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Abstract: Former studies have shown that enhanced-zero valent iron (ZVI) could effectively 

remove various contaminants. The present study evaluates for the first time the long-term 

performance of enhanced-ZVI to remove natural organic matter (NOM), an important water quality 

parameter in drinking water. Lab-scale flow-through experiments showed that averagely 7-14% 

dissolved organic carbon (DOC) and 6-15% ultraviolet absorbance at 254 nm (UV254) reduction 

could be achieved by enhanced-ZVI in the first 10,000 bed volumes filtration when a 0.36 or 1.8 

mins empty bed contact time (EBCT) was applied. After 10,000-bed volumes, the enhanced-ZVI 

bed became passivated. However, sulphuric acid was able to regenerate the passivated enhanced-

ZVI bed, recover the capacity of enhanced-ZVI in removing NOM, and hence make the best use of 

the available ZVI. The acidic rinsing solution containing dissolved iron was suitable as a 

supplemental source of iron for coagulation. In addition, during the long-term experiments, the 

biofilters following enhanced-ZVI (1.8 min EBCT) removed more NOM than biofilters without any 

pre-treatment. This could be explained by the formation of biodegradable organic matter (BDOC) 

during the enhanced-ZVI process and the precipitation of iron in the biofilters. Based on these 

findings, a novel water treatment train, incorporating enhanced-ZVI with periodical regeneration, 

biofiltration, and coagulation, was proposed and evaluated. 
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1. Introduction 

Zero valent iron (ZVI) has been used in water treatment process to remove various contaminants, 

including removing heavy metals [1, 2], reducing chlorinated organic and nitrate groundwater 

pollution [3-6], oxidating organics [7-9], and inactivating pathogens [10, 11], with key advantages 

being its relatively cheap price and easy availability. However, one major drawback of ZVI-based 

treatment is a low intrinsic reaction rate due to mass transfer limitations imposed by the available 

surface area, which is aggravated by gradually increasing passivation as iron corrosion products 

accumulate on the ZVI grains over time [12]. To overcome the limitation, Guan, et al. [12] 

proposed several countermeasures. One of them is to add a second material acting as cathode 

promoting spontaneous galvanic corrosion to accelerate the process (e.g. granular activated carbon 

(GAC)) [13, 14]. When GAC is incorporated as a cathode material into this enhanced-ZVI process, 

different electrode reactions occur [15]. During the enhanced-ZVI process, the contaminants are 

removed by iron-based coagulation, GAC adsorption, electrochemical aggregation, Fenton-like 

oxidation and redox reactions involving nascent hydrogen production [13, 14].  

Natural organic matter (NOM) is ubiquitous in surface waters. Although there is no legal 

requirement for target NOM concentration (usually expressed as dissolved organic carbon (DOC) or 

ultraviolet absorbance at 254 nm (UV254)) in drinking water treatment, at least in Australia, the 

existence of NOM has significant impacts on the performance of water treatment, including 

increasing coagulant and disinfectant doses, transporting metals and hydrophobic organic chemicals, 

contributing to colour, taste and odour, fouling membranes and acting as substrate for bacterial 

growth in distribution systems [16, 17]. More importantly, the reactions between free chlorine, the 

predominant disinfectant applied in much of the world, and NOM produce disinfection by-products 

(DBPs). Some DBPs have been linked to bladder cancer [18] and reproductive defects [19]. 



  

Therefore, minimising the amount of NOM is an important objective for drinking water production. 

To date, most ZVI-based studies related to NOM mainly focused on the interactions between NOM 

and the removal of other contaminants, but NOM removal was not the main target [20-22]. Also, in 

drinking water treatment processes, few studies have been reported on the enhanced-ZVI process, 

such as the removal of trichloroethylene [23] and arsenic contamination [24], but only our previous 

study reported upon about how this enhanced process impacted NOM removal during drinking 

water production from surface waters [25]. 

Liu, et al. [25] has demonstrated that enhanced-ZVI process was able to remove NOM substantially, 

and the results showed that within 24 h treatment of enhanced-ZVI (corresponding to only 1.8 min 

of empty bed contact time (EBCT)), DOC decreased from 11.20±0.21 to 4.33±0.16 mg-C/L, while 

UV254 reduced from 0.341±0.001 to 0.104±0.006 cm-1, corresponding to reduction efficiencies of 

61±3% and 70±2%, respectively. But, in that study, the enhanced-ZVI filters were operated in a 

batch recirculation mode, which does not mimic realistic field conditions. Also, the long-term 

performance of enhanced-ZVI bed could not be obtained based on those batch experiments. Thus, 

one of the objectives of the work reported in this study was to investigate the long-term 

performance of enhanced-ZVI operated in a once flow-through mode that would represent a typical 

application of this approach in practice. In addition, former studies have shown that enhanced-ZVI 

could improve the biodegradability of treated water [14, 15, 25-27], so the synergistic effect 

between enhanced-ZVI and biodegradation for NOM removal in drinking water treatment in long-

term operation was investigated as well. Moreover, although various studies have reported the 

passivation of ZVI after long-term operation [5, 28, 29], there is no research about the generation of 

passivated ZVI. Therefore, the ways to regenerate passivated enhanced-ZVI and how to effectively 

utilise the regeneration solution were studies as well in this work. 



  

2. Materials and methods 

2.1 Raw water 

Raw water used in this study was collected from a surface water reservoir, which is the source water 

for a local drinking water treatment plant (WTP) in Southeast Queensland, Australia. 400 L raw 

water was collected onsite and concentrated with a lab-scale reverse osmosis system using 2.5’’ 

spiral wound reverse osmosis membrane (RO ESPA2540, Hydranautics, USA) to around 45 L 

(concentration factor of 8.88) for increased ease of storage in a cold room at 4 °C for future use. 

Prior to experimentation, the concentrate was reconstituted with deionised water obtained from a 

Milli-Q Advantage system (Millipore Pty Ltd, USA). Unless stated, the initial DOC and UV254 for 

the raw water used in all experiments were 9.32 ±0.24 mg/L and 0.243±0.008 cm-1, respectively. 

2.2 Enhanced-ZVI Materials  

ZVI was purchased from Alfa Aesar (Australia) with a size of 1-2 mm and purity of 99.98% (metals 

basis). GAC (ACTICARB GA1000N) was obtained from Activated Carbon Technologies Pty Ltd, 

Australia, and had a size of 1.2-2.4 mm. The rough bulk densities for ZVI and GAC were 7.14 

g/cm3 and 1.43 g/cm3, respectively. Before use, new GAC was rinsed with Milli-Q water several 

times to remove impurities, and then dried at 100 °C overnight. After cooling down to room 

temperature in a drying closet, these GAC particles were stored in sealed bottles for future use. 

2.3 Experimental procedures 

All experiments were conducted in lab-scale columns with a diameter of 8 mm and a total length of 

120 mm. According to previous studies [13, 30], enhanced-ZVI achieved the best performance 

when the volumetric ratio of ZVI to GAC was 1:1. Hence, the same volumes of ZVI and GAC were 

thoroughly mixed first and then transferred to the column reactors.  



  

2.3.1 The impact of EBCT and flow rate on the performance of enhanced-ZVI and the synergy 

between enhanced-ZVI and biofiltration 

To determine the impact of flow rate on the performance of enhanced-ZVI as well as the synergy 

between enhanced-ZVI and biofiltration, 10 experimental conditions were used in this study 

(groups 1-10 in Table 1 and Figure S1). For biofilters, bioactive anthracite collected from a rapid 

sand filter in a local WTP was used as media. Following the operational conditions in the WTP, 6 

min EBCT was used for the biofilters. 

Table 1 Operational conditions for different experimental groups 

Group 

number 

Flow rate 

(mL/min) 

Enhanced-ZVI column Biofilter 

Bed depth 

(cm) 

EBCT 

(min) 

Bed depth 

(cm) 

EBCT 

(min) 

1 1.39 1 0.36 n/a n/a 

2 1.39 1 0.36 16.6 6 

3 0.28 1 1.8 n/a n/a 

4 0.28 1 1.8 3.3 6 

5 0.28 1 1.8 n/a n/a 

6 1.39 5 1.8 n/a n/a 

7 1.39 5 1.8 n/a n/a 

8 0.28 5 9 n/a n/a 

9 0.28 5 9 n/a n/a 

10 0.28 n/a n/a 3.3 6 

11 0.28 1 1.8 3.3 6 

12 0.28 1 1.8 3.3 6 

 

Due to the scale of the experiments, it was impractical to conduct the necessary measurements with 

water samples collected from a single filtration bed volume. Therefore, at each sampling point, 100-

bed volumes of effluent was collected and analysed as a single sample. For example, for the 

sampling point at 1,000-bed volumes, the effluent of each column was continually collected from 

900 to 1,000-bed volumes. For the experiments with the enhanced-ZVI and biofiltration columns in 

series (groups 2 and 4), the effluent of the biofiltration column was collected first, followed by the 

enhanced-ZVI column samples, to minimise any impacts of the sampling process on the operation 

of the downstream biofiltration column, For example, for the 1,000-bed volumes sample in 

experimental group 2, the effluent of the biofilter was collected from 900 to 1,000-bed volumes, 



  

while the effluent of the corresponding up-stream enhanced-ZVI column was collected from 1,000 

to 1,100-bed volumes. As later shown, this 100-bed volumes difference did not have a significant 

impact on the result and the validity of this procedure was verified by the reproducibility of the 

duplicated columns. 

Feed water was prepared daily and the initial pH was adjusted to 7.0 with 0.5 N H2SO4 or 0.5 N 

NaOH. A ten channel peristaltic pump (Watson Marlow 323, Australia) was used to pump water 

into the columns and the different flow rates were regulated by using pumping tubings of different 

sizes. 

2.3.2 Regeneration of passivated enhanced-ZVI bed 

After 30,000-bed volumes filtration, the enhanced-ZVI columns from the experimental groups 3, 4, 

and 5 were regenerated with 12 mL (per column) of 1 M HCl, 1 M HNO3, or 0.5 M H2SO4, 

respectively. The results in Figure S3 showed that H2SO4 regeneration was most effective in 

restoring the NOM removal capacity, and thus was selected for subsequent experiments. A previous 

study reported that oxalic acid was effective in dissolving iron oxide through complexation [31]. To 

compare this alternative with the H2SO4 regeneration, two separate experimental groups were used 

(groups 11 and 12 in Table 1) for the long-term regeneration experiments. The passivated 

enhanced-ZVI bed was regenerated with either acid after each 10,000-bed volumes filtration stage. 

Totally, 40,000-bed volumes filtration and three regeneration steps were conducted for these two 

groups. For each regeneration, 12 mL freshly prepared 0.5 M H2SO4 (group 11) or oxalic acid 

(group 12) was circulated through the enhanced-ZVI bed at a flow rate of 0.28 mL/min for 100-bed 

volumes, during which the valve between enhanced-ZVI column and the biofilter was closed to 

prevent the potentially harmful effects of acid on the biofiltration biomass. After regeneration, the 

‘waste acid’ was collected and normal feed water was pumped through the enhanced-ZVI bed at a 

flow rate of 1.4 mL/min to flush out the residual acids. When the effluent pH increased to 7.0 (after 

about 2 h flushing), the biofiltration unit was re-connected and the experimental setup was operated 

under the standard conditions described in Table 1. 



  

 

2.4 Analytical methods 

2.4.1 DOC, UV254 and Specific UV absorption (SUVA254) 

Before analysis, all samples were filtered with 1.2 µm glassfibre filter (Cole-Palmer, USA), which 

reproducibly removes particulates but passes dissolved and colloidal NOM into the filtrate [32]. 

Although this is strictly speaking not directly equivalent to dissolved organic carbon only, for the 

sake of convenience the acronym DOC will be used throughout the study here forth. DOC was 

measured with a TOC-L total organic carbon analyser (Shimadzu, Japan) with a TNM-L total 

nitrogen analyser unit (Shimadzu, Japan)and ASI-L autosampler (Shimadzu, Japan). Since ferric 

ions can interfere with ultraviolet absorbance, hydroxylamine was used to eliminate the effect of 

ferric [33]. 5 mL filtered sample was mixed with 5 mL Milli-Q water and 1 mL buffered 

hydroxylamine solution (0.3 g hydroxylamine hydrochloride, 1.8 g sodium acetate trihydrate, and 

2.1 mL glacial acetic acid with water to a final volume of 10 mL), and after 24 h, UV254 was 

measured in a quartz cuvette with a Varian Cary 50 Bio UV-Visible spectrophotometer. The 

reported absorbance values were corrected for the procedural dilution factor. SUVA254 was 

calculated by multiplying UV254 by 100 and then dividing by the DOC (mg-C/L) to obtain units of 

L/mg-C·m. 

2.4.2 Iron speciation 

The sum of dissolved and colloid iron in water samples was measured according to the method of 

ISO 6332. Firstly, the following solutions were mixed: 4 mL filtered sample (1.2 µm glassfibre 

filter) + 4 mL Milli-Q water + 2 mL 1,10-phenantroline solution (1 g/L)  + 2 mL pH buffer solution 

solution (75 g ammoniumacetate  and 175 mL acetic acid were diluted to 250 mL). After 1 min, the 

absorbance of the mixture at 510 nm (Varian Cary 50 Bio UV-Visible spectrophotometer, Australia) 

was recorded for the calculation of ferrous concentration, and then 1-2 spatula tips of ascorbic acid 

were added into the mixture (to reduce ferric to ferrous ions), which was stored in a dark place. 

Finally, after 24 h, the absorbance of the mixture at 510 nm was recorded again to calculate the total 



  

iron concentration, and the difference between the total iron and the initial ferrous concentration is 

considered to be the initial ferric concentration of the sample.  

The total iron in the regenerated H2SO4 or oxalic acid solution was measured with inductively 

coupled plasma optical emission spectrometry (ICP-OES, 7300DV, PerkinElmer). 

2.4.3 Size exclusion chromatography 

Size exclusion chromatography (SEC) was performed with a Shimadzu Prominence high 

performance liquid chromatography system with UV–Vis photodiode array detector (SPD-M20A) 

and organic carbon detector (OCD, Sievers 900 portable TOC analyser-Turbo, GE, USA). The 

chromatographic column TSK HW 50S (250 mm × 20 mm, 3000 theoretical plates, Tosoh, Japan) 

was supplied by DOCLabor Huber and run at 35°C. The mobile phase used was 25mM phosphate 

buffer solution (1.5 g/L Na2HPO4·2H2O, Sigma Aldrich, Australia; 2.9 g/L NaH2PO4·2H2O, Ajax 

Finechem, Australia) with a flow rate of 1.0 mL/min. Before use, the mobile phase was filtered with 

0.45 µm nylon filters (PM Separations, Australia). The sample injection volume was 1000 µL, and 

the total analysis time was 100 min. For the OCD detector, 15% ammonium persulfate solution 

(APF 90150-01, GE, USA) was used as oxidiser with a flow rate of 4.0 µL/min, and 6 M 

phosphoric acid solution (APF 90310-01, GE, USA) was used to acidify the samples with a flow 

rate of 3.0 µL/min. The interpretation of the peaks followed the method described by Huber, et al. 

[34]. 

2.4.4 Calculation of DOC and UV254 removal efficiencies 

The absolute DOC or UV254 values at all sampling points for both raw water and the effluent of a 

certain column were plotted with line-symbol charts, and the area under the curve was calculated 

using software Origin Pro.8.5. The removal efficiency was calculated by the following equation.  
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Since DOC or UV254 removal rate changed during the long-term operation of enhanced-ZVI 

columns (as shown in the following sections), the calculated removal efficiency was actually the 

average value during a certain period of filtration. 

3. Results and discussion 

3.1 The impact of EBCT and flow rate on the performance of enhanced-ZVI  

As shown in Figure 1, both EBCT and flow rate affect the performance of enhanced-ZVI. Using a 1 

cm enhanced-ZVI bed and 1.8 min EBCT, 3.36±0.36 mg/L DOC and 0.086±0.033 cm-1 UV254 

could be removed after 100-bed volumes filtration (although the enhanced-ZVI bed in groups 3, 4 , 

and 5 were similar and operated under the same conditions, an unexpectedly high standard 

deviation was observed for the triplicated samples, which could not be properly explained by 

available information), while only 1.44±0.03 mg/L DOC and 0.025±0.007 cm-1 UV254 were 

removed with a shorter EBCT (0.36 min). Over the duration of the experiments, the performance 

difference was diminishing, although the enhanced-ZVI columns with 1.8 min EBCT always had 

better performance, especially for UV254 reduction. After 10,000-bed volumes filtration, the 

difference between the enhanced-ZVI columns with different EBCTs became insignificant, with 

only about 0.5 mg/L DOC and 0.010 cm-1 UV254 being removed, indicating the passivation of the 

enhanced-ZVI bed. For the 5 cm enhanced-ZVI beds, a similar trend was observed. After 100-bed 

volumes filtration, 4.25±0.18 mg/L DOC and 0.109±0.013 cm-1 UV254 were removed by enhanced-

ZVI columns with EBCT of 1.8 min, while 5.52±0.57 mg/L DOC and 0.160±0.014 cm-1 UV254 

reductions were achieved with a longer EBCT (9 min). The improved performance of the 9 min 

EBCT column extended until after 5,000-bed volumes filtration, beyond which no data was 

collected. In general, for the same enhanced-ZVI column length, the longer EBCT achieved a better 

performance (even when compared at the same total bed volumes, ie treated water volumes), which 

indicates that the contact and reaction time of the NOM in the electrolysis process and GAC 

adsorption is an important parameter for the removal performance [13, 14]. Furthermore, for 



  

columns with the same EBCT (1.8 min), the longer the enhanced-ZVI bed the better the removal 

performance. This might be due to the higher flow rate applied in the longer column to achieve the 

target EBCT, increasing the shear rate inside the packed columns and hence reducing the liquid 

boundary layer around the particles, which results in a higher reaction rate of the NOM with the 

GAC and/or ZVI particles [35]. Overall, when 0.36 or 1.8 min EBCT was applied, 7-14% DOC and 

6-15% UV254 reduction could be achieved by enhanced-ZVI after 10,000 bed volumes filtration 

(Table S1 and Table S2). 
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Figure 1 The removal of (a) DOC and (b) UV254 for enhanced-ZVI with different EBCTs (for 

EBCT=0.36 min (1 cm bed) the error bars represent the mean deviation of groups 1 and 2; for 

EBCT=1.8 min (1 cm bed) the error bars represent the mean deviation of groups 3, 4 and 5; 

for EBCT=1.8 min (5 cm bed) the error bars represent the mean deviation of groups 6 and 7; 

for EBCT=9 min (5 cm bed) the error bars represent the mean deviation of groups 8 and 9).    

 

In the previous batch experiments of Liu, et al. [25], 61% DOC and 70% UV254 were removed when 

400 mL water was treated with a 1 cm enhanced-ZVI bed for 24 h, which corresponded to 800-bed 

volumes filtration of an enhanced-ZVI column with 1.8 min EBCT. However, in this study, even 

for the column with 5 cm enhanced-ZVI bed and 1.8 min EBCT, only 29% DOC and 29% UV254 

were removed over the first 1,000-bed volumes filtration (Table S1 and Table S2). Considering the 

significantly different operational modes, this discrepancy could be due to the following reasons. 

Firstly, in the previous batch experiments, a much higher flow rate was used (about 40 mL/min), 

which could promote the mass transfer and increase the reaction/adsorption rate of organic matter 

with the GAC or ZVI surface, while 0.28 or 1.39 mL/min flow rate was applied in this study. 



  

Secondly, in the previous study coagulation was found to play an important role in NOM removal 

[25]. Coagulation would only happen once a certain amount of negatively charged compounds were 

neutralized by the ferric or ferrous cations generated in the process [17, 36]. Thus, the relatively 

slower iron dissolution in this study (as shown in Figure 3) might not have been generating enough 

cations to trigger an effective coagulation and hence render coagulation insignificant under the 

flow-through operation mode. In addition, the longer contact time between NOM and ferric in feed 

water bottle under recirculation mode might promote coagulation as well. 

3.2 The improvement of biofiltration by enhanced-ZVI  

In order to determine the synergistic effect between enhanced-ZVI and biodegradation, a biofilter 

was added after the enhanced-ZVI columns for experimental group 4. As shown in Figure 2, when 

the EBCT of the enhanced-ZVI was 1.8 min, the subsequent biofiltration process consistently 

removed more DOC and UV254 than the biofiltration alone over the whole 30,000-bed volumes 

filtration period (p=0.039 for DOC removal and p=0.047 for UV254 removal).  

  

Figure 2 The removal of DOC and UV254 for combined biofiltration (after enhanced-ZVI) and 

biofiltration alone (for (a) and (b), the data was from groups 4 and 10). 

 

Former studies have shown that oxidants produced during the enhanced-ZVI process could improve 

the biodegradability of organic matter to some extent, hence being beneficial for the subsequent 

bio-treatment [25-27]. As shown in the SEC-UV-OCD (Figure S4), after the treatment with 1.8 min 

EBCT enhanced-ZVI, new peaks appeared in the low molecular weight acids and low molecular 



  

weight neutrals fractions, indicating that a certain extent of oxidation occurred [37]. Smaller and 

more oxidised molecules are more amenable to biodegradation due to their easier transportation 

across the cell membranes and higher susceptibility to degradation by metabolic enzymes [38]. 

Thus, the better performance of the biofiltration following the 1.8 min EBCT enhanced-ZVI could 

be ascribed to the formation of more biodegradable compounds in the advanced oxidation reactions 

taking place during the enhanced-ZVI process.   

Moreover, Figure 3 shows that when the effluent of the enhanced-ZVI column passes through the 

biofilter, the concentration of dissolved plus colloidal ferric ions decreases, implying the 

precipitation of ferric in the biofilter. With the aging of the precipitated iron, the initially formed 

amorphous ferric hydroxide may be changing to crystalline ferric oxide [39], both of which are 

reported to have NOM adsorption capacity [17, 40]. Similarly, the results from a control experiment 

(Figure S5) confirmed that in this study adsorption by the precipitated ferric likely contributed to 

the improved NOM removal of the biofilters.  

 

Figure 3 The change of ferric concentration after enhanced-ZVI and enhanced-

ZVI+biofiltration (the data was from group 4)). 

 



  

3.3 Regeneration of passivated enhanced-ZVI bed 

As mentioned above, after 10,000-bed volumes filtration, the enhanced-ZVI bed became passivated, 

and as a result, only limited DOC and UV254 removal was achieved at that point. Precipitation of 

iron oxidation products may also have resulted in the partial blocking of the filter bed and reduced 

contact of the liquid with the enhanced-ZVI bed particles [41]. Therefore, in order to restore the 

performance of the enhanced-ZVI column and reduce the bed clogging, regeneration of the 

enhanced-ZVI bed is necessary. As shown in Figure 4 and Figure S6, regeneration with 0.5 M 

H2SO4 solution after 10,000-bed volumes filtration could increase the removal performance of the 

enhanced-ZVI bed from 0.5 mg/L DOC and 0.02 cm-1 UV254 to 1.0 mg/L and 0.05 cm-1, 

respectively. Former studies have shown that precipitation of iron oxidation products onto ZVI surface is 

the main reason for ZVI passivation [42, 43]. The dissolution of iron oxidation products in acids follows 

three principle reactions: protonation, reduction, and complexation producing ferric cations, ferrous cations 

and  ferric or ferrous complexes, respectively [44]. Based on the experimental results in this study, it is not 

possible to determine which reactions are the dominant ones when H2SO4 was used to regenerate the 

passivated enhanced-ZVI bed, although it can be hypothesized that protonation should be the main 

mechanism. Complexation is likely to play a less important role as the oxalic acid, a stronger complexing 

agent forming chelate complexes with iron ions overall showed worse performance compared to sulfuric acid 

in the regeneration. Furthermore, the sulphur atom in sulphate is already fully oxidized (+VI), hence it is 

illogical to assume the reduction of ferrous and ferric iron in the regeneration step. 



  

 

Figure 4 The long-term performance of enhanced-ZVI and enhanced-ZVI+biofiltration in 

removing DOC after regenerating enhanced-ZVI beds with 0.5 M H2SO4 or 0.5 M oxalic acid 

(0.5 M H2SO4 was used to regenerate enhanced-ZVI bed for group 11; for (b) 0.5 M oxalic 

acid was used to regenerate enhanced-ZVI bed for group 12; dashed lines indicate the 

regeneration of the enhanced-ZVI bed). 

 

The regeneration benefits also the combined enhanced-ZVI+biofiltration process. Figure 2(a) shows 

that from 10,000 to 30,000-bed volumes, the DOC removal without regeneration decreases from 

1.37 to 0.96 mg/L gradually. However, after regular regeneration of the enhanced-ZVI bed with 0.5 

M H2SO4 solution (Figure 4), even at 40,000-bed volumes, about 1.5 mg/L DOC removal is still 

maintained. As discussed above, since adsorption by precipitated ferric contributed to the overall 

NOM removal in the biofilters, the continual precipitation of ferric into the biofilters after 

enhanced-ZVI regeneration (as shown in Figure S7) could provide additional adsorption sites for 

NOM, and therefore, extend the good performance of the biofilters as well. 

When oxalic acid was used to regenerate the passivated enhanced-ZVI bed, no DOC removal could 

be observed in the enhanced-ZVI column for the first 3,000-bed volumes filtration following the 



  

regeneration, during which the DOC concentration of the effluent was even higher than that of the 

raw water, most likely due to the release of adsorbed or complexed oxalic acid from the enhanced-

ZVI bed. However, the released DOC could be removed by the subsequent biofiltration, leading to 

the similar overall DOC removal to that achieved when H2SO4 was used for regeneration. 

Although both acids could be used to regenerate the passivated enhanced-ZVI bed, for practical 

applications the use of H2SO4 would appear to be a better option. Firstly, when using oxalic acid, 

there is a potential risk that the released organic matter from the enhanced-ZVI bed could pass on to 

the subsequent treatment processes, and may increase the formation of disinfection by-products. 

Secondly, the price of oxalic acid is much higher than that of H2SO4 (www.alibaba.com). 

3.4. Potential benefits and application  

Although enhanced-ZVI has been reported to alleviate the passivation of ZVI grains through faster 

dissolution [12], some passivation still happened as discussed above after a certain operation period. 

However, acid could effectively remove the passivation layer, hence regenerate the enhanced-ZVI 

bed and recover the removal capacity of enhanced-ZVI for NOM. From this point-of-view, 

enhanced-ZVI with periodic regeneration could be an effective way to fully utilise ZVI. For 

practical application of this technology to drinking water treatment process, an additional 

coagulation step may still be needed to guarantee adequate removal of contaminants. Also, the 

potentially existed iron in the effluent of the biofilter could be further removed in the coagulation 

step, which would reduce the impact of iron on water quality. The dissolved iron in the acidic 

regeneration liquid could potentially be used as a supplementary coagulant as ferric salts may be  

commonly used as coagulants in drinking water treatment processes [17]. Therefore, a water 

treatment train incorporating the enhanced-ZVI process could be envisaged as shown in Figure 5. 



  

 

Figure 5 A proposed drinking water treatment train incorporating enhanced-ZVI. 

 

To evaluate the performance of the enhanced-ZVI+biofiltration process in treating different source 

waters, as well as to test the feasibility of the proposed treatment train in Figure 5, a preliminary test 

with a low NOM content raw water (DOC and UV254 of 4.47±0.16 mg/L and 0.123±0.007 cm-1) 

was conducted. As shown in Figure 6, the enhanced-ZVI+biofiltration process also removes NOM 

effectively for this relatively clean source water, with average DOC and UV254 removal efficiencies 

of 22% and 37% over 10,000-bed volumes filtration (Tables S1 and S2). 
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Figure 6 The performance of enhanced-ZVI and enhanced-ZVI+biofiltration in removing (a) 

DOC and (b) UV254 for source water with low organic matter content (error bars represent 

the mean deviation of duplicate experiments). 
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In addition, compared with direct coagulation, the proposed water treatment train saves 60% 

coagulant dose by using ‘waste acid’ as a supplementary coagulant without compromising DOC 

removal, and at the same time, better UV254 removal could be achieved than with coagulation alone 

(Figure 7). Accordingly, more SUVA254 reduction occurred (3.02±0.12 versus 2.47±0.15 L/mg-

C·m). SUVA254 is used to indicate the aromatic content of NOM and activated aromatic structures 

(aromatic sites substituted with oxygen- and nitrogen-containing functional groups, i.e., phenolics 

and aromatic amines), which are the primary sites of attack by chlorine or other oxidants [45, 46]. 

Therefore, NOM with high SUVA254 is more likely to form disinfection by-products (DBPs) [47, 

48]. For water utilities mainly concerned with the reduction of DBPs, the enhanced-ZVI based 

treatment train may have valuable advantages over the traditional coagulation process alone. 

 

Figure 7 The comparison between direct coagulation and proposed water treatment process 

in removing (a) DOC and (b) UV254 (error bars represent the mean deviation of duplicate 

experiments). 

 

In terms of practical application, the enhanced-ZVI reactors could be constructed into several 

parallel filters, each of them at a different ZVI-aging state to make sure enough water could still be 

produced during the regeneration of each filter. Importantly though, a detailed cost-benefit analysis 

should be conducted to determine if the new treatment train has clear overall economic advantages 

over the traditional coagulation process. As shown in Table S7, for the low NOM source water used 

in this study, the consumption of consumables (coagulant and lime) during the enhanced-ZVI 



  

related process was lower than that used in the traditional coagulation process (saving $11/1000 m3 

drinking water treated), hence providing some lower operating costs. Also, the acid dose needed for 

regeneration was just based on an empirical assumption (see Text S2). An optimised acid dose 

might further reduce the total cost of the enhanced-ZVI process. Moreover, the adsorption of 

micropollutants by GAC [49] and the removal of pathogens [10] and subsequent saving in 

disinfectants may also add credits to the enhanced-ZVI incorporated treatment train. However, these 

benefits would need to be further investigated first, as this was outside of the scope of this present 

study. 

4. Conclusion  

Enhanced-ZVI is effective in removing NOM during drinking water treatment. Extending the 

EBCT and/or the filtration bed length could improve the overall performance of this process. In 

addition, compared with direct biofiltration, the combination of a 1.8 min EBCT enhanced-ZVI bed 

prior to a biofiltration process achieved better performance, likely due to the formation of 

biodegradable organic compounds during the enhanced-ZVI process and the precipitation of iron in 

the biofilter. However, after about 10,000-bed volumes filtration the enhanced-ZVI bed became 

passivated under all conditions used in this study. To regenerate the passivated enhanced-ZVI bed , 

fully utilised the available ZVI, and recover the NOM removal capacity, periodic regeneration of 

the enhanced-ZVI bed with H2SO4 is a good option, based on which a novel water treatment train 

was proposed and preliminary experimental results indicated that this new treatment process 

achieved better NOM and SUVA reduction than the traditional coagulation process alone.  

Acknowledgement 

This study was supported by Seqwater (www.seqwater.com.au) through its Strategic Research 

Partnership with The University of Queensland and Griffith University. The authors would like to 

acknowledge Dr. Beatrice Keller-Lehmann and Mr. Nathan Clayton for the analysis of DOC and 



  

ICP. Mr. Peng Liu appreciates the support from the Chinese Scholarship Council and The 

University of Queensland for the living allowance and tuition fee scholarships. 

References 

[1] M. Gheju, Hexavalent chromium reduction with zero-valent iron (ZVI) in aquatic systems, Water, Air, 

and Soil Pollution 222 (2011) 103-148. 
[2] R. Rangsivek, M.R. Jekel, Removal of dissolved metals by zero-valent iron (ZVI): Kinetics, equilibria, 

processes and implications for stormwater runoff treatment, Water Research 39 (2005) 4153-4163. 
[3] A.S. Ruhl, N. Ünal, M. Jekel, Evaluation of two-component Fe(0) fixed bed filters with porous materials 

for reductive dechlorination, Chemical Engineering Journal 209 (2012) 401-406. 

[4] C. Della Rocca, V. Belgiorno, S. Meriç, Overview of in-situ applicable nitrate removal processes, 
Desalination 204 (2007) 46-62. 

[5] J. Farrell, M. Kason, N. Melitas, T. Li, Investigation of the long-term performance of zero-valent iron for 

reductive dechlorination of trichloroethylene, Environmental Science & Technology 34 (2000) 514-521. 
[6] I. Hussain, Y. Zhang, S. Huang, X. Du, Degradation of p-chloroaniline by persulfate activated with zero-

valent iron, Chemical engineering journal 203 (2012) 269-276. 

[7] M. Kallel, C. Belaid, T. Mechichi, M. Ksibi, B. Elleuch, Removal of organic load and phenolic compounds 
from olive mill wastewater by Fenton oxidation with zero-valent iron, Chemical Engineering Journal 150 

(2009) 391-395. 
[8] F. Gong, L. Wang, D. Li, F. Zhou, Y. Yao, W. Lu, S. Huang, W. Chen, An effective heterogeneous iron-

based catalyst to activate peroxymonosulfate for organic contaminants removal, Chemical Engineering 

Journal 267 (2015) 102-110. 
[9] D. Li, D. Chen, Y. Yao, J. Lin, F. Gong, L. Wang, L. Luo, Z. Huang, L. Zhang, Strong enhancement of dye 

removal through addition of sulfite to persulfate activated by a supported ferric citrate catalyst, Chemical 

Engineering Journal 288 (2016) 806-812. 
[10] C. Shi, J. Wei, Y. Jin, K.E. Kniel, P.C. Chiu, Removal of viruses and bacteriophages from drinking water 

using zero-valent iron, Separation and Purification Technology 84 (2012) 72-78. 

[11] Y. You, J. Han, P.C. Chiu, Y. Jin, Removal and inactivation of waterborne viruses using zerovalent iron, 
Environmental Science and Technology 39 (2005) 9263-9269. 

[12] X. Guan, Y. Sun, H. Qin, J. Li, I.M.C. Lo, D. He, H. Dong, The limitations of applying zero-valent iron 

technology in contaminants sequestration and the corresponding countermeasures: The development in 
zero-valent iron technology in the last two decades (1994–2014), Water Research 75 (2015) 224-248. 

[13] D. Ying, J. Peng, X. Xu, K. Li, Y. Wang, J. Jia, Treatment of mature landfill leachate by internal micro-
electrolysis integrated with coagulation: A comparative study on a novel sequencing batch reactor based on 

zero valent iron, Journal of Hazardous Materials 229–230 (2012) 426-433. 

[14] K. Wang, S. Liu, Q. Zhang, Y. He, Pharmaceutical wastewater treatment by internal micro-electrolysis- 
coagulation, biological treatment and activated carbon adsorption, Environmental Technology 30 (2009) 

1469-1474. 

[15] X. Yang, Y. Xue, W. Wang, Mechanism, kinetics and application studies on enhanced activated sludge 
by interior microelectrolysis, Bioresource Technology 100 (2009) 649-653. 

[16] J.G. Jacangelo, J. DeMarco, D.M. Owen, S.J. Randtke, Selected processes for removing NOM: An 
overview, Journal / American Water Works Association 87 (1995) 64-77. 
[17] A. Matilainen, M. Vepsäläinen, M. Sillanpää, Natural organic matter removal by coagulation during 

drinking water treatment: A review, Advances in Colloid and Interface Science 159 (2010) 189-197. 

[18] N. Costet, C.M. Villanueva, J.J.K. Jaakkola, M. Kogevinas, K.P. Cantor, W.D. King, C.F. Lynch, M.J. 
Nieuwenhuijsen, S. Cordier, Water disinfection by-products and bladder cancer: Is there a European 

specificity? A pooled and meta-analysis of European caseecontrol studies, Occupational and Environmental 

Medicine 68 (2011) 379-385. 



  

[19] M.J. Nieuwenhuijsen, M.B. Toledano, N.E. Eaton, J. Fawell, P. Elliott, Chlorination disinfection 

byproducts in water and their association with adverse reproductive outcomes: A review, Occupational and 

Environmental Medicine 57 (2000) 73-85. 
[20] J. Chen, Z. Xiu, G.V. Lowry, P.J.J. Alvarez, Effect of natural organic matter on toxicity and reactivity of 

nano-scale zero-valent iron, Water Research 45 (2011) 1995-2001. 
[21] J. Fan, F. Liu, Y. Hu, J. Chen, Effects of pH and ionic composition on sorption/desorption of natural 

organic matter on zero-valent iron and magnetite nanoparticles, Water Science and Technology 72 (2015) 

303-310. 
[22] S.-H. Kang, W. Choi, Oxidative degradation of organic compounds using zero-valent iron in the 

presence of natural organic matter serving as an electron shuttle, Environmental Science & Technology 43 

(2008) 878-883. 
[23] T.H. Song, Y.J. Gao, Removal of trichloroethylene (TCE) from groundwater by GAC and ZVI, Desalination 

and Water Treatment 52 (2014) 5990-5994. 

[24] W. Chen, R. Parette, F.S. Cannon, Pilot-scale studies of arsenic removal with granular activated carbon 
and zero-valent iron, Environmental Engineering Science 29 (2012) 897-901. 
[25] P. Liu, J. Keller, W. Gernjak, Enhancing zero valent iron based natural organic matter removal by mixing 

with dispersed carbon cathodes, Science of the Total Environment 550 (2016) 95-102. 
[26] H. Cheng, W. Xu, J. Liu, H. Wang, Y. He, G. Chen, Pretreatment of wastewater from triazine 

manufacturing by coagulation, electrolysis, and internal microelectrolysis, Journal of Hazardous Materials 

146 (2007) 385-392. 
[27] B. Lai, Y. Zhou, P. Yang, Passivation of sponge iron and GAC in Fe 0/GAC mixed-potential corrosion 

reactor, Industrial and Engineering Chemistry Research 51 (2012) 7777-7785. 
[28] A.D. Henderson, A.H. Demond, Long-term performance of zero-valent iron permeable reactive barriers: 

a critical review, Environmental Engineering Science 24 (2007) 401-423. 

[29] S.R. Kanel, J.-M. Greneche, H. Choi, Arsenic (V) removal from groundwater using nano scale zero-valent 
iron as a colloidal reactive barrier material, Environmental science & technology 40 (2006) 2045-2050. 

[30] B. Lai, Y. Zhou, H. Qin, C. Wu, C. Pang, Y. Lian, J. Xu, Pretreatment of wastewater from acrylonitrile-

butadiene-styrene (ABS) resin manufacturing by microelectrolysis, Chemical Engineering Journal 179 (2012) 
1-7. 

[31] D. Panias, M. Taxiarchou, I. Paspaliaris, A. Kontopoulos, Mechanisms of dissolution of iron oxides in 

aqueous oxalic acid solutions, Hydrometallurgy 42 (1996) 257-265. 
[32] A.T. Chow, F. Guo, S. Gao, R. Breuer, R.A. Dahlgren, Filter pore size selection for characterizing 

dissolved organic carbon and trihalomethane precursors from soils, Water Research 39 (2005) 1255-1264. 
[33] T.A. Doane, W.R. Horwáth, Eliminating interference from iron(III) for ultraviolet absorbance 

measurements of dissolved organic matter, Chemosphere 78 (2010) 1409-1415. 
[34] S.A. Huber, A. Balz, M. Abert, W. Pronk, Characterisation of aquatic humic and non-humic matter with 
size-exclusion chromatography – organic carbon detection – organic nitrogen detection (LC-OCD-OND), 

Water Research 45 (2011) 879-885. 

[35] S. Shanmuganathan, T.V. Nguyen, W.G. Shim, J. Kandasamy, A. Listowski, S. Vigneswaran, Effluent 
organic matter removal from reverse osmosis feed by granular activated carbon and purolite A502PS 

fluidized beds, Journal of Industrial and Engineering Chemistry 20 (2014) 4499-4508. 

[36] J.K. Edzwald, Coagulation in drinking water treatment: Particles, organics and coagulants, Water 
Science and Technology 27 (1993) 21-35. 

[37] A. Matilainen, M. Sillanpää, Removal of natural organic matter from drinking water by advanced 

oxidation processes, Chemosphere 80 (2010) 351-365. 
[38] S. Goel, R.M. Hozalski, E.J. Bouwer, Biodegradation of NOM: Effect of NOM source and ozone dose, 

Journal / American Water Works Association 87 (1995) 90-105. 
[39] T. Grundl, J. Delwiche, Kinetics of ferric oxyhydroxide precipitation, Journal of Contaminant Hydrology 

14 (1993) 71-87. 

[40] B. Gu, J. Schmitt, Z. Chen, L. Liang, J.F. McCarthy, Adsorption and desorption of different organic 
matter fractions on iron oxide, Geochimica et Cosmochimica Acta 59 (1995) 219-229. 

[41] A.S. Ruhl, N. Ünal, M. Jekel, Combination of Fe(0) with additional reactive materials in fixed bed 

reactors for TCE removal, Chemical Engineering Journal 222 (2013) 180-185. 



  

[42] D.H. Phillips, B. Gu, D.B. Watson, Y. Roh, L. Liang, S.Y. Lee, Performance evaluation of a zerovalent iron 

reactive barrier: Mineralogical characteristics, Environmental Science and Technology 34 (2000) 4169-4176. 

[43] H. Luo, S. Jin, P.H. Fallgren, P.J. Colberg, P.A. Johnson, Prevention of iron passivation and enhancement 
of nitrate reduction by electron supplementation, Chemical Engineering Journal 160 (2010) 185-189. 

[44] U. Schwertmann, Solubility and dissolution of iron oxides,  Iron nutrition and interactions in plants, 
Springer1991, pp. 3-27. 

[45] D.A. Reckhow, P.C. Singer, R.L. Malcolm, Chlorination of humic materials: Byproduct formation and 

chemical interpretations, Environmental Science and Technology 24 (1990) 1655-1664. 
[46] M. Kitis, T. Karanfil, J.E. Kilduff, A. Wigton, The reactivity of natural organic matter to disinfection by-

products formation and its relation to specific ultraviolet absorbance,  Water Science and Technology, 2001, 

pp. 9-16. 
[47] J.K. Edzwald, W.C. Becker, K.L. Wattier, Surrogate parameters for monitoring organic matter and THM 

precursors, Journal / American Water Works Association 77 (1985) 122-131. 

[48] I.N. Najm, N.L. Patania, J.G. Jacangelo, S.W. Krasner, Evaluating surrogates for disinfection by-products, 
Journal / American Water Works Association 86 (1994) 98-106. 
[49] Y. Luo, W. Guo, H.H. Ngo, L.D. Nghiem, F.I. Hai, J. Zhang, S. Liang, X.C. Wang, A review on the 

occurrence of micropollutants in the aquatic environment and their fate and removal during wastewater 
treatment, Science of the Total Environment 473-474 (2014) 619-641. 

 

 

  



  

Graphical abstract 
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• Enhanced-ZVI bed become passivated after 10,000-bed volumes operation 

• The passivated enhanced-ZVI bed could be regenerated with sulfuric acid 

• Enhanced-ZVI could improve the performance of subsequent biofiltration 

• A novel water treatment train incorporating enhanced-ZVI was proposed 

 


