The
parameters such as column size, injection time and flow velocity in the experiment were
set based on the empirical values from some previous research on clogging [8,22,38,39].
After the experiment, the column was dissected into 21 segments. The saturated sands
were carefully excavated for the analysis of various concentration indexes. The graphical
scheme of the study design is shown in Figure 2.

2.3. Darcy’s Law

Darcy’s law describes the linear relationship between the water seepage velocity and
hydraulic gradient in saturated sands.

v = ki )
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where L is the length of the seepage path, AH is the head loss along L, K is the hydraulic
conductivity and i is the hydraulic gradient, that is, the head loss on the unit seepage path.
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Figure 2. The graphical scheme of the study design.
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3. Results and Discussion
3.1. Physical Clogging

A numerical model for quantifying and simulating the physical clogging process needs
to be verified based on the one-dimension laboratory column experiment to further realize
the prediction of physical clogging in a large—scale site. The model has been published in
our previous research [31]. For the whole column, the experiment result shows that K/K
decreased to 52.6%, while K/K decreased to 36.5% in the model during 40 h injection
(Figure 3a). There was a good correlation between the experimental and simulated values
(R?> = 0.997). K;/Ko (i =1,2,3,4,5) in the five sections is shown in Figure 3b—f. The
experiment results show that K;/Ky (i = 1, 2, 3, 4, 5) decreased by 76.5%, 63.5%, 45.9%,
30.3% and 20.7%, respectively. The correlation coefficients between the experimental and
simulated values for K; /Ky (i =1, 2, 3, 4, 5) were all greater than 0.99. The simulation results
show again that the model parameter settings in previous research are reasonable.
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Figure 3. The experimental and simulated values of K/Ky and K; /Ky (i =1, 2, 3, 4, 5) as a function of
time in different sections: (a) 0-21 cm; (b) 0-3 cm; (c) 3-8 cm; (d) 8-13 cm; (e) 13-18 cm; (f) 18-21 cm.

The overall clogging extended into the deeper layer gradually over time. After 40
h, serious clogging mainly occurred in the first 3 cm of the column due to the deposition
of floc particles (Figure 4). Using the similar numerical model method, Lu et al. [40] and
Zheng et al. [41] have simulated and predicted the physical clogging risk during artificial
recharge with storm water.

3.2. Variation of Inorganic Indicators

Studies have shown that some certain water quality indicators (such as TOC, TSS,
salinity, pH and temperature) have significant impact on the clogging degree [42,43].
Turbidimeter is usually used as a surrogate for TSS, due to its cost-effective and convenient
advantage. Turbidity (unit: NTU) represents the degree to which infrared light is scattered
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or absorbed by suspended solids in water. Moreover, the variations of particle size, shape,
composition and settling velocity have significant influence on the turbidity values [30].
Therefore, the turbidity value can be used to characterize the physicochemical and optical
characteristics of the suspension. In the study, we chose pH, turbidity and salinity as the
representatives of inorganic indicators, the temporal and spatial variations of which were
measured.
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Figure 4. The spatial distributions of K/Kj at different times (0, 10, 20, 30, 40 h).

Figure 5 shows the pH changes at the time and space. The pH values of effluent
gradually increased during reinjection, ranging from 7.81 4 0.01 at 0 h to 8.06 & 0.01 at
40 h (Figure 5a). In our experiment, quartz sand collectors are negatively charged at pH
6.47+ 0.04. Quartz sand collectors are composed of a large number of silicon hydroxyl
groups (SiO™) [44]. Positively charged molecules or particles can be retained in the column
through adsorption, hydration and pore blockage [45]. It has been reported that injecting
treated wastewater can increase the alkalinity of the porous media in most cases [43].
After injection, pH values ranged from 7.21 & 0.01 to 6.51 + 0.25 along the column length
(Figure 5b). Especially for the first 3 cm, the pH values were the highest, which were 7.21 &
0.01, 6.83 £ 0.20 and 6.84 £ 0.03, respectively. The pH values in other sections increased
slightly. The data result is reasonable. This trend can be also attributed to the increase of
organic matter and bicarbonate salts to sand collectors [46].
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Figure 5. (a) pH changes at different times; (b) pH changes along the column length.

Figure 6a shows that effluent turbidity changed as a function of time. Turbidity rapidly
declined with time from 2.30 4= 0.04 NTU at 0 h to 0.77 £ 0.02 NTU at 40 h. In fact, this
is a filtration process. During the initial stage, the floc particles in the influent can pass
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through the pores in porous media, so the filtration efficiency is low. With the progress
of the filtration process, floc particle deposition significantly reduces the porosity of the
porous media. The deposited particles can act as the collectors, and the removal efficiency
would be gradually improved through ripening [47,48]. As shown in Figure 6b, turbidity
changes along the column length also show that most of the interception occurred in the
first 3 cm. The results are consistent with some previous research, indicating that physical
clogging primarily happened in the inlet end of the column (0-3 cm) [8,11,49]. It should
be noted that we calculated the turbidity values per unit mass of quartz sands in order
to accurately reflect the particle retention in different sections. The results are shown in
proportion based on the turbidity value of the first layer. The following data results were
calculated in the same way (Figures 7b, 8b, 9b and 10).
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Figure 6. (a) Turbidity changes at different times; (b) turbidity changes along the column length.
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Figure 7. (a) Salinity changes at different times; (b) salinity changes along the column length.
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Salinity is an important factor which affects the particle release and infiltration rate
during artificial recharge [39,43]. Salinity is the total amount of dissolved ions in water,
mainly containing potassium, sodium, calcium, magnesium, bicarbonate, carbonate, chlo-
ride and sulfate. In our study, we also observed salinity changes with time and space.
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In fact, this reflects the removal of inorganic cation and anion during physical clogging.
Figure 7a shows that salinity changes slightly during 40 h injection. Moreover, salinity
changes along the column also present a gradual downward trend, which is similar to the
retention trend of floc particles (Figure 7b).

3.3. Variation of Organic Indicators

The refractory organic matters in SE are mainly phenols, aromatics, polycyclic aromatic
hydrocarbons and other substances with a benzene ring and conjugated bond structure.
UV 54 can effectively characterize the concentration of these substances. Figure 8 shows
UVy54 changes at different times and along the column length. This shows that the column
also had a certain removal effect on macromolecules or organics that were difficult to
biodegrade, which can be characterized by UV;54. The removal of organic matter during
reinjection mainly occurred at 3 cm surface depth and decreased with the increase in soil
depth (Figure 8b).

The TOC is a common organic matter control index, which represents the content of
almost all of the organic matter in water. The inflow TOC concentration is 9.58 4+ 0.50 mg/L,
and the outflow concentration ranges from 7.71 4= 0.23 mg/L to 8.28 + 0.28 mg/L. The
interception ratio for TOC is less than 20% (Figure 9a). For organic floc particles, although
the number of deposited organic particles was small, it was mainly concentrated on the
surface (Figure 9b). The TOC concentration decreased exponentially with an increase in
depth, which is consistent with other researchers’ reports [50].

DOM in the SE is not only related to the composition and properties of organic matter
in the influent but also includes dissolved microbial metabolites produced in the process of
biochemical treatment. DOM in the secondary effluent is mainly composed of humus, pro-
teins, polysaccharides, lipids and small molecular amino acids and other complex organic
matters [51]. The presence of DOM can severely restrict the safe wastewater reuse [52].
The representative substances of DOM, Pr and Ps were determined. From Figure 10, it can
be seen that the trend of the TOC retention ratio along the column was similar to that of
the Pr retention ratio along the column. Both of them were intercepted in the first 3 cm of
the column, and the interception in the rear part of the column was very small (almost 0).
The content of Pr decreased from 4.33 + 0.81 mg/g at 1 cm, 2.70 £ 0.16 mg/g at 2 cm and
1.98 £ 0.24 mg/g at 3 cm to 0.49 + 0.03 mg/g at 21 cm. Regarding the retention proportion
curve of Ps along the column, it can be seen that there was no gradual reduction in the
retention proportion trend of Ps along the column. The content of PS shows no significant
change from 2.27 £+ 0.26 mg/g at 1 cm, 1.51 + 0.21 mg/g at 2 cm and 1.63 £+ 0.21 mg/g at
3 cm to 0.89 = 0.30 mg/g at 21 cm. The correlation between TOC, Pr and Ps was analyzed
by SPSS software. The results obtained by the Spearman correlation method show that
the correlation between TOC and Pr was significant (p = 0.036 < 0.05), and the correlation
between TOC and Ps was not significant (p = 0.067 > 0.05). This shows that both Pr and Ps
were greatly intercepted in the column. Pr is the main component of the intercepted TOC,
and its content is higher than that of Ps. This indicated that it would provide a sufficient
carbon source and nutrients for microorganisms, which may further increase the risk of
biological clogging.

3DEEM fluorescence peaks can be used to reveal humic-like, tyrosine-like, tryptophan-
like and phenol-like compounds [36]. In fact, each 3DEEM was divided into five different
regions. Regions I and II (Ex < 250 nm, Em < 380 nm) represent some aromatic proteins,
such as tyrosine/tryptophan; Region III (Ex < 250 nm, Em > 380 nm) represents fulvic acids;
Region IV (Ex 250-280 nm, Em < 380 nm) represents soluble microbial byproduct-like
material; Region V (Ex > 280 nm, Em > 380 nm) represents humic acid-like organics [12,35].
Therefore, through the 3DEEM spectra analysis, the trend of the retained and efflux organic
substances could be obtained. We concluded that the content of protein organic matter
intercepted at the first 3 cm was high, and the other layers decreased with the increase
in depth. The proportions of humic acids and fulvic acids were very small and could
be ignored. This is mainly due to the fact that humic acids are easily soluble in alkaline
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solutions, and fulvic acids are soluble in both alkaline and acidic solutions. Since the
pH in the effluent gradually increased, it is concluded that the trapped humic acids and
fulvic acids were easy to lease and flowed out. As shown in Figure 11, we found that the
removal rate of hydrophilic and low molecular material such as proteins, amino acids and
polysaccharides was the highest.

400

0.000
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200.0
300.0
4000

500.0

Ex (nm)

~ 6000
700.0

800.0

200
250 300 350 400 450 500 250 300 350 400 450 500250 300 350 400 450 500
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Figure 11. 3DEEM spectra changes in components of DOM at different sections of the column: (a) 1
cm; (b) 2 cm; (c) 3 cm; (d) 4 cm; (e) 8 cmy; (f) 12 cm; (g) 14 cm; (h) 18 cmy; (i) 21 cm.

As shown in Figure 12, 3DEEM spectra of four different times were selected for
comparison. A high—concentration soluble microbial byproduct was included in reclaimed
water, which indicated that most substances were biomass—associated products resulting
from cell lysis and hydrolysis [34]. Figure 10 shows that some amino acids, proteins and
soluble microbial byproduct-like materials in the effluent decreased regularly, while the
fulvic acid- and humic acid-like organics increased with time. Therefore, the attachment of
Pr and the dissolution of humic acids and fulvic acids occurred in the column experiment.
The trends became gradually more obvious. Up to 40 h, the concentration of DOM in the
effluent was very high. This indicated that the interception capacity for DOM during single
physical clogging was poor, although serious clogging degree occurred.

In our study, in order to simulate numerically the occurrence and development process
of physical clogging and eliminate the influence of complex water rock interaction for
porous media grains on recharge water quality, we selected pure quartz sands for column
experiment. Therefore, the developed system cannot demonstrate the temporal and spatial
evolution of physical clogging and water quality indicators in the actual soil aquifer system
well. Moreover, some researchers have proposed to treat the wastewater to drinking water
level; this will be very costly. In fact, clogging has a positive effect on the improvement of
recharge water quality. Therefore, for different recharge water sources, we need to develop
a specific guideline to define the relationship between reducing the risk of clogging and
improving water quality in future.
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Figure 12. 3DEEM distribution of retained organic matters at different times along the column:
(a) 10 h; (b) 20 h; () 30 h; (d) 40 h.

4. Conclusions

Either for theoretical research or engineering practice, clogging and water quality
changes are the two key scientific problems of artificial recharge. Both of the problems
decided the technical and economic viability of the artificial recharge project. In this study,
the risk of physical clogging and the corresponding changes of water quality indicators
induced by injecting chlorinated SE were examined through a lab—scale column experiment.
Physical clogging of the sand column is attributed to the deposition of the floc particles,
which leads to an approximately 63.5% decrease in K/Kj. The most serious clogging
occurred in the first 3 cm, with a decrease of approximately 85.8% in K/Ky. The porous
media used in the system only has a certain degree of filtration effect on turbidity, TOC,
Pr and Ps. For example, the removal ratio for TOC is less than 20%. We can speculate that
the recharge water quality will lead to serious pollution in the subsurface environment.
Therefore, this study has certain scientific value and practical significance for optimizing
the quality standard of reclaimed water. The solution to scientific problems can have a
positive effect on breaking through the bottleneck of the water quality safety guarantee
of reclaimed water for artificial recharge. Nevertheless, how to evaluate and predict the
pollution and clogging risks for different recharge water quality still requires further study.
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