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ABSTRACT 

 

 

Electro-Adsorptive System for Removal of Pharmaceutical Products from an Aqueous 

Solution 

 

Hassan Hamed Alhachami, Ph.D. 

Concordia University, 2019 

 

                  Commonly used pharmaceutical products present in sewage cannot be removed by 

conventional wastewater treatment plants. Therefore, they can be found in effluents discharged to 

aquatic systems. Endocrine disrupting compounds (EDCs) are among these releases into the 

environment. For example, 17α-ethynylestradiol (EE2) is a synthetic compound extensively used 

by the population, which is released into an environment. Thus, it can cause a negative effect on 

the endocrine system of aquatic biota and human. 

To protect the aquatic system against an impact of EDCs comprised in the effluent, a novel system 

for their removal was proposed. A steroidal estrogen, EE2, was assumed to be a target compound 

in this investigation. Then, the objective of this study is to develop a sustainable system for EE2 

removal. The methodological approach combining an adsorption with electro-kinetic phenomena 

has been proposed. Sustainability is supposed, based on revalorization of wasted materials and 

minimizing of energy use. Six phases of investigation were proposed, namely, phase 1: 

Manufacturing procedures; phase 2: Upgraded adsorption system; phase 3:  Experimental protocol; 

phase 4: Electro-adsorptive system; phase 5: Electro-adsorptive system comparison; phase 6; cost-

effectiveness increase and energy saving proposal. The study has been advanced, where waste 

generated by fisheries and forestry demonstrated already excellent materials to build an electro-

adsorptive system. Application of a low direct current (DC) has also demonstrated a sufficient 

effectiveness of the system. In focus, to understand the partitioning of EDCs (EE2) between liquid 

and solid phases, eight types of adsorbents made from New Adsorptive Materials were initially 

used to remove EE2 from an aqueous solution. Afterward, these adsorbents were enhanced with 

New Adsorptive Materials (chitin) to increase EE2 removal from an aqueous solution. These 

adsorbents were then enhanced with New Adsorptive Materials (chitin) to increase EE2 removal 

from an aqueous solution. 



 iv 

The analytical test showed that adsorption phenomena using these types of adsorbents adequately 

reduces EE2 in the aquatic solution. The obtained results of the analytical test were initially sorted 

based on the adsorbent type: 1. Adsorbent made from New Adsorptive Material (softwood) 

showed 42% removal of EE2; 2. Adsorbent made from New Adsorptive Material (hardwood) 

showed 47% removal of EE2. 

 

As a competitive removal capacity with cost- effectiveness increase, it was proposed to enhance 

the best adsorbent which was shown by the primary results using chitin. This method (adsorbent 

enhancement method) showed 92% EE2 removal. It was a great removal capacity, but it was still 

far away from the research objective. Therefore, it was proposed to establish an electrical system 

able to support adsorption phenomena. A combination technique was the choice. This technique 

was established by a combining a direct current (DC) field phenomena and adsorption phenomena 

(Electro-Adsorptive System). In this phase, various configurations of electrokinetic reactors were 

tested: 1). Electrode materials iron, aluminum, and carbon; 2) Constant voltage of 5, 10, 15, 20, 

30V; 3). Time of applied electrical field from 9h to 24h; 4). Different types of synthetic adsorbents. 

Finally, an experimental comparison was conducted between synthetic and commercial 

adsorbents.   

 

The results from the analytical tests were as follows: 1) 82 % removal of EE2 at pH between 7 to 

10 using the individual formulated adsorbent from thermally treated hardwood residues (H1T1) 

(far from the objective with some disadvantages); 2) 99.99% removal of EE2 using the adsorbent 

made from chitin in electro-adsorptive system regardless electrodes types, which are a good 

indicator for electrode flexibility use but the disadvantage of this removal method is remaining 

particles of adsorbent in an aqueous solution; 3) 79% removal of EE2 using the commercial 

activated carbon adsorbent (CACA) made from coconut shell; 4) 99.99% removal of EE2 using 

the enhanced adsorbent made from NAM (H1T1)+chitin (ENAM) in electro-adsorptive system 

(the best method).  

This study has shown the possibility of the EE2 removal by 99.99%. It is expected, that the 

developed system would be applied to water treatment facilities or to polish effluents before 

discharge into aquatic systems.  
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Chapter 1: Introduction 

 

1.1. Background 

Pharmaceutical products, prescribed to treat medical issues in humans and animals, can be found 

in the sewage system. Thus, it is a primary interest of this research. EE2 (17α-ethynylestradiol) is 

one of these pharmaceutical compounds, which is commonly used as a hormone replacement 

therapy or as a contraceptive product. Pharmaceutical products belonging to Endocrine Disrupting 

Compounds (EDCs) are considered global and ubiquitous problems [1]. EDCs are chemical 

substances which are able to cause adverse health effects in humans as well as in fish. Accordingly, 

EDCs have become a major focus of current research.  

 

EDCs can negatively affect the endocrine system, including birth defects, developmental 

disorders, and cancerous tumors. EDCs might have a strong tendency to distribute among phases 

due to a weak solubility in water and their hydrophobicity [2]. EDCs can have a natural or synthetic 

origin, as recognized in a number of studies [1]. For example, estrone (E1), estradiol (E2), and 

estriol (E3) are classified as natural estrogens, while 17α-ethynylestradiol (EE2) is classified as a 

synthetic estrogenic steroid, whereas, Bisphenol A (BPA) is classified as an industrial pollutant. 

Ecological risk study has confirmed that 17α-ethynylestradiol (EE2) is the riskiest compounds 

amongst eight types of EDC. It is before these compounds: estrone (E1), estradiol (E2), estriol 

(E3), and bisphenol A (BPA) [3]. This research focused on EE2 as an EDC representative.  

 

The origin of micro-pollutant contamination is predominantly a result of anthropogenic action and 

the aquatic environment becomes the final resting place for most of these chemical compounds 

[4,5,6]. EDCs are chemicals found in plasticizers, pesticides, metals, contaminants in food, 

personal care products, industrial chemicals, as well as natural compounds that include human 

hormones and their breakdown products. Mammalian and human urine excreted into wastewater 

are natural sources for estrone (E1) and estrogen (E2) contamination. Both domestic and industrial 

wastewaters contain micro-pollutants, which are not entirely removed by conventional wastewater 

treatment plant (WWTP) processes, therefore, are continually discharged into the aquatic 

environment [6,7]. Wastewater treatment plants (WWTPs) have been reported as the major source 
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of EDCs [8,9,10,11,12] as shown in Fig.1. Thus, EDCs need to be urgently removed from effluent 

to avoid adverse effects to humans, wildlife, and fish. This research proposes a new technique to 

remove EDC from an aqueous solution using new adsorptive materials based on waste residues.  

 

 

 

 

 

 
Legend in Fig. 1 [13]: 

1. Preliminary treatment (pre-treatment): it aims to remove coarse solids and other large materials often found in raw wastewater, such as grit 

removal, coarse screening, and in some cases, comminution of large objects. 

2. Primary treatment: it aims to remove settleable inorganic and organic solids by sedimentation, such as BOD5 25 to 50%, the total suspended 

solids (TSS) 50 to 70%, and the oil and grease 65%. 

3. Secondary treatment: it aims to further treat of the effluent from primary treatment to remove suspended solids and residual organics, such as 

colloidal organic and biodegradable dissolved matter using aerobic biological treatment processes. 

4. Clarifier: it is an individual treatment process employed to remove phosphorus, nitrogen, heavy metals and dissolved solids, refractory organics, 

and additional suspended solids.  

5. Wastewater effluent: it is a liquid waste or sewage discharged into a river, a lake, or the sea. 

*Disinfection it is the injection process of a chlorine solution (or ozone and ultra violet (UV)) at the head end of a chlorine contact basin with 

dosages of 5 to 15 mg/l. 

*De-chlorination: it is a process to remove residual chlorine (by sulfur dioxide) from disinfected wastewater before discharge into the environment.  

Figure 1: Potential sources and pathways of EDCs in the environment 

Pharmaceutical products effect 

WWTP “example of process” 

Pollution sources 

Agriculture Run-off Residential Factories Pesticide Infiltration 
  

Screening Oil/Grit 

Removal 
Sedimentation Dechlorination Clarifier Aeration  

Chlorination 
  

Effluent Effects  

Groundwater Human health Ecosystem  
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1.2. Research questions and focuses 

The endocrine disrupting compounds (EDCs) impact on environmental and public health has been 

a primary concern of recent years. Therefore, finding a sustainable and cost-effective system to 

restrain their negative impact seems to be a contemporary task of present time. To establish this 

study, the following scientific questions and focuses were made:  

 

 

 Questions 

 

 Why have endocrine disrupting compounds (EDCs) received unique attention at WWTP? 

 

 What WWTP technologies have been proposed for EDCs removal from an aqueous solution? 

 

 What are the physicochemical properties of EDCs, and what are their impact on the 

environment? 

 

 

 Focuses 

 

 Pharmaceutical products representative (EE2)  

 

 Cost-effectiveness increase and energy saving proposal (waste materials, models) 

 

 Solution sustainability (available source of waste materials)  

 

 Removal capacity increase (enhancement method and techniques combination) 

 

 

 

To answer these questions with making a focus, a survey of the available data has been conducted. 
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1.3. Motivation 

Over 100,000 new chemicals have been introduced as common consumer products into an 

environment in recent decades. Endocrine disrupting compounds (EDCs) are among these 

chemicals. As yearly normal investigations conducting of chemicals worldwide, it has been found 

that bisphenol A (BPA) [14] to be endocrine disruptor, and top of a potent chemicals list by (the 

EPA in 2014) [15], a “toxic substance” by the Canadian government in 2010 [16], and most 

recently a “substance of very high concern” by the European Union in 2017 [17].  Endocrine 

disrupting compounds (EDCs) have received unique attention especially in recent years due to 

their toxicity in animal and human populations [18]. This is due in part to the discovery of the 

many risky ecological and health impacts of these chemicals, in part to commercial and industrial 

use of these compounds leading to greater concentrations in water resources. In fact, many 

suspected and known endocrine disrupting compounds (EDCs) are being found at the 

environmentally significant concentrations in the effluent of wastewater. A wide number of 

publications confirm the detection of steroids, having potential environmental risk, in treated 

sewage effluents, raw sewage, receiving rivers, and surface waters [ 19]. Subsequently, this 

research focuses on finding a sustainable technique for this issue because of their ubiquitous 

existence in the principle compounds of life, such as water, food and air. 
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1.4. Problem formulation 

The endocrine system of the human (Fig. 2) comprises a series of glands distributed throughout 

the body [20]. The main function of these glands is to secrete hormones, which play an important 

role in maintaining homeostasis. Meanwhile, any disruption in the function of these glands may 

lead to adverse health effects. Most studies confirmed that an exogenous factor was the major 

reason which affected health. The studies also showed similarity between the structure of an 

endocrine disruption compound (EDC) and a hormone (for example thyroid hormone) [51].  

An EDC, once in an aquatic environment, is an exogenous factor causing adverse health effects 

into living organisms. It affects the endocrine system due to the similarity in the structure between 

EDC and a hormone secreted by the glands. Figure 2 shows the similarity between EDC and 

thyroid hormone. Similarly, other synthetic compounds mimic natural hormones.  

 

https://en.wikipedia.org/wiki/Hormone
https://en.wikipedia.org/wiki/Homeostasis
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Figure 2: Major endocrine glands in the human body and structure similarity between EDC 

and thyroid hormone 
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1.5. Significance and purpose of the study  

 Endocrine disruptors compounds (EDCs) are water-present pollutants, which can interfere with 

endocrine systems at certain doses. EDCs interfere with the body’s endocrine system by 

influencing the synthesis, release, transport, metabolism and excretion of hormone [18]. These 

disruptors can cause serious problems for humans, such as birth defects and developmental 

disorders. Some studies show that endocrine-disrupting compounds (EDCs) can cause adverse 

effects, even at low concentrations (from ng L−1 to μg L−1), due to exogenous endocrine disruption 

in the reproductive, sexual differentiation, neurological and immune systems [21,22,23]. EDCs 

can comprise estrogens which might include estrone (E1), 17-β-estradiol (E2), and estriol (E3) 

which are predominantly female hormones, responsible for the maintenance healthy reproductive 

tissues, breast, skin and brain [24,25,46]. In addition, 17α-ethynylestradiol (EE2), norethindrone, 

and mestranol (MeEE2) are very potent estrogenic compounds as shown by vivo [26,27] and in 

vitro [28,29] studies [30,31,32]. For example, EE2 maintains elevated levels of estrogen and 

progestogen in the blood stream and inhibit release of hormones FSH and LH by pituitary gland, 

thus preventing ovulation.  

Equally important, water and wastewater treatment plants are not designed for removal of EDCs. 

Therefore, potential removal of the EDCs from water is a significant contribution to public health 

and environmental protection.   

 

This study aims to investigate the potential of EDC removal from the aqueous solution at a cost-

effective way. It focuses on finding a technique for removing the most potent compounds namely 

EE2, from the aqueous solution. It is assuming that newly developed system minimizes potential 

risks to environment and enhances the quality of water resources. To summarize, the following 

significance and purpose of this study are considered: 

 

1. Finding sustainable system for EE2 removal from the aqueous solution. 

 

2. Developing a removal technique of EE2 from aqueous solution by adsorption but with a novel 

source of material. 

 

3. Finding an advanced engineered approach to formulate an adsorptive system. 
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1.6. Research objectives  

It becomes an urgent need to develop a removal system of a synthetic steroidal estrogenic 

compound (17α-ethynylestradiol) from the aqueous solution. The system might be the most 

efficient based on adsorption phenomena combined with electrokinetic phenomena. To decrease 

the costs of a newly developed adsorptive material, the use of waste residues was considered.   

To achieve this objective, two types of waste attracted attention such as forestry waste (wood 

chips) and fishery waste (chitin), which are generated in large amounts in Canada. Subsequently, 

the following main and detailed objectives were formulated: 

 

 

Objective 1:  Investigating adequate components for formulated adsorbents 

 

1) Finding new waste materials that have initial properties capable to be adequately 

transformed during the processing (e.g. wood).  

 

2) Development of an advanced engineered approach to formulate a sustainable adsorptive 

system.  

 

3) Development of the adsorption capacity, by modifying functional groups on the surface 

of adsorbents (enhancing the target compound adsorption using new waste materials). 

 

4) Development of models for increasing a cost-effectiveness and saving an energy.   
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Objective 2: Study of adsorbent performance under different environmental conditions 

 

1) Evaluation of the performance of the formulated adsorbents with respect to partitioning 

process of EE2, considering equilibrium time, the initial EE2 concentrations, and pH 

effect. 

 

2) Evaluation of the correlation between eight formulated adsorbents with the maximum 

achievable partitioning of EE2 from aqueous solution, considering adsorptive material 

type and manufacturing conditions, such as effect of pyrolysis temperature effect and 

particle size.  

 

3) Assessing the best isotherm models.  

 

4) Evaluation of the correlation between formulated adsorbent properties with the 

maximum achievable partitioning of EE2 from aqueous solution, considering surface 

area and functional groups. 

 

5) Development of a procedure to achieve maximum extraction and detection efficiencies 

of a low concentration of the estrogenic compound (17α-ethynylestradiol). 

 

6) Development of an electrocoagulation system to achieve a maximum extraction and 

detection efficiencies for EE2 removal and remains of adsorbent particles.  
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Chapter 2: Literature review 

 

2.1. Endocrine Disrupting Compounds (EDCs)  

Endocrine Disrupting Compounds (EDCs), present in air, water, food, soil, dust, can be defined as 

environmental chemicals that can interfere with endocrine (hormone) systems at certain doses to 

cause adverse effects in humans, wildlife, and fish. Evidence for altered physiology, sexual 

development & function, has been shown in fish [33]. 

 

EDCs are estrogens in mixture: Estrone (E1), 17-β-estradiol (E2), and estriol (E3) are 

predominantly female hormones, responsible for the maintenance of the health of reproductive 

tissues, breast, skin and brain [ 34 , 35 ,46], 17α-ethynylestradiol (EE2), norethindrone, and 

mestranol (MeEE2) are very potent estrogenic compounds as shown by vivo [36,37] and in vitro 

studies [38,39]. EE2 can maintain high levels of estrogen and progestogen in the blood stream and 

inhibit the release of hormones FSH and LH by the pituitary gland, thus, preventing ovulation [40]. 

The origin of EDC is predominantly anthropogenic action, such as mammal and human urine, 

pharmaceuticals, plasticizers, pesticides, and other industrial chemicals, as well as natural 

compounds include human hormones and their breakdown products, and the final resting place for 

EDC compounds is the aquatic environment [6, 41,42,43]. EDCs are negatively charged ions in 

an aqueous solution [44].  

 

 

2.1.1. EDC Structure  

Synthetic and natural hormones are extensively used for animals and humans. Estrogen is estradiol 

(a dialcohol), followed by estrone (a ketone). Steroid hormones are a group of biologically active 

compounds that are synthesized from cholesterol, a precursor of mammalian sexual steroids 

[45,46]. The steroid is a type of organic compound that contains a characteristic arrangement of 

four cycloalkane rings joined to each other, such as the sex hormones estradiol and testosterone. 

The steroid hormones are 18-carbon molecules with an aromatic A-ring as a distinctive part of 

their tetracyclic molecular framework (Fig 3). This phenolic (A-ring) is the structural component 

that characterizes the affinity of binding to the estrogen receptor [47,48]. The key structural 
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difference that distinguishes the steroid hormones from one another arises in the D-ring component 

of their tetracyclic ring skeleton; owing to the type and stereo-chemical arrangement of the 

functional groups attached to carbon-3, carbon-16 and carbon-17 positions (alcoholic (OH), 

phenolic (ring-OH), carboxyl (COOH), carbonyl (C=O), and amines (NHX)).   

  

          

                                                              
Figure 3: Molecular structure of steroid hormones 

Molecular structure of steroid hormones 

 

R, OH, and C16: Functional groups  

 

Ring A: Aromatic ring   

 

Ring D: Key structural difference 
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The major biosynthetic pathway for estrogen begins with cholesterol (C27). Estradiol can have 

either a hydroxyl group at carbon-17 that points downward from the molecule (a-configuration) or 

a hydroxyl group that projects upward from the molecule (P configuration). Estrone differs from 

estradiol by the carbonyl group at carbon-17 rather than a hydroxyl group, estriol features hydroxyl 

groups at both carbon-16 and carbon-17 positions. Similarly, 17α-ethynylestradiol is structurally 

identical to E2, with the exception of an ethynyl substitution at carbon-17. Moreover, conjugated 

steroids are analogous to their parent compounds, except for a sulfate and/or glucuronide 

substitution at carbon-3 and/or carbon-17 [47, 48]. The group of molecules identified as endocrine 

disruptors is highly heterogeneous (size, shape, color, weight, distribution, etc.). This group 

includes synthetic compounds used as industrial solvents/ lubricants and their byproducts plastics 

[bisphenol A (BPA)] [49]. BPA shares some structural similarity to estradiol and binds to estrogen 

receptors (ERα) with weak affinity [50,51]. BPA has a strong binding affinity to the estrogen-

related receptor γ and the G protein-coupled ER (GPER) [51,52,53]. 
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2.1.2. Physicochemical properties 

EDCs are relatively hydrophobic organic compounds based on their octanol-water partition 

coefficient (Kow) values and have only one pKa value as shown in Table 1 [1].  Estrogen has an 

alcohol or ketone as a functional group (should be ionic or polar to help a reaction) at the C3 and 

C17 positions, and a methyl group at C13. A unique aspect of estrogen biosynthesis is the 

conversion (catalyzed by the enzyme aromatase) of the A ring to an aromatic ring [54]. 

 

The physicochemical properties are shown in Table 1 regarding natural estrogens, namely estrone, 

estriol, and estradiol. They are generally considered weak acids with pKa values ranging between 

10.3 and 10.8 and steroids are relatively hydrophobic; log Kow 2.8-4.7. In addition, the aqueous 

solubility of hydrophobic organic compounds can influence their distribution.  The partitioning of 

estrogens between aqueous and solid phases has shown to be influenced by their aqueous solubility 

[55, 142]. Natural estrogens, namely estradiol, estrone and estriol have a higher water solubility 

of approximately 13mg/L and a low volatility. It is expected that their sorption onto materials 

(absorbent) is a significant factor in reducing aqueous phase concentrations. 

 

 

 

Table 1: Physicochemical properties of the target EDCs 

Ster. Molar 

mass 

(g.mol-1) 

Molar 

volume 

(gm.mol-1) 

Molar 

density 

(g.cm-3) 

Molecule 

Volume 

(cm-3) 

Log 

Kow 

Log Koc pKa 

 

W.S. 

(MgL-1) 

Ref. 

E1 270.37 232.1 ± 3.0 

 

1.164 ± 

0.06 

3.85 × 

10−22 

3.13 –

3.43 

3.1–3.5 10.34 ± 

0.05 

30 22 

E2 272.38 232.6 ± 3.0 1.170 ± 

0.06 

3.86 × 

10−22 

2.81 3.5 10.46 ± 

0.03 

13 22 

E3 288.38 229.6 ± 3.0 

 

1.255 ± 

0.06 

 

3.81 × 

10−22 

 

2.81 

 

3.5 

 

10.38 ± 

0.02 

 

13 22 

EE2 296.40 244.4 ± 3.0 

 

1.21 ± 

0.01 

 

4.06 × 

10−22 

 

3.67 –

4.20 

3.8 10.40 

 

4.7-19 22 

BPA 228.29 199.5 ± 3.0 

 

1.143 ± 

0.06 

 

3.31 × 

10−22 

 

3.32 

 

 9.6 –

10.02 

 

120 22 

4tBP 150.22 154.5 ± 3.0 

 

0.971 ± 

0.06 

 

2.57× 

10−22 

3.31 

 

3.39 

 

10.16 610  

 

http://www.chemistryexplained.com/knowledge/Enzyme.html
http://www.chemistryexplained.com/knowledge/Aromaticity.html
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2.2. Water and WWTP treatment techniques  

Endocrine disrupting compounds (EDCs) are a challenge for water and wastewater treatment 

plants (WWTP) because they are present at very low concentrations, where the substances at much 

higher concentrations are competing for adsorption sites. Many separation processes such as 

precipitation, flocculation, and coagulation have been used for the removal of EDCs from different 

type of water [56,57]. EDCs may also be removed by biodegradation processes [58]. However, 

numerous investigations showed significant variability between the effectiveness of treatment 

processes [59].  

 

Conventional biological processes, such as constructed wetlands, biofiltration, and activated 

sludge have shown limited removal of EDCs [56, 57]. Conventional WWTPs have been typically 

designed to remove the organic carbon load and nutrients (N and P) but no attention was given to 

the specific removal of EDCs [2]. Advanced treatment processes such as ferrate [60] free radical 

oxidation, photolysis, granular activated carbon, photo-catalysis, ozonation, separation, Fenton 

oxidation, chlorination, and membrane separation have shown more satisfactory results [ 56, 57, 

61, 62]. Advanced oxidation processes (AOPs), such as ozonation and non-thermal plasma, have 

also been studied and have proven to achieve good removal of EDCs in wastewater [63,64, 65]. 

However, the effects of oxidation products are still not fully understood, which may delay the 

widespread utilization of such methods. In addition, some hybrid systems such as membrane 

bioreactors (MBR) followed by ultrafiltration/ nanofiltration/ reverse osmosis, flocculation 

followed by activated sludge and ultrafiltration can also remove EDCs efficiently from water and 

wastewater [56,66]. Membrane techniques, specifically reverse osmosis (RO) and nano-filtration 

(NF), have attracted great attention for EDCs removal in wastewater treatment [67,2], while 

microfiltration (MF) and ultrafiltration (UF) had limited performance due to their large pore size 

[68]. Chemical fouling and biofouling remain the major drawbacks of membrane application in 

wastewater. Some researchers have studied the adsorption of EDCs by activated carbon (AC) and 

found that AC is effective in removing EDCs in the lab as well as pilot and full-scale plants [69]. 

Operational conditions should be strictly controlled, and large amounts of AC are required in full-

scale plants, therefore making this method expensive [70].  
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Furthermore, it is always preferable to reduce the cost involved in its treatment because the 

wastewater treatment is less profitable compared to other industrial sectors. The potential of bio-

waste to produce a low cost adsorbent has been identified since the last decade, and many studies 

have been conducted to determine the efficiencies and characteristics of ACs produced from 

different bio-waste in a removal process of different pollutants from wastewater. Finally, given the 

significant research carried out and the knowledge gained so far on the fate of EDCs in the 

treatment process and their effects on humans and the environment, additional of treatment 

modules to the existing WWTPs have been proposed and investigated in the recent decade. These 

include biological, physical, and chemical advanced oxidation methods [69,71]. 
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2.3. Advantages and disadvantages of water and WWTP treatment techniques  

Recently, it has been assumed that slow sand filtration is an old- fashioned technique of water 

treatment. Therefore, it has been replaced by rapid-gravity and other high rate filtration methods. 

In addition, Advantages and disadvantages of EDC removal techniques were summarized in Table 

2 [72,73,74,75,76,77].  

 

 

 

Table 2: Advantages and disadvantages of EDC removal techniques  

 

Techniques 

 

Disadvantages 

 

Advantages 

 

Adsorption Low selectivity (depending on the type of 

adsorbent material used). 

High efficiency; Having wide pH range, 

ease of operations, regeneration of the 

adsorbent materials; low capital cost; and 

high metal binding capacities. 

Ion exchange Regeneration of the resin source of serious 

secondary pollution and high cost due to 

synthetic resins.  

High removal efficiency; high treatment 

capacity; and fast kinetics.  

 

Flocculation 

and coagulation 

They cannot purify waste water 

containing heavy metals and must be 

followed by other purification techniques. 

Removes the turbidity in addition to heavy 

metal removal; produced sludge with good 

sludge settling and dewatering 

characteristics 

Membrane 

filtration 

absorption 

Complex process; high operating cost due 

to membrane fouling, and low permeate 

flux.  

High separation selectivity; low pressure 

requirement; small space requirement  

Flotation High initial capital cost; high operation 

and maintenance costs.  

 

High metal selectivity; low operational 

cost; high overflow rates; low detention 

periods; more concentrated sludge 

production; and high removal efficiency.  

Electrochemical 

techniques 

(or electro-

dialysis)  

Membrane fouling and energy 

consumption cause high operational cost. 

High separation selectivity. 

 

Reverse osmosis High cost; pressure and energy are 

required for the good operation of this 

technique and not effective for the 

removal of smallest organic pollutant; 

source of waste generation.  

Mostly used for the desalination of 

seawater; can be used for the removal of 

organic; inorganics and bacteria from 

waste water. 

Photo-catalysis Long duration time applications limited. Simultaneously removal of organic and 

metal pollutants; and less harmful by-

products 

Chemical 

precipitation 

Extra operational cost for sludge disposal. 

Not efficient for water purification with 

low concentration of heavy metals sludge 

generation  

 

Operating conditions are simple; low cost  
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2.4. Advantages and disadvantages of conventional adsorbents  

Advantages and disadvantages of conventional adsorbents were summarized in Table 3 

[78,79,80,81,82,83, 77].  

 

 

Table 3: Advantages and disadvantages of conventional adsorbents 

 

Conventional 

adsorbents 

 

Disadvantages 

 

Advantages 

 

Activated carbon Low selectivity; ineffective for example for 

geomin and 2-methylisoborneol (2-MIB) 

removal; they are costly (the higher the 

quality the greater the cost); poor 

regeneration. 

Mostly used by commercial system for 

the organic pollutants and dye removal 

and they have shown a good adsorption 

capacity; most popular for the removal 

of pollutant from wastewater. 

Zeolites Low adsorption capacity; low permeability; 

they cannot remove all dissolved and 

suspended organic compounds; turbidity 

causing substances in water adsorption 

mechanism on zeolite surface is complex; 

they absorb moisture from air causing them 

to lose their adsorption efficacy.  

They can be used for the removal of 

organic; dyes inorganic (heavy metals) 

pollutants; low price and relatively 

high surface area. 

Clays Low adsorption capacity because adsorption 

capacity depends strongly on pH and 

particle size. 

They are low cost natural materials; 

can be used for the adsorption of 

organic and inorganic (cationic, 

anionic and neutral metal species). 

Siliceous 

materials  

(e.g Silica beads) 

They cannot be used for pollution solutions 

with pH less than 8; low resistance toward 

alkaline solution. 

They have been used due to their 

abundance; availability; and low cost 

Bio-sorbents  

(e.g. Chitosan) 

Chitosan cannot be used as insoluble 

sorbents in acidic media because they are 

soluble under these conditions. However, 

their modifications could improve their 

properties. 

More selective than activated carbon 

and ion-exchange resins; they are 

biodegradable resources; they are 

effective, cheap and competitive reduce 

pollutants (organic and inorganic) 

concentrations to ppb levels. 
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2.5. Recent advances in applications of activated carbon from bio-waste for wastewater 

treatment 

The adsorption method is a popular technique in reducing the amount of pollutants, which enter 

water bodies. Researchers have concentrated to develop activated carbons from unexpansive 

sources to replace costly commercial activated carbons. High carbon content in ACs synthesis 

makes it suitable for adsorbent production. As well, conversion of biomass to absorbents increases 

its commercial value, which otherwise may require extra cost for disposal. Up to date, commercial 

ACs used in wastewater treatment are produced from woods, coconut shells, coals, and lignite [84, 

85, 86] due to its desirable properties. Several desirable properties for ACs which enable its use in 

adsorption: large surface area and porosity, and together with surface chemistry which react with 

specific functional groups in molecules (Fig. 4).  

 

 

 

Figure 4: Schematic representation of the π-π interaction and hydrogen bonding between 

BPA and AC-HP 
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The presence of several functional groups, especially oxygenated ones, on the hydro-char was also 

reported, which results in higher adsorption capacity of contaminants [87]. Furthermore, bio-waste 

from the agricultural sector has shown to be a good source for AC production because these 

materials typically have a large surface area, high micro-porosity and selectivity. Thus, biomass is 

useful in the removal of pollutants from wastewater effluent [88]. Biomaterials are a more 

attractive resource to reduce big issues because they can provide a solution for the petroleum 

resources reduction, the landfill space shortage, and concerns over emissions caused by synthetic 

material usage [89]. They are typically made from forestry feed stocks and renewable agricultural 

sources including and natural plant fibers, wood, and agricultural waste. There is a need for 

developing activated carbon adsorbents from inexpensive and efficient alternative precursors 

[90,91].  

 

Waste woodchips are one of the alternative options due to their continuous availability, 

renewability, and low cost. In this research, waste woodchips have been used to prepare activated 

carbons. Activated carbons (ACs) can be prepared by chemical and physical activation [92]. 

Chemical activation is completed in a single step by combining the carbonization and activation 

process, which showed better development of a porous structure. It is also accomplished at lower 

temperatures than the physical activation process. However, the disadvantages of the chemical 

activation process are the corrosiveness of the process and the addition of a washing stage [93]. 

Whereas, physical activation is performed in two steps: (1) carbonization of the precursor material, 

and (2) gasification of the char in steam or carbon dioxide environment [92].  In addition, chemical 

activation was prioritized in this work because of the energy-saving advantages. Activating agent 

concentration is one of the important parameters for chemical activation and has been studied in 

literature at around 35–80% [94,95,96,97].  

 

One of the purposes of this study was to reduce the cost of the AC preparation by reducing the 

activating agent concentration. Phosphoric acid (H3PO4) was used as the chemical activating agent. 

H3PO4 is commonly used in literature due to its easy recovery by water washing. It also functions 

as a dehydrating agent and inhibits the formation of tar [98]. Carbonization temperature is another 

significant factor in AC production since the carbonization step creates porosity in the char [94]. 
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Therefore, carbonization temperature should be sufficient to volatilize non-carbon substances to 

obtain desired properties for activated carbon [96].  

Wood consists of three main compounds: hemicellulose, cellulose, and lignin, which have been 

reported to decompose at 160 – 900℃, 230 – 400℃, and 180 – 380℃, respectively [94]. In many 

studies, [94, 96, 99] carbonization temperatures were chosen based on these assumptions which 

might not be accurate for this study since each and every type of wood has a different percentage 

of hemicellulose, cellulose, and lignin. Defining carbonization temperatures would also help to 

lower the cost. The adsorption capacity of an AC generally relies on the amount of carbon pores 

[100].  

 

AC is preferable for gas purification and removal of organic pollutants from water because of their 

porous structure [101] Choosing the appropriate activated carbon pore size is also an important 

factor since pore size has a significant contribution to adsorption. For example, adsorbate gas 

molecules with diameters larger than 2nm were demonstrated to be adsorbed efficiently in 

mesopores (2–50 nm) but not in micropores (<2 nm) [102]. Although it is desirable for ACs to be 

highly mesoporous for some important applications, such as energy conversion, waste water 

treatment, storage materials, and biomedical engineering material applications, mesoporous 

activated carbons have been reported less in the literature because of their costly and complex 

manufacturing process [102].  

 

Studies of microporous activated carbons from natural fibers have been widely reported in 

literature. Phan et al. reported studies on microporous AC fiber adsorbents derived from natural 

fibers (jute, coconut) for water treatment applications [103]. The authors observed high specific 

surface area (1500 m2/g) leading to high adsorption capacity attributed to chemical activation by 

phosphoric acid [99]. On the other hand, lignocellulosic materials are also great alternatives for 

mesoporous ACs production. The study showed that mesoporous AC can be obtained from 

coconut shells and palm seeds by chemical and physical activation methods, and have higher 

adsorption capacities compared to microporous AC for larger adsorbates, such as phenol [95]. 

Wang et al. studied mesoporous AC derived from bamboo chips for CO2 adsorption [104]. Even 

though there are some natural fiber-derived AC studies in the literature, comparison of groups 

based on their origin has not been done.  In this work, bast and leaf-derived AC characteristics 
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were evaluated. Natural fibers are considered to be ‘‘green’’ alternative sources to prepare low-

cost, high quality mesoporous ACs. The purposes of this study are to produce and characterize 

(bast and leaf fibers) mesoporous activated carbon adsorbents from natural fibers including hemp, 

sisal, and flax by cost-effective methods. Impregnating the natural fibers with a low concentration 

of activating agent was one of the methods to reduce the cost. Carbonization temperature for each 

material can be determined by thermal analysis method. Physical adsorption characteristics, 

chemical compositions, surface morphology as well as the main functional groups were obtained 

and compared for bast fiber and leaf fiber derived ACs [105]. In other words, the chemical 

activation involves addition the activating reagent to the biochar. Low concentration of activating 

agent is one of the methods to reduce the cost. In this study, phosphoric acid (H3PO4) is selected 

to activate the biochar instead NaOH because the AC-HP showed a higher specific surface area 

(1372 m2/g) compared to AC-Na (798 m2/g) [106]. Followed by washing to neutralize the pH of 

AC formed. These processes generate porosities in the adsorbents with large micro pore volume 

and narrower size distribution.  
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2.6. Electrocoagulation 

The electrocoagulation-electroflotation (ECF) technique is an electrical method used to treat 

mirage contaminants in an aqueous solution by applying an electrical field instead of adding 

coagulants. Accordingly, this method considers very economical techniques because it uses ions 

instead of chemical coagulants; in addition, it is simple equipment, rapid sedimentation process, 

easy automation, low amount of sludge produced.  

 

The principle of this method is described by electrochemical reactions whose cell may help to 

produce ions that are able to electrically settle contaminants in the wastewater. More precisely, 

electrocoagulation process can help to produce coagulants via at the anode by the dissolution of 

metallic ions while the hydrogen gas is released at the cathode as shown in equations 1 and 2 [107]: 

 

 

 

 

 

Anode: Al → Al3+ + 3e− 

  

(1) 

 

 

 

Cathode: 3H2O + 3e− → 3/2H2 + 3OH− 

 

(2) 

 

 

 

Iron and aluminum are the most common materials used for sacrificial electrodes of 

electrocoagulation, while iron plates have been well documented [ 108 ]. Sometimes carbon 

electrodes are very effective for organic pollutants. Nevertheless, a number of factors affect the 

electrocoagulation process, for example, contamination type and its concentration, pH, current 

density, floc stability [109]. However, this method has also some disadvantages. For example, 

dissolved electrodes as well as control of conductivity might contribute to high maintenance costs. 

Therefore, it possible to combine it with other methods to increase the system cost- effectiveness. 

In this study, electro-adsorptive system for removal of pharmaceutical products from an aqueous 

solution has been established to increase the cost- effectiveness. 
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 Electro-oxidation  

Electro-oxidation can happen in one of the following options: 1. Directly, by hydroxyl radicals 

(HO•) produced on anode's surface (the oxidation of water molecules produces to the formation of 

physisorbed hydroxyl radical (M (•OH)) as shown in the equation 3; 2. Indirectly, by oxidant 

formation at the electrode chlorine or hydrogen peroxide/ ozone [110].   

Indirect oxidation happens when e.g., active chloride ions, may be hydroxyl free radicals, also 

produced at an anode, and destroy pollutants. Precisely, the oxidation of pollutants in this process 

happens at the electrode surface or directly by the electron transfer to the anode as shown in the 

equation 3 [112]. 

 

 

 

 

 

 Anode: M + H2O → M(HO•) + H+ + e− (3) 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

https://www.sciencedirect.com/topics/chemistry/electrooxidation
https://www.sciencedirect.com/topics/chemistry/chlorine
https://www.sciencedirect.com/topics/chemistry/hydrogen
https://www.sciencedirect.com/topics/chemistry/chloride
https://www.sciencedirect.com/topics/chemistry/free-radical
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2.7. Sorption kinetics  

Sorption is a complex process, where adsorption is understood as “chemical adhering on the 

surface” and absorption as a “chemical penetrating the surface”, or a combination of both. On 

another hand, it can be described as a surface process through which solutes (ions, molecules and 

compounds) are accumulated at the interface between solid phases and liquid. In this process, 

dissolved solutes from water/wastewater are attracted through chemical and physical interactions 

and then bonded to the surface of the various media constituents (adsorptive materials). Chemical 

chemisorption or adsorption refers to a high affinity, specific adsorption owing to chemical 

bonding forces. Whereas, physical sorption refers to the interaction between contaminants and 

media surfaces due to electrostatic attraction because of the charge deficiencies of the media 

constituents. However, it is not always easy to distinguish between these interaction-mechanisms 

while studying contaminant sorption within the media. Different mechanisms are responsible for 

the interaction between contaminants and media surfaces, For example, 1. Ionic forces (appearing 

between charged media constituents and polar molecules); 2. Hydrogen bonding (dominating the 

bonding type between media organic matter and media particles); 3. Van der Waals forces 

(common bonding mechanism for non-polar molecules); 4. Strong chemical bonding (resultant 

from the valence forces between ions which penetrate the coordination shell of the structural atoms 

and structural cations through oxygen and hydroxide groups) [111,112,113].  
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2.8. EDC Adsorption   

The fate of estrogens once bound to solids is an important consideration in terms of potential 

exposure to organisms, transportation, and degradation [114,115,116,117,118,119,120,121,122]. 

Since estrogens are hydrophobic organic compounds of low volatility, it is likely that sorption is a 

significant factor in reducing aqueous phase concentrations [47].  Inorganic and water-soluble 

materials remain in the water layer and more organic molecules stays in an organic layer. In a 

typical example, the product with a fairly large organic molecule, is not very soluble in water. 

Whereas, if the product has a lower molecular weight or “small” molecule, it might be at least 

partially water-soluble. Therefore, it might not completely “move” into the organic layer, but 

partially dissolve in the aqueous layer. A quantitative measure of how an organic compound 

distributes between aqueous and organic phases is called the distribution or partition coefficient 

(K), or ratio of the solubility of solute dissolved in the organic layer to the solubility of material 

dissolved in the aqueous layer as shown in the equation 4 [47].  

 

 

  
𝐾 =

𝑠𝑜𝑙𝑢𝑏𝑖𝑙𝑖𝑡𝑦 𝑖𝑛 𝑜𝑟𝑔𝑎𝑛𝑖𝑐 𝑙𝑎𝑦𝑒𝑟 (𝑔/100 𝑚𝐿)

𝑠𝑜𝑙𝑢𝑏𝑖𝑙𝑖𝑡𝑦 𝑖𝑛 𝑤𝑎𝑡𝑒𝑟 (𝑔/100 𝑚𝐿)
 

(4) 

 

 

The constant K (independent of the actual amounts of the two solvents mixed) is essentially the 

ratio of the concentrations of the solute in the two different solvents once the system reaches 

equilibrium. At equilibrium, the molecules naturally distribute themselves in the solvent where 

they are more soluble. Since the distribution coefficient is a ratio, unless K is very large, not all of 

a solute resides in the organic layer in a single extraction. Usually two, three, or four extractions 

of the aqueous layer with an organic solvent are carried out in sequence in order to remove as 

much of the desired product from the aqueous layer as possible. For example, estrogens in saline 

waters, e.g. estuarine or marine environment, were shown to exhibit greater removal from the 

aqueous phase than in freshwaters. It is likely that increased removal of estrogens is due to 
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aggregation and flocculation in the higher ionic strength medium, resulting in high rates of settling 

[128, 118]. The octanol-water (KoW) and organic carbon (KoC) partition coefficients are frequently 

used indicators of the tendency of compounds to partition to organic matter. The greater these 

coefficient values are for a given compound, the greater its tendency to partition to organic matter, 

e.g. organic carbon rich matrices [114, 116, 118,123,124].  

Understanding the partitioning of natural and synthetic steroidal estrogens between liquid and solid 

phases is critical for the prediction of their fates in environmental systems. The distribution and 

partitioning of estrogenic steroids in the environment are determined by their physicochemical 

properties and site-specific environmental conditions. Moreover, sorption depends on the structure 

and position of functional groups of the sorbate, sorbent binding site availability, competition for 

binding sites, the chemical characteristics of the sorbate, mineralogical composition, mineral 

particle size and surface area, organic matter content, cation exchange capacity, microbial activity 

of the sorbent, salinity of the aqueous phase, infiltration velocity, particle transport, residence time, 

and ground-water hydraulics [118, 128, 125, 126, 127 ]. Several different mechanisms, which are 

suspected to be responsible for estrogens sorption include surface adsorption to mineral 

constituents, sorption to organic matter, ion exchange, complex formation with H-bonding and 

metal ions. However, sorption to organic matter has been frequently reported being the most 

important, indicating hydrophobic partitioning as the dominant sorption mechanism 

[118,128,129,130]. The extent of adsorption is influenced by the availability of adsorption sites, 

which is highly dependent on porosity or the surface area of the adsorbent. Since a single site is 

unable to accommodate two or more different adsorbates, the adsorption process is essentially 

competitive. Furthermore, different adsorption sites possess different adsorption energies and 

affinity because the surfaces of most adsorptive media are heterogeneous. This heterogeneity is 

principally responsible for the nonlinearity of adsorption isotherms [111,112,113]. Other work has 

shown that a microscopic surface roughness could affect the sorption of small N2 molecules. 

“Sorption on the interlayer surface of bentonite exhibits diffusion-controlled behavior” [131]. 
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2.9. Influence pH change on EDCs sorption behavior 

Chemical reactions in the aqueous solution are affected by its acidity or alkalinity. The impact of 

pH on the aggregation of polymer-coated nanoscale zero valent iron (nZVI) and its deposition on 

clay and sand (kaolinite) surfaces was investigated [132]. The study showed that at pH lower than 

pH of the isoelectric point (pHiep) of nZVI, the conformation change of the adsorbed polyanion 

layer may lead to an aggregation because of the underlying particle surface becomes positively 

charged [128]. Due to the charge, associated electrostatics repulsion, and a low pKa for an 

adsorbed weak polyanion which shows more sensitivity to pH than a strong polyanion [133]. This 

shows a competition for vacant adsorbent site between metal ions and the H+ ion as shown in Fig.5 

[128]. A conceptual model of physicochemical processes showing aggregation and deposition of 

surface modified nZVI in heterogeneous porous media (clay, metal oxides, and sand) was defined. 

 

 

 

 

 

 

 

 

These conclusions are consistent with the results obtained by Boudrahem et al. [134,135]. They 

studied adsorption of lead using tree leaves of pH to achieve an optimal value 5.8. Above pH 6, 

the adsorption capacity remained constant and uptake of metal ions was observed, which could be 

attributed to the precipitation and metal hydrolysis at higher pH [134]. The flat basal surface of 

mineral soils carries a permanent negative charge due to isomorphic substitutions in the crystal 

lattice of clay minerals. However, due to imperfections and distortions of the clay minerals, their 

Figure 5: Conceptual model of physicochemical processes showing aggregation and 

deposition of surface modified nZVI in heterogeneous porous media 
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edge surfaces are characterized by the resultant variable charges [136,137]. At these edges, the 

broken bonds generate the amphoteric Al-OH and Si-OH surface function groups. The arising 

charge on these surface hydroxyls results from protonation and deprotonation processes depending 

on the pH of the solution. If S represents a single site for surface protonation [138,139], at a pH 

below the point of zero charge for a specific mineral, the edge is rich with S-OH2+ relative to S-0 

~, resulting in a net positive charge. Other studies showed the pH effect on the organic materials. 

Some hydrophobic EDCs are less soluble in saline environments than in pure water, but this does 

not seem to have been tested. There mentions of effect of pH on the solubility of estradiol but none 

for the other solutes. Salting out, or decreased solubility in the presence of electrolytes, is a 

characteristic of a wide range of sparingly soluble organic compounds [140,141,142]. It is believed 

the sorption mechanism of EE2 onto clay minerals is probably governed by a combination of 

hydrogen bonding with uncharged mineral surfaces and hydrophobic interaction with siloxane 

surface, attributed to nonspecific, short-range van der Waals interactions [145].  

 

Another study observed no correlation between sorption of the natural estrogen (E2) to absorbent 

and ambient pH, while it was indicated that van der Waals forces were principally responsible for 

the sorption process [143]. It was concluded that sorption of E2 to clay minerals (absorbent) 

involved weak hydrophobic interaction with the siloxane face of the minerals. An alternative 

argument is proposed in this study while studying the sorption of the natural estrogen, 17β-

estradiol [125]. They hypothesized the association between sorption rates and cation exchange 

capacity (CEC). This hypothesis, however, is rather unlikely. 17-β-estradiol possesses a phenolic 

group with a pKa of 10.6 that would dissociate under very basic conditions, forming an organic 

anion. Thus, developing a positively charged molecule that is essential for cation exchange is 

certainly inconceivable. Several authors proposed hydrophobic interactions to be the dominant 

mechanism of non-polar organic compounds binding to solid phases [144, 118, 129, 142, 143,145]. 

Accordingly, non-polar EE2, which also has a phenolic group within its structural arrangement, 

analogous to natural E2, is never suitable for cation exchange. Furthermore, since EE2 ionization 

only occurs at high pH, consequently, ion exchange is entirely disregarded as a potential sorption 

mechanism applicable to this current investigation [1]. Finally, by changing the pH of the aqueous 

phase, the distribution coefficient is drastically changed, thus pulling molecules into either an 

organic layer or aqueous layer. For example, phenols, amines, carboxylic acids can be separated 
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from neutral components. However, all other common functional groups are not affected by 

changes in aqueous pH and so they would always distribute between layers the same way because 

their distribution coefficient is unaffected by pH (could be one of these groups shown in the section 

2.12.3). 

 

 

2.10. Temperature effect on adsorption 

The temperature effect on adsorption was investigated. It was mostly observed that adsorption was 

an endothermic process due to the rising of temperature with the increase of adsorption capacity 

[146,147,148]. For example, the uptake of Pb2+is an endothermic process because of the rapid 

diffusion of metal ions through the solution at high temperature, and due to decrease in the solution 

viscosity [147, 148]. However, another publications, the adsorption of metallic ions was observed 

to be decreased when the temperature increased, resulting in an exothermic reaction [146,147, 

149]. The activation energy is also taken into consideration when the effect of temperature is 

studied, and it also depends on the initial concentration of adsorption (metal ions). A higher 

activation value is reported at low initial metal ions concentration [147].  

 

 

2.11. Conclusion  

It becomes an urgent need to develop a better adsorbent that can achieve a high adsorption rate. In 

other words, achieving high partitioning rate of synthetic steroidal estrogenic compounds (17α-

ethynylestradiol) from the aqueous solution requires a high-performance adsorbent, perhaps with 

modification of functional groups on the adsorbents surface. On the other hand, such new 

adsorbent might increase the treatment costs. Therefore, this work proposes to minimize cost by 

using waste material to produce new adsorbents. The assessment of a new adsorbent efficiency 

should be evaluated in various environmental conditions (e.g. pH). 
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2.12. Waste materials 

In previous sections, a wide spread knowledge of EDCS impact on environmental and public 

health, physicochemical properties, removal technologies, was spread. However, a sustainable and 

cost-effective system to restrain their negative impacts is still under search.  

In this part of study, a broad investigation was made on waste-materials to find new adsorptive 

materials. Specifically, forestry waste-wood and fishery residues could be a good choice to 

increase cost-effectiveness due to their huge availability in Canada.   

 

 

2.12.1. First source of new adsorptive materials (wood) 

Wood is a fibrous and porous structural tissue found in the roots and stems of trees could be source 

of a new adsorption material. Two diverse types of wood are proposed to use in this study: 1. 

Coniferous (small and needle leaves) is generally called softwood (e.g. pine trees); 2. Non-

coniferous or deciduous (broad leaves) is generally called hardwood or deciduous wood (e.g. 

mesquite, oak trees).  

 

 

2.12.1.1. Key words of wood 

In this part, some keywords are presented to provide a general view of wood. 

 

Wood:  it is a polymeric material with low molecular weight organic compounds. These are the 

most important characteristics which form wood, so it is most likely influencing wood 

effectiveness when using wood in the applications, such as EDC removal. 

 

Bark: it is the outer layer for the tree body and consists of two layers: a thin inner phloem of living 

cells, and a dead outer phloem of dry corky material. Its primary functions are nutrient conduction 

and protection. The appearance and thickness of bark vary substantially relying on age and the 

species of the tree. 

 

https://en.wikipedia.org/wiki/Molecular_weight
https://en.wikipedia.org/wiki/Organic_compound
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Sapwood: its functions are the mechanical transport of sap and food storage. The radial thickness 

of sapwood is commonly between 35 to 50 mm but may be 75 to 150 mm for some species. 

 

Heartwood: it is composed of an inner core of wood cells that have varied both physically and 

chemically, from the cells of the outer sapwood as a result of deposits of various materials. 

 

The cambium: it is a continuous ring of reproductive tissue located between the sapwood and the 

inner layer of bark. 

 

Hardwoods: this term does not refer to the actual hardness of the wood. It is used as a general 

botanical group of trees, which possess broad leaves compared to softwoods or the conifers. 

 

Softwoods: this term does not refer to the actual hardness of the wood. It is used for defining a 

general botanical group of trees, which in most cases, possess scale like or needlelike leaves (the 

conifers). 

 

Early wood: it is mechanically weaker than late wood "older wood" and usually less dense 

because it is formed in the early part of the growing season "portion of the annual growth ring". 

 

Latewood: it is mechanically stronger than early wood and usually denser than early wood 

because it is formed after early part has ceased in the growing season "portion of the annual growth 

ring". 

 

Annual growth ring: additional layer of wood which may be growing on a tree in a single growing 

season. In the temperate zone, for many species (e. g., pines and oaks), the annual growth rings 

are easily distinguished because of differences in the cell’s formation in the early and late parts of 

the season, whereas, in some temperate zones, many tropical species (e.g., sweet gum and black 

gum), the annual growth rings are not readily recognized. 
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Diffuse-porous wood: it is shown in hardwoods in which the pores are uniformly distributed and 

sized throughout each annual ring or in other words, it can be defined as a decrease in size gradually 

and slightly toward the outer border of the ring. 

 

Ring-porous woods: they are hardwoods in which the pores are somewhat large at the beginning 

of each annual ring and then tend to decrease in size more or less suddenly toward the outer portion 

of the ring. Furthermore, the mechanism can generate a distinct inner zone of pores in the early 

wood and an outer zone with smaller pores in the latewood. 

 

Anisotropic: showing different properties along different axes, such as fibrous materials. 

 

Orthotropic (growing vertically): possessing unique and independent properties in three 

mutually orthogonal (perpendicular) planes of symmetry; three special cases of anisotropy. 
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2.12.1.2. Wood sources and types 

Forestry is a major industry in Canada, contributing billion to the economy, where leading 

provinces are Quebec, British Columbia and Ontario.  The most popular types of Canadian wood 

(including trees’ location) and characteristics are presented in Table 4 [150,151].  

 

Table 4: Wood types with their characteristics  

 

Species Included in Combination 

 

Characteristics 

 

Species Combination 

Abbreviation/ Ranges 

Douglas Fir (hardwood) 

Western Larch (the hardest 

softwoods) 

Reddish brown to yellow, high 

degree of hardness, and good 

resistance to decay 

Douglas Fir-Larch(D. Fir-L or DF-L) 

 
Pacific Coast Hemlock (softwood) 

Amabilis Fir (softwood) 

 

Yellow brown to white, works 

easily, takes paint well, holds 

nails well, and good gluing 

characteristics 

Hem-Fir (Hem-Fir or H-F) 

 
White Spruce, Engleman Spruce, 

Red Spruce, Black Spruce, Jack 

Pine and Lodgepole Pine, Balsam 

Fir, Alpine, and Fir (softwood and 

hardwood) 

White to pale yellow, works 

easily, takes paint well, holds 

nail well, and good gluing 

characteristics 

Spruce-Pine-Fir (S-P-F) 

 
Western Red Cedar (softwood) Reddish brown heartwood, light 

sapwood, exceptional resistance 

to decay, moderate strength, 

high in appearance qualities, 

works easily, takes fine finishes, 

and  lowest shrinkage 

Northern Species (North) 

 
Red Pine (softwood) Works easily Northern Species 

 
Ponderosa Pine (softwood) Takes finishes well, holds nails 

well, holds screws well, and 

seasons with little checking or 

cupping 

Northern Species 

 
Western White Pine and Eastern 

White Pine (softwood) 

Creamy white to light straw 

brown heartwood, almost white 

sapwood, works easily, finishes 

well, doesn’t tend to split or 

splinter, holds nails well, low 

shrinkage, and takes stain, 

paints & varnishes well 

Northern Species 

 
Trembling Aspen, Large tooth 

Aspen, and Balsam Poplar 

(softwood and hardwood) 

Works easily, finishes well, and 

holds nails well 

Northern Species 
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2.12.1.3. Woodchip 

Wood comminution is performed using specific machinery able to cut the biomass into small parts 

or chips, generating simultaneously waste chips and sawdust. The woodchip can be at different 

mesh size as shown in Table 5 [152]. Over 100 types of wood chips are commercially available. 

The most common types of wood chips include alder wood chips, apple wood chips, cherry wood 

chips, grape wood chips, hickory wood chips, maple wood chips, mesquite wood chips, mulberry 

wood chips, oak wood chips, peach wood chips, persimmon wood chips, pear wood chips, pecan 

wood chips, plum wood chips, walnut wood chips, and Douglas Fir. In this study, the comparison 

between two types of wood chips was established including: 1. Hardwood chips which are mixture 

from maple, oak, birch; 2. Softwood chips which are mixture from pine and spruce, pine, fir. 

 

 

Table 5: Diverse types of wood chips 

 

Particle size ≤ 

4mm 

 

 

Particle size ≤ 
3mm 

 

Particle size ≤ 
2mm 

 

Particle size ≤ 
1mm 

 

Particle size ≤ 
0mm 

 

4.75 x 3.35  

 

 

3.35 x 1.70 

 

2.36 x 1.40  

 

1.70 x 0.85  

 

0.85 x 0.300  

 

4.75 x 2.36  

 

3.35 x 1.40  

 

 

2.36 x 1.18  

 

1.70 x 0.60  

 

0.60 x 0.250  

 

4.75 x 2.00  

 

3.35 x 1.18  

 

 

2.00 x 1.00  

 

1.70 x 0.425 

 

0.60 x 0.212  

- - -  

1.40 x 0.60  

 

 

0.300 x 0.150  

- - -  

1.00 x 0.50  

 

 

0.300 x 0.075  

- - -  

1.00 x 0.425  

 

 

0.250 x 0.075  

 

 

Woodchips are the most common types of biomass because it offers benefits in terms of increased 

load density and homogeneity size [153,154]. Woodchips are the major form in which wood 

biomass is traded due to its high load density and uniform size [155]. Woodchips can be obtained 
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by comminuting wood harvested immediately in forests [156] or in short-rotation coppice [157]. 

Basic investigations about wood chip material properties were conducted in the past 

[158,159,160,161,162,163]. Many investigations have been done on wood chips, focusing on 

different areas of application, such as bridging behavior, rotary kilns or fixed-beds [164, 165,166]. 

Woodchips are most commonly used in some applications because of their availability at low costs, 

high C/N ratio (1-part carbon to 1-part nitrogen), and good hydraulic permeability and long 

persistence as a carbon source [167,168]. Furthermore, woodchip denitrifying bioreactors have a 

high longevity “life expectancy” (5–15 years) and require minimum maintenance given that wood 

is degraded more slowly under anoxic compared to aerobic conditions [167,168]. The most 

common application of solid organic carbon sources (generally, woodchips) is the treatment of 

nitrate (NO3) in agricultural tile drainage, although their use has much wider potential (wash water 

[169], wastewater [170], aqua cultural effluents [171,172]) [173].  Several studies have examined 

the potential of wood-based products to treat several types of wastewaters 

[174,175,176,177,178,179,180]. However, humic substances are important groups of the organic 

precursors to form disinfection byproducts (DBPs) in drinking water disinfection treatments 

[181,182, 183, 184, 185]. The organic matter released from woodchips may be highly reactive 

with chlorine forming haloacetic acids (HAAs), trihalomethanes (THMs), and total organic 

halogen (TOX) [185,186,187,188,189].  

 

To resume, a decrease in pH is commonly considered to be a result of  the release of dissolved 

organic substances, deduce from a concurrent reduction in pH and high release of dissolved 

organics typically noticed in the initial period after woodchip bioreactor start-up [168,190, 191].  

Moreover, the observations seem to contradict expectations that heterotrophic denitrification is the 

primary process which takes place in the reactors as this process releases hydroxyl ions (OH−) 

which raise pH along the woodchip beds, as also confirmed in a single study [192, 193].   

 

Overall, Figure 6 shows reuse of woodchips in various environmental applications. Synthesis of 

ACs from biomass starts with pre-treatment of the sample. This process includes crushing, drying 

(at ~100℃), followed by sieving to obtain small particles within a specific size range. The second 

step is AC production. This step is done through carbonization of biomass in a dry inert atmosphere 

(300-500℃) that facilitates elimination of volatile matters and tars, while leading to formation of 
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biochar [189]. Other study shows a procedure for activated carbon production using the hemp 

stem. The hemp stem was carbonized at 500℃ in dry inert atmosphere (N2 environment) for 1h. 

The carbonized material was then ground and mixed with the activating chemical (KOH solution), 

then, the carbonized material was dried and activated at 800℃ (N2 environment). The use of other 

activating reagents like ZnCl2 has been also reported, as it reacts with the char and governs the 

pore distribution during the heat treatment [194]. 

 

 

 

 

 

 

 

 

 

 

Figure 6: Synthesis routes of ACs  
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2.12.1.4. Wood structure 

Wood is an extremely versatile material with a large range of mechanical and physical properties. 

In general, wood as a shown in Fig. 7, consists of three main parts are bark, wood, and cambium 

[195]. The primary functions of wood are storage, nutrient conduction and support (done by the 

inner sections of trunk).  

Wood comprises both fibrous structural and porous tissues found in the stem roots.  The primary 

structural building block of wood is the fiber cell or tracheid. Cells vary from 870 to 4000 microns 

long and from 16 to 42 microns in diameter. In addition, a cubic centimeter of wood may contain 

more than 1.5 million wood cells. These can form a stronger structure when they are put together. 

Each single wood cell is multilayered, so it is more structurally advanced, as shown in Fig. 8. Each 

individual cell contains four distinct cell wall layers (Primary, S1, S2, and S3). Each layer is made 

from a combination of three chemical polymers: cellulose, hemicellulose, and lignin.  

 

 

Figure 7:  Percentages of cell wall layers, (P), S1, S2, and S3 in scotch pine  
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The chemical composition of wood varies from species to species, but is approximately 1% 

nitrogen, 6% hydrogen, 42% oxygen, 50% carbon, whereas 1% other elements (mainly 

manganese, iron, magnesium, sodium, calcium, and potassium) by weight [196]. Wood also 

contains phosphorus, silicon, sulfur, chlorine, and other elements in small quantities. Wood is a 

complex polymeric material consisting of mainly lignin, cellulose, and hemicelluloses, as shown 

in Fig.8 with a minor proportion of extractives [197,198]. Extractives in the wood means low 

molecular weight organic compounds.  

Lignin represents 23% in deciduous trees vs 27% in coniferous wood. Lignin confers the 

hydrophobic properties reflecting the fact that it is based on aromatic rings [199]. Cellulose 

percentage between 41–43%, is a crystalline polymer derived from glucose [200]. Hemicellulose 

represents 20%– 35% of wood structural polymers and is the most unstable and hydrophilic 

polymer of wood [197,201]. 

 

 

 

 
Figure 8:  Molecular motif of lignin, cellulose, and hemicellulose  
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In chemical terms, there is a difference between softwood and hardwood that is reflected in the 

composition of the constituent lignin. Softwood lignin is mainly derived from coniferyl alcohol. 

Hardwood lignin is primarily derived from coniferyl alcohol and sinapyl alcohol [202].  Hydroxyl 

groups in hemicellulose can readily form hydrogen bonds with water. This can lead to a high rate 

of water uptake and then to increase the thickness or "swelling" in wood. Thus, using wood 

particles with a less hydrophilic property can improve the dimensional stability of wood. However, 

a major drawback of thermal treatment is wood strength is reduced [197,203]. In addition, 

hydrothermal treatment (described as heating wood under wet conditions) is one of the most 

effective methods to improve the dimensional stability of wood. In many processes, the water-

soluble extractives and hemicellulose are removed from wood [197,204].  No chemicals other than 

hot water were used in the process and thus hydrothermal treatment has been considered as an 

environmentally friendly technology [205].  After the extraction of hemicellulose, surfaces of the 

wood are covered with lignin components, which are less hydrophilic [206]. Reducing the 

hygroscopic sites of wood can be made by the removal of hemicelluloses leading to decreasing 

amounts of hydroxyl groups, thus, enhancement in the dimensional stability of wood is achieved.  

In the literature, the effect of chip size on the extraction of hemicelluloses in wood was investigated 

[205]. They reported that total extraction yield, as well as the yields of hemicelluloses and 

monosaccharides, increased clearly with decreasing particle size. 
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2.12.1.5. Wood properties  

The physical to mechanical properties of wood are shown in this part.  

 

 

 Physical properties  

Physical properties are the quantitative characteristics of wood and its behavior responding to 

external impacts other than applied forces. 

These properties could be chemical, decay resistance, directional properties, dimensional stability, 

density, moisture content, thermal and pyrolytic (fire) properties, or electrical properties. 

In this section, the focus would be on the related properties.  

 

 

1) Directional properties 

Wood is an anisotropic and orthotropic material due to a tree’s increase in diameter and due to the 

orientation of the wood fibers as it grows. Thus, properties vary along three mutually perpendicular 

axes: radial, longitudinal, and tangential. The radial axis is normal to the growth rings and 

perpendicular to the grain direction. The longitudinal axis is parallel to the grain (fiber) direction, 

and the tangential axis is perpendicular to the fiber (grain) direction and tangent to the growth rings 

[197]. 

 

 

2) Moisture content 

The general definition of the moisture content of wood is defined as the weight of water in given 

wood over dry weight. The moisture content (MC) is written as follows in Equation 5 [195]:  

 

 

 

 𝑀𝐶 =
𝑚𝑜𝑖𝑠𝑡 𝑤𝑒𝑖𝑔ℎ𝑡 − 𝑑𝑟𝑦 𝑤𝑒𝑖𝑔ℎ𝑡

𝑑𝑟𝑦 𝑤𝑒𝑖𝑔ℎ𝑡
𝑥 100% (5) 
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In living trees, moisture content relies on the type of wood; thus, it may range from approximately 

25% to more than 250%. In other words, it is equal to 2.5 times the weight of the dry wood material 

[195]. In addition, for the most species, the moisture content of heartwood is less than that of 

sapwood. Furthermore, the water in the wood can be in the cell wall (bound water) or in the cell 

cavity (free water). If the water exits as bound water, it means it is bonded (hydrogen bonds or via 

secondary) within the wood cell walls. Whereas, if the water exists as free water, it is simply 

present in the cell cavities. The separation rate of the free water in drying wood occurs at a faster 

rate than a bound water because of the accessibility and the absence of secondary bonding.  The 

moisture content at which the cell walls are still saturated but virtually no water exists in the cell 

cavities is called the fiber saturation point, which usually varies between 21 and 28% [195]. Many 

factors can control the moisture content in the wood, such as temperature, humidity conditions, 

but the equilibrium state can be reached when there is neither a gain nor lose moisture. 

 

 

3) Thermal expansion 

Wood contracts when cooled and expands when heated. Thermal expansion of dry wood is positive 

in all directions. When moist wood is heated, it tends to expand because of normal thermal 

expansion and shrink because of moisture loss from increased temperature. Unless the initial 

moisture content of the wood is very low (3 to 4%), the net dimensional change on heating is 

negative. Wood with intermediate moisture contents of approximately 8 to 20% expands when 

first heated, and then gradually shrinks to a volume smaller than the initial volume as moisture is 

lost in the heated condition. 

 

 

 Mechanical properties  

The mechanical properties are the characteristics of a material in response to externally applied 

forces. In addition, many factors can affect the properties of wood, such as anatomical factors 

(creep, slope of grain, etc.) and environmental (moisture content, temperature, and decay and 

insect damage).  
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2.12.2. Second source of new adsorptive materials (chitin) 

Chitin, a natural material, is the second most abundant biopolymer on earth. Every year, 6 million 

to 8 million tons of waste crab, shrimp and lobster shells are produced globally [207].Chitin 

(C8H13O5N)n a long-chain polymer of N-acetylglucosamine, is a derivative of glucose. This 

biopolymer is synthesized by an enormous number of living organisms.  

 

 

2.12.2.1. Chitin   

Chitin has more applications while transformed to chitosan. Chitin shells of shrimp and other 

crustaceans can be transformed to chitosan by treating with an alkaline substance, like sodium 

hydroxide. Chitosan is an all-natural fiber that comes from the ocean. Chitosan is a linear 

polysaccharide composed of randomly distributed β-(1→4)-linked D-glucosamine (deacetylated 

unit) and N-acetyl-D-glucosamine (acetylated unit) as shown in Fig.9. It is made by treating the 

chitin shells of shrimp and other crustaceans with an alkaline substance, like sodium hydroxide. 

Thermal degradation of the chitosan structure was assessed using the thermogravimetric method 

(TGA). This is involving two or even three degradation stages of a complex reaction (the 

evaporation of the residual water present in the polymer sample and the polymer decomposition). 

Chitosan has three types of reactive functional groups, an amino/acetamido group as well as both 

primary and secondary hydroxyl groups at the C-2, C-3 and C-6 positions, respectively. The amino 

contents are the main factors contributing to differences in their structures and physicochemical 

properties, and its distribution is random, which makes it easy to generate intra- and inter-

molecular hydrogen bonds [207]. Chitosan can be used in hydrology as a part of a filtration process 

[208]. Chitosan causes the fine sediment particles to bind together and is subsequently removed 

with the sediment during sand filtration. It also removes heavy minerals, dyes, and oils from the 

water [208]. As an additive in water filtration, chitosan combined with sand filtration removes up 

to 99% of turbidity [209]. Chitosan is among the biological adsorbents used for heavy metals 

removal without negative environmental impacts [208]. In summarization, Chitin or chitosan can 

be defined as:   

 

1. An all-natural fibre that comes from the carapace of oceanic organisms.  
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2. A natural product derived from chitin, a polysaccharide, also known as, a deep-sea squid 

extract, and it is similar to that of cellulose in plant fiber.  

 

3. Specification: Chitosan powder 90% D.A.C. (bulk density is 0.3 g/cm3). 

 

4. Features: 

 Biocompatible  

 Biodegradable  

 Non-toxic  

 Abundant and non-costly  

 Wasted material from renewable resource 

 

5. Limitations: 

 Sensitive to pH and temperature  

 

 

Figure 9: Chitosan production by partial deacetylation of chitin  

 



44 

 

 

- Acetylation 

Acetylation describes a reaction that introduces an acetyl functional group into a chemical 

compound. The acetyl group contains a methyl group single-bonded to a carbonyl. The carbonyl 

center of an acyl radical has one non-bonded electron which forms a chemical bond to the 

remainder R of the molecule [210]. 

 

 

- Deacetylation 

Deacetylation is the removal of an acetyl group. Acetylation refers to the process of introducing 

an acetyl group (resulting in an acetoxy group) into a compound, namely the substitution of an 

acetyl group for an active hydrogen atom. A reaction involving the replacement of the hydrogen 

atom of a hydroxyl group with an acetyl group (CH3CO) yields a specific ester, the acetate. Acetic 

anhydride is commonly used as an acetylating agent reacting with free hydroxyl groups [211].  
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2.13. Summary of this research work 

To summarize this research work, the problem formulation and proposed solution are shown in 

this part.  

 

Both domestic and industrial wastewaters contain micro-pollutants, such as EDCs which are not 

entirely removed by conventional wastewater treatment plant (WWTP) processes; therefore, they 

are continually discharged into the aquatic environment. Thus, technologies that are more 

sophisticated are required. Up to date, commercial ACs used in wastewater treatment are produced 

from coconut shells, coals, bones and lignite showed a good removal capacity to some types of 

micro-pollutants. However, they are not used at a large scale; there is still a need for developing 

an adsorption system from inexpensive and efficient alternative precursors. Subsequently, sources 

of new materials, are recommended for EE2 removal in this research, are from wood and chitin. 
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2.13.1. Research novelty  

Novelty was established based on a research objective. It was found adsorptive ability of 

combination of various systems, HIT1-S2T2, chitin, ENAM, CACA, and electric field, was 

excellent for EDC removal from an aqueous solution.  

In this study, the efficiency or capacity of an established novel system was evaluated practically 

(establishing electro-adsorptive system using a commercial adsorbent) and theoretically 

(compared with an adsorptive phenomena within other works).  
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2.13.2. Hypothesis   

Based on a literature review, the hypothesis can be shaped as follows: 

 

1. Synthetic steroidal estrogen (17α-ethynylestradiol) is a good representative of pharmaceutical 

products and its removal from aqueous solution is possible. 

This compound does not undergo the biodegradation process, and it is always present in 

WWTP effluents. Since effluents are discharged to water resources (rivers, lakes), 

pharmaceutical compounds might be present in water uptake facilities. Thus, removal of 

such compounds by building a new operation unit dedicated to removal of EDCs is an 

important improvement of wastewater and water treatment facilities.  

 

2. Adsorption could be a good option to efficiently remove EE2 from the aqueous solution. 

The target pharmaceutical compound (EE2) has a high kow value showing the possibility 

of its high partitioning to a solid surface.  

 

3. Wood chip is a promising material for producing of a new adsorbent, e.g. activated carbon. 

In this study, adsorbent made from the waste wood chip (adsorbent made from the New 

Material seems to be an excellent choice to make an effective adsorbent for EE2 removal 

from the aqueous solution. However, no comparative study has been conducted with 

respect to effectiveness of soft wood versus hardwood when applied for EE2 removal from 

aqueous solution.  

 

4. Activated carbon modified with chitosan might improve the removal of EE2. 

Combining chitosan (or even chitin) with other materials has been shown already for 

excellent removal of turbidity and metals. Thus, ENAM (enhanced new adsorption 

material) might be more effective than individual formulated adsorbent.  

 

5. Combining the adsorption with electrokinetic system might enhance the EE2 removal capacity. 

Electrokinetics applied to colloidal solutions initiated the electro-coagulation process, 

formation of flocs which can settle leading to separate of liquid and solid phases. In this 

study, EE2 adsorbed to the formulated adsorbents.  
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2.13.3. The research aims  

The aim of this research is to gain a greater insight into the distribution and behavior of EDCs 

within an adsorptive system in order to completely remove EE2 from an aqueous solution to a 

satisfaction level of 99%. Furthermore, a sustainable approach with respect to material, energy, 

cost suppose to be considered during the development of a new removal system.  

 

In general, EDCs, present in sewage, do not undergo treatment in wastewater treatment plants 

(WWTP). Therefore, estrone (E1), 17-β-estradiol (E2), and estriol (E3) and other hormones as well 

as steroids can be found in WWTP effluents. 17α-ethynylestradiol is a widely used pharmaceutical 

industry as a major ingredient of hormone replacement therapy and oral contraceptive formulations 

[212]. Since 17α-ethynylestradiol (EE2) is a very potent steroid compounds as shown by vivo and 

in vitro studies (section 1.4. problem formulation), it was selected as a target steroidal estrogenic 

compound representing pharmaceutical products (EDCs) as shown in Fig. 10.  
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Figure 10: Pharmaceutical products representative (EE2)  
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The environmental source of EE2 is its leaching from sludge, biosolids, and recycled water used 

in agriculture. The hydrophobic estrogen is intended to easily interact with dissolved organics 

integrated within biosolids. This interaction facilitates its partitioning into aqueous phase. Thus, 

the application of such material with the chemistry of their complex matrix is anticipated to greatly 

affect the affinity and mobility of EE2 in the environment.  

EE2 is a hydrophobic compound possessing low aqueous solubility and relatively high Kow. Based 

on its physicochemical properties (Table 1) the synthetic steroid hormone is hypothesized to be 

principally related to the solid phase. Thus, adsorption phenomena can be proposed to remove EE2 

from aqueous solution.  
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Chapter 3: Methodology 

 

 

3.1. Methodological approach  

To study the adsorption of EE2, activated carbon formulations based on waste wood chips were 

prepared. The surface properties of the resulting adsorbents were investigated to analyze their 

interaction with EE2. Eight types of adsorbents with modifications were prepared and tested for 

the EE2 removal from aqueous solutions. The pyrolysis method was used for production of 

adsorbent media. Based on the adsorption capacity of the formulated adsorbents, the maximum 

achievable partitioning of EDCs from the aqueous solutions was determined. In addition, studying 

a correlation between the initial characteristics of formulated adsorbents with the maximum 

achievable partitioning of EDCs represented another important objective, due to potential 

significant variation of the wood composition (hemicellulose, cellulose, and lignin). Under the 

same pyrolysis conditions, the degradation percentage of these constituents in waste wood chips 

may not be the same; this may lead to a change in the adsorption behavior of EE2 and the removal 

capacity of wood-derived adsorbents.  

Equally important, non-polar 17α-ethynylestradiol is expected to primarily interact with the 

adsorbent via hydrophobic attraction, hydrogen bonding, or by ion exchange. The surface 

compound degradation plays an important role in the adsorption process (capacity and behavior). 

Since the surfaces of the adsorbent are electrically charged, they are directly influenced by the 

chemistry (especially pH) of the pore fluid. At low pH, there is an excess of hydrogen ions in the 

pore fluid, which are adsorbed onto the adsorbent surfaces yielding a net positive charge. 

Conversely, in alkaline condition, the increasing concentration of hydroxyl ions in the pore fluid 

induces the formulated adsorbent particles to release their protons increasing the negative charge 

on their surfaces. As such, EE2 interaction with these surfaces is expected to be affected by 

changes in the resulting charges, as a function of aqueous pH. The affinity of EE2 partitioning and 

hence its mobility may be significantly controlled by such changes. Moreover, the availability of 

oxygen molecules within the adsorbent media may have an influence on the mobility of EE2. It is 

hypothesized that the hydrophobic, non-polar, synthetic steroidal estrogenic hormone (EE2) is 

primarily connected to the solid phase once it is released into the environment.  
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The range of its interaction with different formulated adsorbents is expected to vary as these media 

possess different functional groups, structures, and surface properties. Furthermore, the degree of 

interaction of this compound with individual formulated adsorbent is considered to be influenced 

by the electrical charges on their surfaces. Most of these charges are pH-dependent. The formulated 

adsorbents are typically negatively charged at high pH. This negative charge is reduced as pH 

values are decreased until there is no more charge on the surface (zero charge) at the pH of the 

isoelectric point.  When the pH decreases below this point, the surface becomes positively charged. 

Consequently, it is hypothesized that an extent of EE2 adsorption, and hence, its mobility in the 

subsurface is directly affected by changes in pH. Therefore, sorption experiments were designed 

to simulate environmental conditions in isolated systems to demonstrate the surface charge 

influence on the behavior and distribution of the synthetic estrogen.  

The electro-adsorptive system was also used to investigate absorption phenomena at a larger extent 

such as electro-oxidation, electro-coagulation, settling, flocculation, floating, and electrode 

reactions. 

EE2 once adsorbed on an adequate adsorptive system is expected to be removed from the aqueous 

solution. However, adsorptive materials might also form table suspensions, which should be 

demulsified. The application of electrokinetics induces demulsification, electrocoagulation of 

materials and settling or up-floating thereby leading to an advanced removal of particles. 

Application of DC electrical fields changes the properties of the diffused double layers and 

facilitates coagulation of dispersed particles. This can generate O2 and Cl2 at the anode (due to 

oxidation) and hydrogen at the cathode due to reducing conditions (see equations in the section 

2.6). Simple materials used for electrodes can be used as sustainable means. Hence, investigations 

of adequate electrokinetics cell configurations can be further looked into. Moreover, voltage 

limitations should be posed to design the system within sustainable principles. 

 

To achieve the research objectives, an adequate methodological approach was adopted. It 

comprised of six phases as shown in Fig. 11. Phase 1 involved surveying manufacturing 

procedures, which can satisfy adsorptive properties of waste materials. Phase 2 enabled upgrading 

of the adsorptive system to achieve the maximum removal capacity. Phase 3 comprised of 

experimental studies on optimal conditions for the EE2 removal using developed adsorbents. Phase 

4 was dedicated to the development of a removal technology (electro-adsorptive system) to achieve 
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maximum extraction of EE2 and all remaining particles from aqueous solutions. Phase 5 compared 

the formulated adsorbent with a commercial adsorbent using the developed Electro-Adsorptive 

System. Phase 6 involved generating software codes that can help to decrease manufacturing steps 

and the raw material delivery cost.  

  

 

 Materials and chemicals 

Materials and chemicals were provided from many places due to their manufacturing and storage 

sensitivity.  

 

1) The first source of adsorptive materials (wood) was provided by Mirabûches, a wood and 

sawmill company located in Mirabel, Quebec.  

 

2) The second material (chitin) was purchased from Sigma-Aldrich, Canada. 

 

3) Chemicals (HCl, NaOH, H3PO4, and methanol SEQ-4L) were purchased from Fisher 

Scientific, Canada.  

 

4) Desiccator plate 230MM and tubes conic 50ML W/RACK 500/CS were also procured 

from Fisher Scientific, Canada. 
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Figure 11: Methodological phases  
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3.1.1. Phase 1: Preparation procedures - Adsorbents formulation 

This section includes procedures for formulating adsorbents from the first adsorptive material 

(wood) and includes description on an enhancement process using the second source of adsorptive 

materials (chitin) (Fig. 12 and Table 6). 

 

 

Table 6: Abbreviations of formulated adsorbents  

 

Material 

 

Definition 

 

 

 

Wood  

 

First source of new adsorptive materials from waste 

 

 

Chitin 

 

Second source of new adsorptive materials from waste 

 

 

NAM 

 

 

The best formulated adsorbent among eight adsorbents (New adsorptive materials) 

 

 

ENAM 

 

 

Enhanced best formulated adsorbent (Enhanced New Adsorptive Material) 

 

 

CACA 

 

Commercial activated carbon adsorbent 

 

 

S1T1 

 

Formulated adsorbent from softwood, particle size ≤1mm, and at 600℃ 
 

 

S1T2 

 

Formulated adsorbent from softwood, particle size ≤1mm, and at 800℃ 
 

 

S2T1 

 

Formulated adsorbent from softwood, particle size ≤2mm, and at 600℃ 
 

 

S2T2 

 

Formulated adsorbent from softwood, particle size ≤2mm, and at 800℃ 
 

 

H1T1 

 

Formulated adsorbent from hardwood, particle size ≤1mm, and at 600℃ 
 

 

H1T2 

 

Formulated adsorbent from hardwood, particle size ≤1mm, and at 800℃ 
 

 

H2T1 

 

Formulated adsorbent from hardwood, particle size ≤2mm, and at 600℃ 
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Figure 12: Preparation of adsorbents  
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Stage 3: Carbonization process  

 
Stage 3: Carbonization process  

 
Stage 3: Carbonization process  

 
Stage 3: Carbonization process  

 

Chemical activation with: 

20% H3PO4 for 1h 

 
Stage 3: Carbonization process  

 
Stage 3: Carbonization process  
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Stage 3: Carbonization process  

 
Stage 3: Carbonization process  

 
Stage 3: Carbonization process  

 

Washing 

20% HCl, distilled water, and hot water 

 

  

Stage 1: Raw materials selection 

(Crushing, drying, and sieving) 

  

Particle sizes            

≤1mm & ≤2mm 

Softwood 

 
Softwood 
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Softwood 

 
Softwood 

Particle sizes        

≤1mm & ≤2mm 

Softwood 

 
Softwood 

 
Softwood 

 
Softwood 

 
Softwood 

 
Softwood 

 
Softwood 

Stage 4: Formulated adsorbent properties: SEM, FTIR, BET, and zero charge  
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In the first phase, which included four stages, the materials were processed and conditioned (based 

on the generated method, Fig. 12) to be effective adsorbents of EE2.  The method developed from 

a previous approach (REF) seemed to be effective because it could already help to produce an 

activated carbon (AC) or an activated charcoal. A study confirms that AC is effective in removal 

process for many pollutants from aqueous solutions, including personal care products (PPCPs), 

pharmaceuticals, dyes, organic pollutants, and heavy metals [189]. Therefore, AC is a preferential 

material to be used to generate a high surface area with low-volume pores for favorable chemical 

reactions and adsorption. In this study, two different types of wood were used to formulate the 

adsorbents: 1) Coniferous wood also referred to as softwood; and 2) Non-coniferous wood, 

generally termed as hardwood or deciduous wood.  
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3.1.1.1. Stage 1: Raw materials selection 

Coniferous and non-coniferous wood wastes were used to prepare the adsorbent formulation. They 

were provided by Mirabûches located in Mirabel, QC, Canada. The samples had the following 

characteristics:  

 

The coniferous (softwood) chips contained 50% pine tree and 50% fir tree. They were obtained 

mainly from pine and spruce trees (Sapin et épinette) from the boreal forests located in Northern 

Quebec (e.g. Abitibi-Témiscamingue, QC). 

 

The non-coniferous (hardwood) chips contained 60% maple tree, 30% oak tree, and 10% birch 

tree. The company Mirabûches received their hardwood supplies mainly from maple trees grown 

in the Beauce region located in Southern Quebec.   
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3.1.1.2. Stage 2: Material property assessment  

A good adsorptive material should have a high surface area, a number of available adsorptive sites 

and adequate functional groups for efficient adsorption. Several analyses were conducted to 

characterize the primary ingredients used for adsorptive material production and eventually 

assessed for EE2 removal. Such preparation included moisture content, SEM investigation of 

adsorptive surface, particle size analysis, Fourier Transform Infra-Red (FTIR) analyses of 

functional groups and thermal gravimetric analysis (TGA).  These analyses enabled screening the 

different raw samples in view of preparing the adsorbent media with optimal properties. 

 

 

3.1.1.2.1. Moisture content  

Moisture content analysis of the raw softwood and hardwood was done using a gravity convection 

drying oven (Quincy Lab 20GC, 1.27 Cu. Ft., 115V 750W). The samples heated at120℃ for 2h. 

They were weighed before and after drying. The moisture by weight lost was calculated and 

expressed as percentage (%).  

 

 

3.1.1.2.2. Morphology analysis - Scanning Electron Microscopy images  

Scanning electron-microscopy (SEM) was used to assess the topography, morphology, surface 

texture and porosity of the raw materials and resulting absorbents. This was carried out using the 

Hitachi, S-3400N-Variable Pressure Scanning Electron Microscope. 

 

 

3.1.1.2.3. Particle size analysis 

To evaluate the correlation between representative surfaces of the adsorptive materials and the 

maximum achievable partitioning of EE2 from the aqueous solution, two sizes of the first source 

(wood) used to prepare the adsorptive material were investigated. Analysis of particle size 

distribution was carried out using a set of sieves namely 2.38, 2.36, 2, 1.18, 1mm, and pan (or by 

sieve number 4, 6, 8, 10, 16, and 18, respectively). The sieves were placed on an electric shaker 
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(Humboldt MFG. co., Testing equipment/ Laboratory apparatus made in USA/ Norriidge, IL60656 

USA). The shaker was turned on for 15min for each batch of raw material and samples were 

collected from a pan.  Analysis of particle size distribution of the second source of new adsorptive 

materials (chitin) was performed using a Laser Scattering Particle Size Distribution Analyzer (LA-

950 type HORIBA), under the following conditions: Transmittance (R): 97.4%, Transmittance 

(B): 98.3%, Circulation Speed: 6, Agitation Speed: 4, Ultra Sonic: OFF, Form of Distribution: 

Manual, Distribution Base: Area, Material: STD, Source: Horiba, Sample Number: 1, Test or 

Assay. Number: 1, Refractive Index (R): Antonio Mina test [Quartz (1.440 - 0.100i), water 

(1.333)], and Refractive Index (B): Antonio Mina test [Quartz (1.440 - 0.100i), water (1.333)]. 

 

 

3.1.1.2.4. Functional groups analysis - Fourier Transform Infrared Spectrometry 

The functional groups located on the surface of the raw materials and resulting adsorbent media 

were analyzed using Fourier Transform Infrared Spectrometry (FTIR) (NICOLET 6700 FTIR 

Spectrometer) with a resolution of 1cm-1.  

  

 

3.1.1.2.5. Thermal behavior and a mass loss - Thermal Gravimetric Analysis (TGA)   

Assessment of material’s thermal behavior is crucial for designing an adequate production of 

adsorptive material trough heat treatment (e.g. pyrolysis). The prediction of thermal behavior and 

mass loss of different types of wood during a heat treatment process were carried out by thermal 

gravimetric analysis (TGA). This test can show how much mass is required to perform a task. 

Wood consists of three main compounds namely hemicellulose, cellulose, and lignin. The behavior 

and characteristics of these constituents are not stable under a heat treatment. Some published 

temperature ranges in the literature review resulting in wood decomposition are: 160–900℃, 230–

400℃, and 180–380℃. However, it appears that some information is lacking regarding these tests 

or temperature ranges with respect to type of wood, particle size of wood, as well gas type and 

flowrate. Hence, it is recommended to conduct TGA tests in view of improving accuracy.  

Softwood and hardwood involving all particle size groups were thermally predicted using TGA 

under controlled environment of “N2” to identify the temperature inducing wood decomposition. 
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In the current study, a small amount of raw materials (woodchips) was placed centrally in a small 

pan. The system was purged with N2 gas at a flowrate of 100ml/min for 1hand a heating rate of 

10℃/min. The continuous weight loss and temperature were recorded and analyzed. 
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3.1.1.3. Stage 3: Material property development 

The properties of the new adsorptive material were developed by applying heat and chemicals to 

the raw woodchips. The application of various conditions can help to understand the phenomena 

underlying the production of efficient adsorbents. In this study, based on TGA analyses, two 

pyrolysis temperatures, 600℃ and 800℃, were applied to the softwood and hardwood samples 

comprising of two different chip sizes. Eight new materials were produced and used for 

determining any correlation between the manufacturing conditions (applied to produce a new 

adsorbent) and the maximum achievable partitioning of EE2 from the aqueous solution.  

 

Characterization of developed adsorptive materials was done in NanoQAM at UQAM and 

Concordia University. Both carbonization and pyrolysis were carried out using High-Temperature 

Tube Furnace (HTF) (Equipment Model: MTI Corporation, OTF-1200X-III). The OTF-1200X-III 

high temperature tube furnace uses SiC rods as heating elements. The maximum temperature 

inside the furnace could reach 1200℃ under different flowing gases (N2, mixture Ar/H2, O2, etc...). 

The furnace temperature profile can use 3 distinct gradients that can be set up by 51 segments and 

run automatically using the 708P type advanced temperature controller. This furnace is mainly 

used for material research to develop various new materials. In the current study, softwood and 

hardwood were treated individually under the same conditions in two separated steps: 1. 

Carbonization; 2. Pyrolysis. Afterward, the treated samples were sent back to Concordia 

University for activation and drying by oven.   

 

In the carbonization step, the wood was placed centrally in the furnace and the system was purged 

with nitrogen (N2) gas at a flowrate of 100 ml/ min for 1h at a pre-determined carbonization 

temperature by TGA (500℃), a heating rate of 10℃/min. The collected samples from the 

carbonization step were activated using phosphoric acid (H3PO4). The precursors were 

impregnated with H3PO4 (20ml V%: 80ml V% of DI water) for 1h at room temperature. The ratio 

of new material by weight (g) to the activating agent solution by volume (mL) was fixed at 1:10 

throughout the experiment. The samples were then placed in the oven for 2h at temperature 100℃.  

In the pyrolysis step, the dried samples obtained from the previous step, were placed centrally in 

the High-Temperature Tube Furnace (HTF) (Equipment Model: MTI Corporation, OTF-1200X-

III). The system was purged with nitrogen (N2) gas at a flowrate of 100 ml/ min for 1h at a 

http://www.mtixtl.com/
http://www.mtixtl.com/
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temperature of 600℃ for the first run and 800℃ for the second run. The heating rate was adjusted 

to 10℃/ min.  

The resulting samples from this step were repeatedly washed with hydrochloric acid (20ml V% 

HCl: 80ml V% DI water) to neutralize the pH, as well as with hot water, and Milli-Q water. Finally, 

the washed samples were dried at 100℃ for 2h.   

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 



63 

 

3.1.1.4. Stage 4: Analysis of adsorbent properties  

The properties of the formulated adsorbents were analyzed by FTIR and SEM as described in 

Chap. 3.1.1.3. Furthermore, surface area of the new adsorbent was measured using the Brunauer 

Emmett Teller (BET) method. The surface charge depends on the pH of the environment; hence, 

the neutrality of surface charge was found by measuring the zero charge.   

 

 

3.1.1.4.1. Zero charge measurements  

The zero charge (pHzc) was determined by the following procedure [217]. A series of 20 mL of 

0.1 mol L-1 NaCl solutions was prepared in glass bottles. The initial pH of the NaCl solutions was 

adjusted by using 0.1mol/ L of HCl or NaOH to 2, 7, and 12. Then 0.01g of formulated adsorbent 

was added to each glass bottle and sealed. The bottles were allowed to equilibrate at the room 

temperature for 2 days. The final pH was measured and plotted against ΔpH. 

 

 

3.1.1.4.2. Surface area - Brunauer Emmett Teller (BET) 

To measure the surface area of formulated adsorbent particles, surface properties analysis was 

carried out using the Instruments-Quantachrome Autosorb Automated Gas Sorption System. 
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3.1.2. Phase 2: Preparation procedures - Upgraded adsorptive system  

Enhanced adsorptive system (ENAM) was designed by combining the best individual formulated 

adsorbent with chitin. Chitin, a primary component of sea organism carapaces, is a main waste 

from the fishery industry. In this study, chitin was used as a second source of new adsorptive 

materials and was purchased from Sigma-Aldrich, Oakville, ON L6H 6J8. Chitin and its 

derivatives (chitosan) are the second most available biopolymers after cellulose in Canada. Chitin 

or chitosan were used as an additive to the formulated adsorbents to enhance their performance for 

the EE2 removal from aqueous solutions (Fig. 12, Phase 2).  

 

The main objective of adding these enhancers was to achieve a higher adsorption capacity of EE2 

from the aqueous solutions. It was hypothesized that the mixing of chitin with NAM would 

increase the number of available functional groups, such as carbonyls, hydroxyls and carboxyl 

within the system (ENAM). Thus, a high removal rate in a short time and at less costs would be 

achieved. Hence, the partitioning process using ENAM would be economical, faster, and more 

efficient compared to other types of adsorbents. In addition, this would represent a sustainable 

solution to EE2 removal.   

 

The upgraded adsorptive system was generated by combining 80% of the best formulated 

adsorbent (NAM) with 20% of chitin at room temperature. Then upgraded adsorptive system was 

exposed to 150℃ for 2h, then, the collected samples were repeatedly washed with hydrochloric 

acid (20ml V% HCl: 80ml V% DI water) to neutralize the pH of material, then with hot water, and 

Milli-Q water. In the last step, the washed samples were dried at 100℃ for 2h.  
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 Material preparation  

The properties of the second source of new adsorptive materials (chitin) were analyzed using SEM, 

FTIR, and TGA. In addition, particle size assessment was carried out using a Laser Scattering 

Particle Size Distribution Analyzer- LA-950 (Horiba).  

 

 

 Analysis of adsorbent properties  

The properties of formulated adsorbents were demonstrated using SEM, FITR, BET, and zero 

charge measurements.  

 

 

 Analysis of upgraded adsorptive system properties   

The analysis of upgraded adsorptive system properties was assumed to involve the combined 

properties of NAM and chitin and were determined using the analytical methods already described 

above.  
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3.1.3. Phase 3: Experimental protocol - Quality assessment  

The experimental protocol provided in this section was adopted to evaluate the performance of 

formulated adsorbents under different conditions (Fig. 13). The protocol design focused on 

simulating all major conditions controlling EE2 absorption to biosolids.  Firstly, the sorption 

kinetics were determined for the partitioning of EE2 into individual formulated adsorbent. 

Secondly, the sorption capacity of the formulated adsorbents on the extent partitioning of EE2, 

and sorption isotherms were investigated. Thirdly, the effect of pH on the partitioning behavior of 

EE2 into individual formulated adsorbent and upgraded adsorptive system was studied.   

 

All samples and measurements were done in triplicate. Statistical analyses were performed for 

these measurements to find respective mean values, standard deviations, and experimental errors. 
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Figure 13: Scheme of experimental protocol- Quality assessment of formulated 

adsorptive systems 

 
 

Stage 1: Sorption kinetic and equilibration time 

(0, 1, and 24h)/ EE2=30mg/L 

Stage 2: Sorption capacity after 1h  

EE2= 30, 48, 50mg/L 

Stage 3: pH effect after 1h 

EE2=30mg/L 

 

Filtration  

 

 

Studying a pH effect on upgraded 

adsorptive system (ENAM) for phase 2 

 

 

Isotherm model assessments  
 

Total number of experiments is 300  

Experiments were repeated triplicate 

 

Adsorbent dosage = 20gm/L 

 

Adsorbent dosage = 20gm/L 

 

Adsorbent dosage = 20gm/L 

 

Phase 3: Quality assessment of phase 1 and 2 
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3.1.3.1. Stage 1: Sorption kinetics and equilibration time 

Kinetic studies or kinetics of sorption from a solution onto an adsorbent describe the interactions 

between the adsorbent and adsorbate. The mass balance was evaluated by measuring the EE2 

equilibrium concentration in the aqueous phase assuming the remaining EE2 concentration to be 

associated with the formulated adsorbents using Equations 6 and 7 [215].  

 

 

 

 

 

 𝑞𝑒 =
𝐶0−𝐶𝑒 𝑉

𝑀
 (6) 

 

 

 

  Efficiency =
C0−C

C0
× 100 (7) 

 

 

 

 

 

Where Ce and C0 are the equilibrium and initial concentrations of EE2 (mg/L), qe is the equilibrium 

EE2 concentration on the adsorbent (mg/g), V is the volume of EE2 solution (L), M is the mass of 

adsorbent (g). 

 

 

 

 

 

 

https://www.sciencedirect.com/topics/chemistry/sorption
https://www.sciencedirect.com/topics/chemistry/adsorbent
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 Objective  

Kinetics of EE2 sorption to the different optimized wood chips were studied. This enabled a better 

understanding of the rates and extent of mechanisms responsible for sorption of the estrogenic 

hormone to each individual formulated adsorbent. Furthermore, the results of this set of 

experiments allowed the determination of the relationship between the type of waste woodchip 

and the maximum achievable partitioning of EE2. Based on the results, the evaluation of the 

correlation between represented surface area of the adsorptive materials and the maximum 

achievable partitioning of EE2 was also possible. The expected results from this proposed set of 

experiments helped to assess the time required for the equilibration of each studied system, and 

enabled determining the time required to design the remaining batch-experiments throughout the 

rest of this research.  

 

 

 Procedure  

A batch-equilibration method was used to measure the sorption of 17α-ethynylestradiol by the 

formulated adsorbents from aqueous solutions. In this experiment, two different adsorbents made 

from softwood and hardwood respectively, were added individually to 50mL centrifuge tube. The 

solid adsorbent samples were weighed (20g/L) individually, and added to each tube. Milli-Q water 

was added to each tube in a volume of 10mL. All tubes were spiked with the hormone solution to 

yield a final concentration of 30mg/L. An adsorbent weight (g) to solution volume (mL) ratio of 

1:10 was used throughout the experiment. The tubes were capped and mixed using a mechanical 

end-over-end shaker (10 rpm) at a controlled temperature of 30°C. Kinetic experiments were 

conducted by measuring EE2 concentration periodically for 24 hours starting immediately after 

the addition of the hormone. At each sampling time, a sample tube for each adsorbent type, was 

used for analysis. The tubes containing the samples were centrifuged, and the respective 

supernatants were collected for extraction and analysis. Samples were collected at 0, 1, 24h time 

interval. All measurements were done in triplicates. The experiment also included analysis of EE2 

in the solution without the addition of any adsorbent as control. 
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3.1.3.2. Stage 2: Sorption capacity 

In order to assess the maximum amount of EE2 that the formulated adsorbent can contain, the 

changes induced on the adsorbent surface in presence of different EE2 concentrations was 

investigated under constant environmental conditions.   

 

 

 Objective 

The experiments were designed to assess the adsorbent’s sorption capacities by varying the initial 

hormone concentration (30, 48, and 50 mg/L) under constant conditions of time, temperature and 

pH. The main objective of this test (result) was to gain insight on the maximum concentrations to 

be applicable for the remaining experimental stages. The resulting data was evaluated using 

sorption isotherms using Eqs.11, 12, and 13 to find the model that best describes the findings.  

  

 

 Procedure  

Batch-equilibrium tests were performed for all formulated adsorbents by individually weighing 1g 

in 50 mL centrifuge tubes, followed by addition of 10mL Milli-Q water to each tube. Afterward, 

the hormone solution at the appropriate dilution, was added to produce the desired final 

concentration in each tube. The concentrations used in this test were as follows: 30, 48, and 

50mg/L (equivalent to: 30×107, 4.8×107, and 50 ×107ng/g of adsorbent). Lower concentrations 

might be tested in the future to practically simulate environmental levels of EE2. The test tubes 

were capped and mixed on an end-over-end shaker at a pre-set temperature of 30°C, for 1-2 hour, 

to enable enough sorption (>90%) to take place. At the end of the experiment, the tubes were 

centrifuged, and the supernatant was collected, extracted and the concentration of EE2 determined. 

All experiments were run in triplicate. 
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3.1.3.3. Stage 3: pH effect  

This step was conducted to investigate the partitioning of EE2 to the formulated adsorbents under 

different pH. 

 

 

 Objectives 

This step was necessary to evaluate the effect on the adsorbent chip’s surface charges as a result 

of changes incurred in the adsorbent-suspension pH over the range between acidic and alkaline 

conditions with respect to the partitioning of the synthetic estrogen. The results of these 

experiments were expected to improve the understanding of rates and extent of mechanisms 

responsible for sorption of the estrogenic hormone to the formulated adsorbent material. 

 

 

 Procedure 

Batch-equilibration tests were performed as described in the section. They enabled assessment of 

the effect of variation of suspension pH on the partitioning of EE2 between the aqueous and solid 

phases. Adsorbents were weighed (20g/Lg) individually in 50mL centrifuge tubes, and 10mL of 

Milli-Q water was added to each tube. The suspension pH was adjusted by adding sodium 

hydroxide (NaOH) or acetic acid (AcOH), and the suspension was pre-equilibrated for 1h. After 

equilibrium, the diluted hormone solution was added to yield a final concentration of 30mg/L 

(equivalent to 30×107ng/g of adsorbent). The tubes were capped and mixed on an end-over-end 

shaker at a controlled temperature 30°C for 1-2 h. At the end of the test, the tubes were centrifuged, 

and the supernatant was collected, extracted and analyzed for EE2. All tests were run in triplicates, 

and samples were analyzed under the same conditions. For each sample, sorption of EE2 was 

studied under three suspension pH values, carefully selected to reflect the effect of variation of 

aqueous chemistry and adsorbent-surface charges on the rate and extent of sorption of the organic 

estrogen, EE2, to different types of adsorbents. For each type, three pH values were selected to 

represent neutral (~7), acidic (~2), and basic (~10) conditions, respectively.  
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 Studying pH effect on the upgraded adsorptive system  

The effect of pH on the upgraded adsorptive system was studied under similar conditions that were 

used in previous section (3.1.3.3. Stage 3: pH effect). 

 

Batch-equilibration experiments were carried out for all types of ENAM in Milli-Q water. Solid 

samples were weighed (20g/L) individually in pre-weighed centrifuge tubes (50mL) followed by 

the addition of 10 mL of water to each tube.  The pH of the suspension was adjusted to the required 

value by the addition of sodium hydroxide (NaOH) or acetic acid (AcOH), and the suspension was 

pre-equilibrated for 1h. After equilibration, the diluted hormone solution was added to yield a final 

concentration of 30mg/L (equivalent to 30×107ng/g of adsorbent) in each tube. The tubes were 

capped and mixed on an end-over-end shaker under the same condition (controlled temperature, 

30°C, for 1-2 hour). At the end of the test, the tubes were centrifuged, and the supernatant were 

collected, extracted, filtered, and analyzed for the EE2 concentration. In addition, batch-

equilibration experiments were executed on a commercial adsorbent in Mill-Q water to find any 

difference between the formulated adsorptive system and the commercial adsorbent. 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 



73 

 

 Additional preparations and calculations for phase 3. 

This section includes additional preparations and calculations that were done during the 

assessment phase.   

 

 

 Stock solution preparation  

Stock solutions of EE2 were prepared in methanol using Eq. 8 and were kept refrigerated (-16°C) 

when not in use.  

 

 

 

 (𝐶𝑜𝑛𝑐𝑒𝑛𝑡𝑟𝑎𝑡𝑖𝑜𝑛 𝑠𝑜𝑙𝑢𝑡𝑒 (𝑤/𝑣%))=
𝑚𝑎𝑠𝑠 𝑜𝑓 𝑠𝑜𝑙𝑢𝑡𝑒 (𝑔)

𝑣𝑜𝑙𝑢𝑚𝑒 𝑜𝑓 𝑠𝑜𝑙𝑢𝑡𝑖𝑜𝑛 (𝑚𝑙)
× 100 (8) 

 

 

Dilutions and added volumes using deionized water were carefully selected to mimic 

environmental concentrations while ensuring the aqueous concentrations’ range above the 

detection limit and minimizing the volume fraction of methanol in experiments to avoid its 

interference with the partitioning processes during chromatographic analysis. To dilute a stock 

solution of known concentration, the following equation was used (Equation 9): 

 

 

 

 

 Concentration (start) X Volume (start) = Concentration (final) X Volume (final) (9) 

 

 

After preparation of stock solutions and their respective dilutions, the samples were scanned using 

UV-VIS to measure the final concentration of EE2 in the aqueous solutions and methanol as shown 

in A1-2 to A1-6. Furthermore, a group of standard solutions was prepared for UV-VIS 

measurements as shown in A1-7 as well as a calibration curve as shown in A1-8.  
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 Analytical techniques 

Some recent studies have focused their research on designing analytical procedures for the analysis 

and detection of steroid hormones in various environmental ecosystems [121]. Given the low 

concentrations (sub-µg/L to low-µg/L) to be detected, the analytical step had to be as selective and 

sensitive as possible. This step is critical to prevent the loss of target analytes. Unfortunately, a 

unique methodology has not been defined for such practices. In this section, an analytical 

procedure that may help to achieve max extraction and detection efficiency of 17α-ethynylestradiol 

(the synthetic estrogenic compound) from an aqueous phase was developed. In addition, internal 

standards (IS) with similar physicochemical properties to the analyte provide multiple advantages 

in liquid such as: improvement in the intra-injection reproducibility, reduction of the analysis run 

time, impact reduction of matrix and ionization effects. 
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 Required chemicals and solutions for an extraction  

This includes the chemicals and solutions used for the extraction. The purity of these chemicals 

and solutions was high (99.98 %) to avoid potential damage and contamination to HPLC 

equipment.  Following is a list of the chemicals and solutions used for this work: 

1. HPLC-grade water; 2. Acetonitrile; 3. Methanol; 4. Dichloromethane (DCM); 5. The internal 

standard: 17α-Ethynylestradiol-2, 4, 16, 16-d4 (D4).  

The internal standard was prepared in methanol and kept under fridge conditions (-16°C) when 

not in use.  

  

 

 Extraction procedure 

All experimental sample tubes were centrifuged at 2700 rpm for 35 minute. The supernatant (10mL) 

was then collected and subjected to solvent extraction (liquid-liquid extraction).  

 

1. Before commencing the extraction procedure, the internal standard was added at a 

concentration comparable to the EE2 concentration in collected supernatants. 

 

2. About 2mL of DCM was added three times to the supernatants under these conditions with 60 

seconds shaking at each extraction.    

 

3. The aliquot of the organic layer was collected in the vessel and then dried using a vacuum 

rotary dryer. 

 

4. The vessel was triple washed with trace volumes (0.0001L) of DCM. 

 

5. The collected aliquots were transferred to HPLC macro vials. 
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 Analysis procedure 

For HPLC, the vials were dried under a stream of nitrogen gas (350 mL/m in at 250°C), and the 

residues were re-suspended in 40µL solvent mixture of 40% acetonitrile and analyzed. The 

specifications of the used HLPC system were Hewlett Packard, Series 1100, equipped with a 

reverse-phase column (Luna C8 (2), 3micron, 50x1mm) from Phenomenex, Torrance, CA.  

 

1. The mobile phase used was water and acetonitrile at volume ratio of (50:50), 2mM NH4OAC 

(ammonium acetate) pH 7.4 (adjusted with NH4OH), delivered at a constant flow rate of 1.5 

mL/min. The injection volume of the standards and samples was 40 µL and the total run time 

for then HPLC analysis was around 30 minutes.  

 

2. The wash between injected samples was done periodically as follows: around 50 min with 98% 

acetonitrile, 2mM NH4OAC, and then with the same time with 50% acetonitrile, 2mM 

NH4OAC.  

 

 

 Filtration 

Suspended particle removal was carried out manually. A syringe with pore size equal to 0.44µm 

was used, followed by another syringe bearing pore size equal to 0.22µm to ensure that all 

suspended particles of adsorbent were removed. The smaller pore size was very useful to reach a 

maximum removal capacity. However, since there was still the presence of residual of suspended 

particles of adsorbents, electrical techniques were applied to enhance the water quality. There are 

many factors that can reduce the efficiency of the system and include: corrosion, scaling, fouling, 

and microbiological activity. Thus, the proposed combination system may help to minimize these 

effects by providing extra heat to clean the surfaces.  
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  Assessment approach   

The adsorption data was fitted to the Langmuir and Freundlich isotherms, and pseudo first and 

second order models for the kinetic study. These linear models were generated using Equation 10 

and involved the correlation between two variables. This correlation can have a value of: 

1. (1) is a perfect positive correlation (correlation is positive when the values increase 

together). 

 

2. (-1) is a perfect negative correlation (correlation is negative when one value decreases as 

the other increases). 

 

3. (0) is no correlation (the values are not linked at all). 

The two sets of data "x" and "y" (in this study x is time and y is the amount of EE2 adsorbed). 

Step 1: Find the mean of x, and the mean of y 

Step 2: Subtract the mean of x from every x value (call them "a"), the same for y (call them "b") 

Step 3: Calculate: ab, a2 and b2 for every value 

Step 4: Sum up ab, sum up a2 and sum up b2 

Step 5: Divide the sum of ab by the square root of [(sum of a2) × (sum of b2)] 

 

 

 

rxy =
∑ (xi − x ̅)(yi − y̅)n

i=1

√∑ (xi − x ̅)n
i=1

2
 ∑ (yi − y̅ )n

i=1
2

 (10) 

Where: Σ is sigma, the symbol for "sum up"; (𝒙𝒊 − 𝒙 ̅): Each x-value minus the mean of x (called 

"a" above); and (𝒚𝒊 − �̅�): Each y-value minus the mean of y (called "b" above). 

https://www.mathsisfun.com/algebra/sigma-notation.html
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 The equilibrium of adsorption 

The equilibrium of adsorption is usually evaluated by Freundlich and Langmuir isotherm models. 

 

 

 The Freundlich isotherm model is an empirical equation, which in its linear form is 

expressed as in Equation 11: 

 

 

 

 

 𝑙𝑜𝑔𝑞𝑒 = 𝑙𝑜𝑔𝑘𝑓 +
1

𝑛
𝑙𝑜𝑔𝐶𝑒 (11) 

 

 

 

 

 The Langmuir isotherm model is expressed as in Equation 12 and 13: 

 

 

 

 

                       

 

 

1

𝑞𝑒
=

1

𝑞0
+

1    1

𝑞0𝑏𝐶𝑒
 

             

(12) 

 

 

 

 

 

 

𝑅𝐿 =
1  

1 + 𝑏𝐶0
 

 

 

(13) 

 



79 

 

Where qe (mg/g) is the amount of solute adsorbed at equilibrium and Ce (mg/L) is the equilibrium 

concentration of solute in the solution. 

 

q0 (mg/g) is denoted as the maximum adsorption capacity (10.12), b (L/mg) is the binding energy 

constant (0.033 L/mg), and C0 is the initial concentration of the solute. 

 

RL is the dimensionless separation factor (0.92). The RL value indicates the adsorption situation to 

be irreversible: RL = 0, favorable: 0 < RL<1, linear: RL =1 and unfavorable: RL >1. 

kf mg/g (mg/L)-1/n is the measure of adsorption capacity (0.346mg/g) and the Freundlich intensity 

parameter 1/n indicates the intensity of adsorptive interactions (1.043). 

 

If 1/n>1, it indicates cooperative adsorption and if 1/n<1, it shows a normal adsorption. However, 

if 1/n =1, the partitioning between the two phases are not concentration dependent.  
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3.1.4. Phase 4: Development of electro adsorptive system  

Electrokinetic processes including electrocoagulation were combined with the adsorptive system 

to create an electro-adsorptive system. Coagulation is the one of the most important 

physicochemical techniques used in water treatment. In this section, electrocoagulation was 

applied using a DC electric field to: i) Generate electrical charges for ion releases from electrodes, 

ii) Decrease diffuse double layer of colloids, iii) Create flocs (organic and inorganic) in solution, 

iv) Increase the density of flocs, v) Promote separation of phases, vi) Change morphology of flocs 

leading to settling and/or floatation.  

 

Before the electrical system was turned, all measurements were done such as water resistance and 

conductivity, which were equal to 3.067 kΩ- cm and 280.7µS/cm, respectively. The feasibility of 

the process was tested by using 10g/L of chitin.  The main purpose of the anode material change 

was to determine the best electrical system, which may help in electrocoagulation and removal of 

EE2.  

 

In this study, the electrokinetic (EK) cell consisted of electrodes (anode and cathode) carefully 

placed in a polyethylene container with dimension 4 X 6 X 6 cm equal to 144 cm3. These electrodes 

were connected to a DC power supply by thin cables (DC Power Supply, 30V, 5A variable 

regulated adjustable linear DC lab test Kit 110V with US power cord).  

 

The dimensions of the electrodes were as follows: The iron cathode had a width = 5cm and height 

= 7.5cm; and the anodes consisted of iron, aluminum, and carbon had a width = 5, 5.4, and 5 cm 

respectively, and height = 7.5, 7.6, and 5 cm, respectively. The supplied voltage gradient to the 

system was adjusted to 1V/cm, 2V/cm, 3V/cm, 4V/cm, and 6V/cm. (Fig. 14). The electro-

adsorptive system was optimized based on the electrode type, the distance between electrodes, and 

voltage gradient. As a result, it was found that iron-iron (at 1V/cm) provided the best configuration 

compared to others. Therefore, iron, an easily available material, was used as electrodes in the tests 

with variable voltage of 5V, 10V, 15V, 20V, and 30V, keeping the distance between electrodes 

constant.       
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Figure 14: Scheme of developed electro-adsorptive system  

The collected aqueous samples  
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Optimal system 
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Since the treated solution contained organic and inorganic components with unknown properties 

various electrical field strengths were tested. Three different types of materials were used for the 

anode, while iron was used for the cathode. Ion production under these configurations are 

described as follows in Equations 14, 15, and 16:  

 

  

 

 

 

 

 

Al-reaction  2Al + 6H₂O 2Al (OH)₃ + 3H₂ 

 

(14) 

 

 

C-reaction  2C(s) + 3H2O CO (g) + CO2 (g)+3H2(g) 

 

 

(15) 

 

 

Fe-reaction  Fe+3+ e- Fe+2 (16) 

 

 

 

 

 

 

 

 

 

 

 

 

 



83 

 

3.1.5. Phase 5: Electro adsorptive system - Comparison  

In order to better assess the performance of the developed electro-adsorptive system, a comparison 

was established between the developed electro-adsorptive system and a commercial system under 

similar operational conditions.  

 

 

3.1.6. Phase 6: Cost effectiveness increase and energy saving  

Statistically, studying small population of a big application requires a small amount of materials 

with a high cost. Accordingly, two optimization models were generated to increase cost-

effectiveness of this work: 1. Materials distribution optimization model; 2. Energy saving 

optimization model. Furthermore, results showed other approaches to increase cost effectiveness 

and to save energy of entire research work (production of a new material). 

   

 

 Materials distribution optimization model - Cost effectiveness of delivered materials  

In this technology, materials can be provided from different companies. Furthermore, the produced 

materials have to be delivered to customers in different locations (WWTPs and water treatment 

faculties).  The minimizing distance for delivering the product, by salesman seemed possible using 

MILP model (Table 7).  It was simulated by an annealing (Appendix 2). 

The model objective was minimizing the sum of the distances moved in a total of 𝑀 moves  

(Equation 17). It was assumed that the first location was the first and last location to be visited (the 

Equations 18 to 26).  
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Table 7: Mixed integer linear programming-MILP 

 

Indexes and Data 

 

𝑁  Number of locations where are indexed as 𝑖=1, 2,…, 𝑁  

 

𝑗  Index for sequence of visitation of the locations 𝑗=1, 2,…, (𝑁+1)  

 

𝑚  Index of move 𝑚=1, 2,…, =𝑁  

 

𝐷𝑖,𝑖′  Distance between locations 𝑖 and 𝑖′  
 

Φ  Large positive number  

 

 

Decision Variables 

 

𝑦𝑖,𝑗  A binary variable equal to 1 if locations 𝑖 is the 𝑗𝑡ℎ location to be visited, 0 otherwise  

𝑠𝑚  A continuous variable which equal to the distance travelled in the 𝑚𝑡ℎ move  

 

 

Eq. (17) is the objective function used to minimize the sum of the distances moved.  

  

Eq. (18) is the location #1. 

 

Eq. (19) states that location #1 cannot be 2𝑛𝑑, 3𝑟𝑑,…, 𝑁𝑡ℎ location to be visited. 

 

Eq. (20) states any other location cannot be neither the first nor the last location to be visited. The 

first location was visited twice, at the beginning and at the end of the trip.  

 

Eq. (21) states that other locations can be visited only once.  

 

Eq. (22) states that in one stop only one location can be visited.  

 

Eq. (23 & 24) set the distance travelled 𝑠𝑗 equal to 𝐷𝑖, ′ if location 𝑖 and location 𝑖′ are the 𝑗𝑡ℎ and 

(𝑗+1)ℎ locations to be visited, respectively.  

 

Eq. (25 & 26) are the integrality (binary) and non-negativity constraints. 
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Objective function (Minimization): 

 

 

Z= ∑ 𝑺𝒎
𝒎
𝒎=𝟏  (17) 

 

 

Subject to: 

 

𝒚𝟏,𝟏 = 𝟏; 𝒚𝑵+𝟏 = 𝟏 

 

(18) 

𝒚𝟏,𝒋 = 𝟎; ∀𝒋∈ {2, 3,…,N} 

 

(19) 

𝒚𝒊,𝟏 = 𝟎; 𝒚𝒊,𝑵+𝟏 = 𝟎; ∀𝒋∈ {2, 3,…,N} 

 

 

(20) 

∑ 𝒚𝒊,𝒋 = 𝟏; ∀𝒋∈  {𝟐, 𝟑, … , 𝐍} 

𝑵

𝒋=𝟐

 

 

(21) 

∑ 𝒚𝒊,𝒋 = 𝟏; ∀𝒋∈  {𝟐, 𝟑, … , 𝐍} 

𝑵

𝒋=𝟐

 

 

(22) 

𝑺𝒋 ≥ 𝑫𝒊,𝒊′ + 𝜱( 𝒚𝒊,𝒋 + 𝒚𝒊′,𝒋+𝟏) − 𝟐𝜱;  𝒊 ≠ 𝒊′ & ∀𝒋 ∈ {𝟏, 𝟐, … , 𝑵} 

 

(23) 

𝐒𝐣 ≤ 𝐃𝐢,𝐢′ − 𝚽( 𝐲𝐢,𝐣 + 𝐲𝐢′,𝐣+𝟏) + 𝟐𝚽;  𝐢 ≠ 𝐢′ & ∀𝐣 ∈ {𝟏, 𝟐, … , 𝐍} 

 

(24) 

𝒚𝒊,𝒋 is binary for all 𝑖 and 𝑗 

 

(25) 

𝑺𝒎 ≥ 𝟎 (26) 
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 Energy saving optimization model  

It was assumed to complete a given collection of tasks on a single process that can accommodate 

to one job at a time X. Otherwise, the separable programming model will require if the process 

time is not the same in all tasks. The separable programming model is a nonlinear programming 

problem used to select n decision variables x1, x2, . . ., xn from a given feasible region made by 

optimizing (minimize or maximize) a given objective function f (x1, x2, . . . , xn) as shown in 

Equation 27 of the decision variables as shown in Equation 28.  

 

 

 

Minimize 

 

𝑓(𝑥) = ∑ 𝑓𝑗 (𝑥𝑗) = 𝑓1 (𝑥1)

𝑛

𝑗=1

+ ⋯ + 𝑓𝑛 (𝑥𝑛) (27) 

 

 

Subject to: 

 

 

 ∑ 𝒂𝒊,𝒋 (𝒙𝒋)  ≤ 𝒃𝒊 ,   𝒊 = 𝟏
𝒏

𝒋=𝟏
… , 𝒎                                             (28) 

 

 

𝟎 ≤ 𝒙𝒋 , j=1,…, n 

 

 

 

 

Note: For linearization, Approximating Separable Programs as MILP has to be used to form a 

piecewise linear approximation. 
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Chapter 4: Results 

 

4.1. Introduction 

In this chapter, the qualitative and quantitative results from the design and testing of the adsorptive 

system for EE2 removal from the aqueous solutions are presented. A holistic approach was adopted 

by presenting the expected as well as the actual results to better frame and study the objectives set.  

 

 

4.2. Expected results 

The following results were expected from this work as a response to the research objectives.  

 

1. Removal of EE2 by 95% from aqueous solutions through the development of a new 

adsorptive material. However, this value might be decreased or increased depending on the 

existing environmental conditions, e.g. properties of WWTP effluents. 

 

2. Removal of EE2 by 99% or more from aqueous solutions due to the presence of a higher 

number  of active sites (e.g. carbonyl, hydroxyl and carboxyl groups) on the new material’s 

surface created by chitin. However, any reduction in this value (99% removal capacity) might 

be attributed to the sensitivity of chitin to pH and temperature.   
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4.3. Results from phase 1: Preparation procedures - Adsorbents formulation 

This section includes actual results obtained from phase 1 of this study.  

 

 

4.3.1. Stage 1: Raw material selection 

Raw softwood and hardwood were found to have different surface properties. Developing these 

new materials under similar conditions demonstrated a good knowledge about the properties and 

behaviours of the adsorbents, considering both preparation conditions and application of generated 

products in environmental engineering.  

 

  

4.3.2. Stage 2: Results of material property assessment   

This section includes the results from the following analysis: 1. Moisture content; 2. Morphology  

(scanning electron-microscopy images); 3. Particle size analysis; 4. Organic functional groups 

analysis - Fourier Transform Infrared spectrometry; 5. Thermal behavior and a mass loss-Thermal 

Gravimetric Analysis.    

 

 

4.3.2.1. Moisture content  

The moisture content for each type of wood chips namely softwood and hardwood, was determined 

using a drying method in the oven at 100℃ for 2h. The results showed in Fig. 15 indicate that 

softwood contains a higher moisture content which is equal to 1.8g out of the total wood weight 

of 5g (36.34% of the dry wood material) compared to the hardwood which contains a moisture 

content equal to 0.3g out of the total wood weight of 5g (6.2% of the dry wood material). These 

moisture contents (36.3% for softwood and 6.3% hardwood) are in agreement with previous 

studies. According to published data, the moisture content in living trees depends on the type of 

wood and can range from 25% to 250% of the dry wood material, and the moisture content of 

heartwood is less than that of sapwood. In both cases, the moisture content is attributed to the 

accumulation of water in the cell cavity (free water) or could be attributed to bound water to the 
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cell wall (bound water). In the present study, the wood was dried and stored for a long time; 

however, the moisture content still shows similar values to mention in scientific literature. It can 

safely be affirmed that the moisture content in softwood is due to the bound water (bound water to 

cell wall).   

 

The bound water is part of the wood structure which is slightly affected by transformation from a 

living to the dry state. However, 6.3% of the moisture content could be attributed to the water 

adsorption from the environment (free water) which has an obvious effect on the wood water 

composition. The percentage of free water in the wood can vary depending on the surface area of 

the wood, number of pores and their size, humidity, and as well as on the wood type.  
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Figure 15: Moisture content of raw materials (softwood and hardwood) 
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4.3.2.2. Morphology analysis - Scanning Electron Microscopy images 

Scanning electron-microscopy (SEM) was applied to study both the softwood and hardwood in 

view of assessing topography, morphology, surface texture and porosity of these materials. The 

SEM images showed that the raw softwood with particle size ≤1mm had pores along structure. On 

the contrary, the raw hardwood with particle size ≤1mm displayed accumulation of wood particles 

with no visible pores (Fig.16). The SEM images with respect to morphology are strongly consistent 

with the final results obtained for EE2 removal; adsorbents with large pores had lower number of 

active sites on the surface and displayed a lower removal capacity.     

 

Figure 16: Raw material morphology difference (softwood and hardwood) 

Raw softwood 1 

2 Raw hardwood 
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4.3.2.3. Particle size analysis  

Particle size distribution of raw wood was assessed using the sieve method. The collected samples 

from the sieves were classified based on particle size in five groups for each type of wood as shown 

in Figure 17:  

 

1. The first group comprised of particle size ≤2.38mm (bag 1 and 2 with softwood and bag 11 

and 12 with hardwood).  

 

2. The second group included particle size ≤2.36mm (bag 3A and 7B).  

 

3. The third group involved particle size ≤2mm (bag 4A and 8B).  

 

4. The fourth group comprised of particle size ≤1.18mm (bag 5A and 9B). 

 

5. The fifth group covered particle size ≤1mm (bag 6A and 10B).  

 

  

Figure 17: Particle size assessment of raw materials (softwood and hardwood) 

Hardwood Softwood A B 
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Statistical analyses were performed for collected samples to find out suitable particle size for this 

work (Figs. 18 and 19). It was found the materials with partricle size ≤1mm represented the best 

choice for the adsorbent design due to their higher surface area. However, particle size <2mm was 

also tested to assess differences between properties.  It should be noted that more input energy was 

required to shred the materials to lower size.   

 

 

 

 

 

 

Figure 18: Particle size analysis of softwood  

  

Figure 19: Particle size analysis of hardwood 
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4.3.2.4. Functional groups analysis - Fourier Transform Infrared Spectrometry  

The organic functional groups present on the surface of the raw materials were analyzed using 

Fourier Transform Infrared Spectrometry (FTIR) with a resolution of 1cm-1.  

Results from FTIR analyses were used to define carbon-related functional groups present on the 

surface of the raw wood. Thus, 50mg of each raw material (softwood and hardwood with particle 

size ≤1mm and ≤2mm) were individually dispersed in a KBR pellet and subjected to FTIR spectral 

analysis in the range of 450 to 4000 cm-1. The observed transmission bands for the raw materials 

as well as their corresponding assignments are shown in Table 8.  

It was found that hardwood had higher intensity of C-H & C-O deformation vibration (due to the 

presence of lignin) at 1032 than softwood. In addition, at 1370 for C-H in plane bending (cellulose 

and hemicellulose), at 1422 for H-C-H & O-C-H in plane bending (cellulose), at 1454 for H-C-H 

& O-C-H in plane bending (cellulose), at 1504 for C≡C aromatic stretching (lignin), at 1593 for 

C≡C alkene stretching, at 1732 for C≡O stretching vibrations (cellulose), and at 2892 for C-H 

stretching vibration of methyl and methylene groups (cellulose).   

The organic functional groups observed from the FTIR spectra, demonstrated differences between 

the two types of wood through band intensities (Fig. 20). It was found that particle size was 

strongly consistent with the final results of EE2 removal; higher particle size (≤2mm) had lower 

number of organic functional groups available.   
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Table 8: Band assignment of organic functional groups     

 

Band assignment of  

Raw materials and formulated adsorbents  

 

 

Functional groups 

Wave 

number cm-1 

Wave 

number cm-1 

Wave 

number cm-1 

Wave 

number cm-1 

 

3334.78 

 

3336.08 

 

3347.76 

 

3332.41 

O-H Stretching Vibration of alcohol 

(Lignin) 

 

 

 

2921.95 

 

2919.93 

 

2890.51 

 

2892.46 

C-H Stretching vibration of methyl and 

methylene groups-(Cellulose) 

 

 

1728.34 

 

1728.40 

 

1732.78 

 

1732.14 

 

C≡O stretching vibrations (Cellulose) 

 

1640.00 

 

1639.92 

 

1593.65 

 

1593.36 

 

C≡C alkene stretching 

 

1509.52 

 

1509.68 

 

1504.85 

 

1505.82 

 

C≡C aromatic stretching (Lignin) 

 

1454,61 

 

1453,36 

 

1454,98 

 

1455,82 

 

H-C-H & O-C-H In plane bending 

(Cellulose) 

 

1424.10 

 

1424.50 

 

1422.10 

 

1422.03 

H-C-H & O-C-H In plane 

bending (Cellulose) 

 

 

1370.39 

 

1370.76 

 

1370.05 

 

1370.15 

C-H in plane bending 

(cellulose and hemi cellulose) 

 

 

1263.82 

 

1262.97 

 

1235.49 

 

1235.75 

 

G-Ring stretching vibration (Lignin) 

 

1158.11 

 

1159.07 

 

1157.29 

 

1156.03 

 

S-Ring stretching vibration (Lignin) 

 

1104.11 

 

1104.15 

 

- 

 

- 

Aromatic C-H in plane 

deformation- S-Ring (Lignin) 

 

 

1053.66 

 

1053.91 

 

- 

 

- 

C-C, C-OH, C-H ring and 

side group vibrations 

 

 

1030.77 

 

1030.75 

 

1032.54 

 

1031.30 

C-H & C-O deformation vibration 

(Lignin) 

 

 

 

- 

 

- 

 

897.43 

 

897.81 

 

C≡C stretching vibration (Cellulose) 

 

652.94 

 

664.57 

 

- 

 

- 

 

G-Ring stretching vibration (Lignin) 
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Figure 20: Intensity of organic functional groups on the surface of softwood with particle 

sizes ≤1mm and ≤ 2mm and hardwood with particle sizes ≤1mm and ≤2mm 
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4.3.2.5. Thermal behavior and mass loss - Thermal Gravimetric Analysis (TGA)  

Thermal Gravimetric Analysis (TGA) can show how a material thermally behaves under a range 

of temperatures. The TG curves, shown in Fig. 21 show the thermal behavior and mass loss of a 

diverse type of wood with different particle sizes in the temperature range of 29-1000℃. The 

relative mass loss (TGA) and their first derivative (DTG) curves are presented for both raw wood 

materials. The difference in percentage of water desorption observed by an endothermic mass loss 

for both softwood and hardwood (Table 9) can be attributed to the difference in the initial moisture 

content and particle size. The lower particle size (≤1mm) showed the lowest water desorption 

percentage equal to 1.7% and 0.2% for softwood and hardwood, respectively. In contrast, the 

higher particle size (≤2mm) showed a higher water desorption percentage equal to 4.2% and 3.5%, 

respectively, for softwood and hardwood. This could be due to the larger particle size of the wood 

(≤2mm) bearing large cavities capable of accommodating higher amounts of adsorbed water from 

environment, and the capacity to preserve it as a free water in addition to the cell wall bound-

water.  

The second phase of mass loss observed on the TG curve above 100℃ can be associated to the 

decomposition of organic substances and as well as the desorption of the remaining water at 

temperatures 175℃ and 250℃ (Fig. 21). Beyond the desorption of the remaining water, thermal 

degradation of the main components of the wood occurred beyond the desorption of the remaining 

water [218, 219]. The hemicellulose fraction was found to degrade at 250℃-350℃ for the 

softwood with particle size ≤1mm while the hemicellulose fraction was degraded at 200℃-350℃ 

for the softwood with particle size ≤2mm and as well for the hardwood with particle size ≤1mm 

and ≤1mm. This was followed by the degradation of cellulose at a temperature of 350°C to 410.  

Above 410℃, lignin started to degrade. The difference between the ranges of degradation 

temperature for the hemicellulose (250℃ to 350℃ and 200℃ to 350℃) could be attributed to the 

higher surface area of the wood which can enhance exposure to high temperature.  

These observations were supported by the TGA results which showed higher degradation of 

hemicellulose in softwood (particle size ≤1mm) in the temperature range of 250℃-350℃ 

compared to the degradation of hemicellulose in hardwood (particle size ≤1mm) in the range of 

250℃-350℃. These observations could be explained by the steam generated and water within the 

inner body of softwood. Accordingly, the higher moisture content in the softwood compared to the 

hardwood for both particle sizes showed partial disappearance of the hemicellulose degradation 
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phases (Fig 21). Thus, the higher moisture content affected mass losses; it showed lower mass 

losses of 78.2 wt. %, 80.1 wt. % for softwood with particle size ≤1mm and ≤2mm, respectively, 

compared to mass losses equal to 82.4 wt. % and 82.1 wt. % in hardwood with particle size ≤1mm 

and ≤2mm, respectively. It seems that the higher ratio of hemicellulose in the softwood, which is 

the most unstable compound in the wood, may help to protect the most stable compounds (cellulose 

and lignin) from degradation and loss. This shielding phenomenon helped to reduce mass loss from 

the softwood. With regard to cellulose and lignin, the obvious effect of moisture content was 

shown on their degradation. Lignin can be hydrolyzed by cleavage of the ether bonds, which are 

catalyzed by [H+], and [OH-] or water molecules [220].  

 

For all TGA tests, there were corresponding increases in wood mass (Table 9). Softwood with 

particle size ≤1mm and ≤2mm showed 62.5 wt.% and 54.2 wt.% increase, respectively. However, 

hardwood with particle size ≤1mm and ≤2mm showed 47.3 wt.%, 48.7 wt.% increase, respectively. 

These increases in mass could be attributed to a change in the chemical composition of the wood. 

The results showed a carbon monoxide content of ~80-370 g/kg wood and ~14-25 g/kg wood of 

methane. This increase in mass can be due to the release these compounds (CO and CH4) from the 

surface of the wood during the process (Fig. 21) between 200 to 400℃. Based on the TGA results 

(Fig. 21 and Tables 9), it was found that hardwood with particle size ≤1mm can produce better 

adsorbent due to its lowest thermal degradation of lignin (32.3%).  
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Time 

(min) 

 

 

T (°C)  

 

 

Compound degradation 

Softwood 

Particle size 

Hardwood 

Particle size 

≤ 

 1mm 

≤ 

2mm 

≤ 

1mm 

≤ 

2mm 

Mass loss % 

4.0 30.2 Water desorption   

1.7 

 

4.2 

 

0.2 

 

3.55 8.8 100 

8.8 100 Decomposition of organic 

substances 

 

1.71 

 

0.5 

 

0.5 

 

0.39 23.8 250 

23.8 250 Thermal degradation of 

hemicellulose 

 

31.3 

 

29.2 

 

25.5 

 

20.19 33.7 350 

33.7 350 Thermal degradation of 

cellulose 

 

61.7 

 

61.6 

 

71.1 

 

71.24 
39.7 410 

39.7 410 Thermal degradation of 

lignin 

 

44.4 

 

38.7 

 

32.3 

 

35.5 96.9 983.4 

Total mass loss 140.7  134.3  129.7  130.9  

Actual mass loss 78.2  80.1  82.4   82.1  

Total deposition of CO and CH4 62.5  54.2  47.3  48.7   

Table 9: Mass loss of different types of wood with different particle sizes  

Figure 21: TGA trace of raw materials with particle sizes ≤1mm & ≤2mm 
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4.3.3. Stage 3: Material property assessment  

The properties of the new adsorptive material were assessed by applying various chemical and 

heat conditions to the wood chips in view of understanding the phenomena underlying the 

production of good adsorbents for removing the targeted compound from aqueous solutions. Based 

on the TGA analyses, two pyrolysis temperatures 600℃ and 800℃ were applied to the softwood 

and hardwood samples comprising of two different chip sizes. Thus, eight new materials were 

formulated and used to assess possible correlations between the preparation conditions (applied to 

produce new adsorbents) and the maximum achievable partitioning of the target compound (EE2) 

from the aqueous solutions. 
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4.3.4. Stage 4: Analysis of adsorbent properties  

The properties of the eight new adsorbents were analyzed using FTIR, SEM, and BET under a 

series of pH conditions. Then a comparison was drawn based on the identified properties of parent 

raw materials.  

 

 

 Zero charge measurements  

The zero charge (pHzc) values for the new adsorptive materials generated from softwood or 

hardwood are shown in Figs. 22 and 23.  

 

The results of pHzc measurements showed non-similar surface charges for the eight formulated 

adsorbents. This difference in surface charges was attributed to the different thermal degradation 

extent of the wood components as shown in Tables 9. Below pHzc, the surface charge was found 

to be positive, but above pHzc, the surface charge was negative. 

Based on an extensive literature review regarding the characteristics of the targeted compound 

(EE2), it was found that the positive surface charge of formulated adsorbent could enhance the 

EE2 removal from aqueous solutions. At pH between 2 to 9, EE2 mostly exists in a non-dissociated 

form because the pKa value of EE2 is 10.7. The most efficient EE2 removal is, therefore, expected 

when pH of the aqueous phase is higher than pHzc. To support this argument, the surface organic 

functional groups was analyzed.   
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Figure 23: Zero charge measurements for formulated adsorbent from hardwood  

-2
-1
0
1
2
3
4
5
6
7
8
9

10
11
12
13
14
15
16
17
18
19
20

0 1 2 3 4 5 6 7 8 9 10

Δ
p

H

Initial pH

Zero charge measurements for formulated adsorbents from softwood 

Softwood with particle size= 2mm
at temperature 800C /Zero charge=
2.31

Softwood with particle size=2mm at
temperature 600C / Zero charge=
2.31

Softwood with particle size  =1mm
and at temperature 800C / Zero
charge= 2.31

Softwood with particle size =1mm
at temperature 600C / Zero
charge=2.41

Negative charge 

Positive charge

Figure 22: Zero charge measurements for formulated adsorbents from softwood 
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 Functional groups analysis - Fourier Transform Infrared Spectrometry 

To analyze the organic functional groups, of the raw materials and the generated  adsorbent Fourier 

Transform Infrared Spectrometry (FTIR) with a resolution of 1 cm-1 was used (Fig.24). FTIR 

analysis allowed investigating potential changes to the wood surface using thermal and chemical 

treatments as shown in A1-9 to A1-20.  

 

FTIR was applied to the raw materials (softwood and hardwood) and formulated adsorbents at 

600℃ with particle size ≤1mm (Fig.24). About 50mg of each material was individually dispersed 

in a KBR pellet and subjected to FTIR spectral analysis in the range of 450 to 4000 cm-1.  

 

The results are shown in Fig. 24 and Figs. A1-9 to A1-20, where wave numbers were assigned in 

accordance with previous studies [221, 222]. It was found that cellulose, lignin and hemicelluloses 

were present in all samples. Specifically, the bands at 3334, 78cm-1 were assigned to O=H alcohol. 

However, the O-H stretching vibration also occurred in the same region. G-ring (Guaicyl) and S-

ring (Syrinyl) indicated that the samples were as a hardwood in nature. The bands observed around 

1263, 1158, 1104, 11053, and 1030 cm-1 were typical of lignin.  

 

Equally important, it was found that the applied pyrolysis temperature of 600°C helped to establish 

additional chemical bands on the surface of the hardwood due to a low thermal degradation of 

lignin as shown at 2500-2000 cm-1 for C-OH groups. Vice versa, it caused a disappearance of the 

chemical bands of lignin, specifically, between 2500-2000 cm-1. These results together with the 

findings of the pHzc measurements oriented our focus on adsorbents generated from hardwood 

because their results were strongly consistent with the final results of EE2 removal. Thus, a large 

density of functional groups would exhibit a higher EE2 removal from aqueous solutions. Further 

investigations were carried out by SEM analysis.  
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 Morphology analysis - Scanning Electron - Microscopy images 

SEM images of two types of formulated adsorbents under similar conditions (pyrolysis and particle 

sizes) were employed to assess differences in topography, morphology, surface texture and 

porosity after pyrolysis and chemical activation processes. SEM images (Fig. 25) were captured 

for the formulated adsorbents from: 1. S1T1 before use for EE2 removal; 2. H1T1 before use for 

EE2 removal; 3. H1T1 after use for EE2 removal.  The adsorbent made from softwood with particle 

size ≤1mm had pores along structure (Fig. 25-1). Conversely, the adsorbent made from hardwood 

with particle size ≤1mm showed accumulation of wood particles with no visible pores (Fig.25-2). 

The SEM images with respect to morphology are strongly consistent with the final results of EE2 

removal, thus, an adsorbent with smaller pores, has higher porosity and number of active surface 

sites (Fig.25-3).  

 

Figure 24: FTIR analysis of raw materials and formulated adsorbents (softwood and 

hardwood) with particle size ≤1mm and ≤2mm 

High ratio of C-OH groups 

(FTIR) due to lower thermal 

degradation of lignin (TGA) 
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Figure 25: SEM images for formulated adsorbents from: 1. S1T1; 2. H1T1  

Formulated adsorbent from hardwood (H1T1) after use for EE2 removal 

Formulated adsorbent from softwood (S1T1) before use for EE2 removal 

Formulated adsorbent from hardwood (H1T1) before use for EE2 removal 

1 

2 

3 
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The SEM images in Fig. 25-3 are for adsorbents after centrifugation at 2700 rpm for 30 minutes; 

the supernatants were collected from the mechanical shaking of 30mg/L EE2 concentration in an 

aqueous solution. The SEM images display the morphology of the   adsorbent (NAM) used for 

EE2 removal from the aqueous solution.  Shiny spots shown on the adsorbent surface represent 

EE2 accumulation.  The analysis, showed 82% efficiency in the EE2 removal, and this may be due 

to the presence of a high number of active sites on the adsorbent with small pores. To verify 

porosity effect, surface area measurements were made.  

  

 

 Surface area - Brunauer Emmett Teller (BET) 

The results from the BETs test are shown in Table 10.The NAM was found to exhibit a large 

surface area (5.81m2/g), which is strongly consistent with SEM results and deemed to be 

advantageous for its application in removing EE2 from aqueous solutions.  

  

 

 

 

Table 10: Surface area of the best formulated adsorbent (NAM) 

 

Types of 

adsorbent 

 

 

Sample 

weight (g) 

 

X sect. area 

Å²/mol. 

 

Analysis gas 

 

Time (h) 

 

Area (m²/g) 

 

NAM 

 

 

1.3422 

 

16.2 

 

Nitrogen 

 

 

3 

 

5.81 

 

 

Further to the quality assessment of the formulated adsorptive system (phase 3) testing EE2 

portioning under different pH, the best obtained results showed 82% of EE2 removal as expected. 

Henceforth, the development of a new adsorptive system by modifying the functional groups 

became the objective to enhance the EE2 removal.  For this reason, chitin was used to upgrade the 

formulated adsorptive system.  
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4.4. Results from phase 2: Preparation procedures - Upgraded adsorptive system 

Upgraded adsorptive system (ENAM) was generated by combining the best individual formulated 

adsorbent (NAM) with chitin. Chitin is the second source of the waste material used to enhance 

the best formulated adsorbent from the first source of the waste material (wood). The results of the 

manufacturing procedure were divided into two stages to fully demonstrate the contribution of 

chitin: 1. Material preparation; 2. Adsorbent properties. 

 

 

4.4.1. Stage 1: Material preparation 

This section includes the results from particle size assessment, thermal behavior and mass loss-

thermal gravimetric analysis.   

   

 

 Particle size assessment  

Particle size assessment of chitin was done using a Laser Scattering Particle Size Distribution 

Analyzer- LA-950 (Horiba). The results are shown in Fig. 26.  

  

 

Figure 26: Particle size assessment of chitin  
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Fig. 26 showed that chitin has Mean Size= 54.21790(µm), Variance= 4440.6(µm2), Std. Dev.= 

66.6375(µm), and Mode Size= 2.4260(µm), Span= OFF, Geo. Mean Size= 22.1474(μm), Geo. 

Variance= 2.6678(μm2), Skewness= 1.7329, Kurtosis= 5.5142, and Diameter on Cumulative %= 

(1) 5.000 (%)- 2.2244 (μm) and (9) 90.00 (%)- 157.0602 (μm). This information helped to generate 

information regarding the surface area of chitin, considering that small particle size has a higher 

surface area. 
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 Thermal behavior and a mass loss - Thermal Gravimetric Analysis   

Thermal Gravimetric Analysis (TGA) can show how a material thermally behaves under a range 

of temperatures (30-1000℃) (Fig. 27). The mass loss of the chitin varied between water desorption 

and compounds degradation. For example, in the temperature range of 100℃-250℃, the chitin 

lost was 0.21% of its weight as indicated in the decomposition in the band O-H and N-H. This was 

the lowest loss in mass observed as shown in shown in the Table 11.  

 

 

Table 11: Mass loss of chitin shown by TGA 

 

T (min) 

 

T (°C) 

 

 

Compound degradation 

Mass loss% 

of chitin 

 

4 30.2 Water desorption 0.5 

8.9 100 

8.9 100.1 Decomposition of O─H and N─H 0.21 

23.870 250 

23.879 250.1 Thermal degradation of amide I 39 

37.80 390 

37.81 390.1 Thermal degradation of amide II 72 

43.78 450. 

43.79 450.1 Thermal degradation of C-O-C in 

the glucose ring 

36 

 96.98 982.9 

Total mass loss 82.5 

 

Figure 27: TGA trace of chitin 

 
 

 



109 

 

4.4.2. Stage 2: Adsorbent properties 

This section includes the results from zero charge measurements, organic functional groups 

analyzed by Fourier Transform Infrared Spectrometry, morphology analysed by Scanning 

Electron-Microscopy images, and surface area of adsorptive material measured by Brunauer 

Emmett Teller method.  

 

 

 Zero charge measurements  

Adsorption property, such as zero charge (pHzc) for chitin was analyzed under six pH conditions 

(2-12), where the aqueous solution’s pH was adjusted with HCl and NaOH. Statistical analyses 

were performed for these measurements to find a zero charge of the adsorbent (Fig. 28).  
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Figure 28: Zero charge measurements for chitin 
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Fig. 28 shows that the zero charge of the adsorbent was around 6.6. Below pHpzc (6.6), the surface 

charge was positive and above pHzc (6.6), the surface was more negative. 

The findings of this study, which are in agreement with previously published data, confirmed that 

the positive charge of the formulated adsorbent enhanced the EE2 removal from the aqueous 

solutions. To emphasis, at pH from 2 to 9, EE2 is mostly in a non-dissociated form because the 

pKa value of EE2 is 10.7. The best removal capacity of EE2 can be achieved when the pH of the 

aqueous phase is higher than pHzc. To support these findings, a functional group analysis was 

conducted.  

 

 

 Functional groups analysis - Fourier Transform Infrared Spectrometry 

The results of FTIR on chitin samples are shown in Fig. 29. The main bands in their spectra are 

shown in Table 12. The band of amide II had a higher intensity than the band of amide I that 

proposes an efficient deacetylation (Fig. 29). The increase in the intensity of amide II band 

indicates to NH2 formation groups [223].  

 

Amide bond is often referred to as a peptide bond and consists of two amino acids linked together 

by an amide bond.  Amide I and amide II bands were the two major bands of the chitin infrared 

spectrum. The amide I band (between 1600 and 1700 cm-1) is mainly associated with the C=O 

stretching vibration with a high percentage and represented the most intense absorption band. It is 

primary governed by the stretching vibrations of the C=O and C-N groups. 

 

 Amide II results from the N-H bending vibration with medium percentage and from the C-N 

stretching vibration with a low percentage. It is more complex than amide I. Amide II is mainly 

derived from in-plane N-H bending. The rest of the potential energy arises from the C-N and the 

C-C stretching vibrations. 

 

Because both the C=O and the N—H bonds are connected through hydrogen bonding, the locations 

of both the Amide I and Amide II bands are sensitive to the secondary structure content of chitin. 

Therefore, these bands are considered very important in chitin beside O─H and N─H stretching 

vibration of alcohol, -H the asymmetric and symmetric stretching vibrations of -CH groups 
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because they rendered the chitin a good adsorbent compared to wood. Thus, synthetic adsorbent 

made from wood can be impregnated with chitin to increase the adsorption capacity.   

 

 

 

 

Table 12: FTIR band assignment of chitin  

Wave number cm-1 Band assignment 

3000-3500 O─H and N─H Stretching vibration of alcohol  

2876.54 -H the asymmetric and symmetric stretching vibrations of -CH groups 

1652.12 and 1620.30 amide I (Intensive double absorption bands) 

1552.80 amide II (isolated band) 

1112.86-1427.95 the special β (1-4) glycosidic bond in the polysaccharide unit 

688.67-1066.44 the stretching of C-O-C in the glucose ring 

 

 

Figure 29: FTIR spectra of chitin 
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 Morphology analysis - Scanning Electron-Microscopy images 

Raw chitin seems to be a material with non-significant pores (Fig. 30). However, small-sized 

particles enabled generating a matrix with a high surface area. The SEM images with respect to 

porosity and surface area are strongly consistent with the final results of EE2 removal.    

   

 

 

 

 

 

 

 

 

 

 

 

 

 

 

Chitin 

Figure 30: SEM image of chitin before use for EE2 removal 
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 Surface area of adsorptive material - Brunauer Emmett Teller (BET) 

The results of the BET test on the adsorptive material, are shown in Table 13, and include details 

on adsorbent weight, cross-section area, gas, equilibrium time and surface area. 

BET results showed that chitin had a very high surface area (4.67m2/g), comparable to the NAM 

material. Thus, it is expected to be advantageous for removing EE2 from aquatic solutions.  

The surface area of the upgraded adsorptive system ENAM was expected to be a very high surface 

due to the combined large surface areas of NAM and chitin.  

 

 

 

Table 13: Surface area for chitin and the upgraded adsorptive system (ENAM) 

 

Types of 

adsorbent 

 

 

Sample 

weight (g) 

 

X sect. area 

Å²/mol. 

 

Analysis gas 

 

Time (h) 

 

Area (m²/g) 

 

NAM 

 

1.3422 

 

16.2 

 

Nitrogen 

 

 

3 

 

5.81 

 

 

Chitin 

 

0.139 

 

16.2 

 

Nitrogen 

 

3 

 

4.67 

 

 

ENAM 

 

As a combination between surface areas of NAM with chitin 

 

 

Expected 

too high 

 

 

 

 

An efficiency assessment  (phase 3) of the formulated adsorptive system made from a mixture of 

NAM and chitin (ENAM) was conducted bya series of tests where different pH conditions were 

applied to find the best partitioning of EE2 from water. The results showed that the system had a 

very good EE2 removal efficiency (92%).  To achieve the objective of 99% removal, a new system 

was proposed. This involved the development of a novel electro-adsorptive system (phase 4). It 

was assumed that this system, due to complexity of phenomena, affected both the removal target 

compound and adsorptive particles from aqueous solutions leading to generation of a clear 

effluent.  
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4.5. Results from phase 3: Experimental protocol - Quality assessment  

The experimental protocol included possible combinations of parameters to reach the final 

conclusion. In phase 1, eight types of adsorbents were formulated; however, it was unknown which 

one was the best for the target compound adsorption. In phase 2, the upgraded adsorptive system 

was formulated, but its performance was unknown regarding EE2 removal. Therefore, in phase 3, 

the experimental protocol was designed to assess efficiency of the formulated adsorbents.  

 

 

4.5.1. Stage 1: Sorption kinetics and equilibration time 

Sorption kinetics and equilibration time for the partitioning of EE2 from aquatic environments 

were done using both types of new adsorptive materials made from softwood and hardwood (Figs. 

31 and 32).  

Based on a series of tests, material H1T1 (hardwood expose to 2-hour retention time) was found 

to be the most efficient. The maximum removal capacity from these tests was 47% under a pH of 

7 as shown in Fig.32. EE2 removal under other conditions ranged from 17% to 44%; such low 

removal capacities could be due to the low dosage of the adsorbent (20g/L) or to the high initial 

concentration of EE2 (30mg/L), which may have induced competition of the EE2 molecule to 

reach the active sites present on the adsorbent surface.  As revealed by these results, the second 

objective of this work was to understand the evaluation of the correlation between the eight 

formulated adsorbents with the maximum achievable partitioning of EE2 from aqueous solutions, 

considering the adsorptive material type and manufacturing conditions, such as effect of pyrolysis 

temperature effect and particle size. For example, a significant difference between 47% EE2 

removal using H1T1 and H2T1 with 17% EE2 removal was found. This was confirmed by FTIR 

and TGA analyses (FTIR, A1-11 and A1-12, TGA, Table 9) which showed that H1T1 had a high 

amount of C-OH functional groups due to a high amount of lignin or/and a low thermal degradation 

of lignin (32.3%). Furthermore, when the particle size was higher ≤2mm, which offers higher 

thermal degradation of lignin by heat, a lower number of functional groups and surface area was 

found. In addition, due to a hard access to advanced equipment and equipment sensitivity, limited 

repetition tests were conducted with not enough data for statistical analysis. Thus, experimental 

errors are displayed on all graphical representations and ranged from 5% to 10%.   
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Figure 32: Sorption kinetics and equilibration time of EE2 removal by formulated adsorbents 

from hardwood 

 

 

 

 

Figure 31: Sorption kinetics and equilibration time of EE2 removal by formulated adsorbents 

from softwood 
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4.5.2. Stage 2: Sorption capacities  

A series of tests was performed under constant conditions of pH =7, time =1h, and temperature = 

25℃ to assess the response of EE2 adsorption to change in its initial concentration, namely 30, 48, 

and 50 mg/L.  

The results showed that H1T1 (hardwood material precursor with 1-hour exposure time to 

adsorption) had the highest adsorption capacity of 50% of EE2 removal when EE2 concentration 

in the aqueous solution was 50mg/L (Fig. 33). The increase in the removal capacity of EE2 from 

47% (Fig. 32-EE2=30mg/L) to 50% (Fig. 33-EE2=50mg/L) was attributed to the presence of a 

higher amount of solute adsorbed to the solid phase at equilibrium compared to 30mg/L of EE2.  

 Isotherms models of EE2 adsorption were generated for the following formulated adsorbents: 

S1T1, S1T1, S2T1, S2T2, H1T1, H1T2, H2T1, and H2T2, to describe the adsorption distribution 

on their surfaces (Figs. 34- 41).  
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Figure 34: Freundlich and Langmuir isotherm models of EE2 sorption using S1T1 

 

 

Figure 35: Freundlich and Langmuir isotherm models of EE2 sorption using S1T2 
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Figure 36: Freundlich and Langmuir isotherm models of EE2 sorption using S2T1 

 

 

 

Figure 37: Freundlich and Langmuir isotherm models of EE2 sorption using S2T2 
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Figure 38: Freundlich and Langmuir isotherm models of EE2 sorption using H1T1 

 

 

 

 

 

Figure 39: Freundlich and Langmuir isotherm models of EE2 sorption using H1T2 
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Figure 41: Freundlich and Langmuir isotherm models of EE2 sorption using H2T2 

 
 

Figure 40: Freundlich and Langmuir isotherm models of EE2 sorption using H2T1 
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The study found that Freundlich and Langmuir isotherms were the best models describing the 

adsorption distribution on the surfaces of the formulated adsorbents. Freundlich represents non-

uniform multilayer and heterogeneous adsorption distribution on the surfaces, whereas, Langmuir 

isotherm involves uniform monolayer adsorption distribution on the surfaces and removal of the 

interactive effects of the adsorbate molecules. 

This study demonstrated that the best data fit of adsorbate EE2 mg/L to the formulated adsorbent 

H2T2 for both Freundlich and Langmuir isotherm models (R2=0.99 and 0.98, respectively) as 

shown in Fig. 41. However, that was not enough to infer that H2T2 was the best formulated 

adsorbent among the eight formulated adsorbents. For example, H1T1 showed better properties by 

FTIR and TGA analyses. In addition, H1T1 showed better adsorption capacity under equilibrium 

time, different concentrations, different pH, and as well displayed R2=0.97 and 0.98, respectively 

for Freundlich and Langmuir isotherm models. In addition, H2H2 consumed more energy during 

the pyrolysis process. Simultaneously, these models provide evidence that the formulated 

adsorbents have large surface areas with high active site densities, contrary to S2T1 which showed 

R2=0.20  for Freundlich isotherm models. 

 

 

4.5.3. Stage 3: PH effect  

The pH values (2, 5, 7, and 10) of the aqueous environment affected the adsorption capacity of the 

adsorptive systems with respect to EE2 (Fig. 42). The zero charge values of the formulated 

adsorbents were measured before conducting the tests because they had a strong effect on the 

adsorption capacity. It was assumed that the surface charge of the formulated adsorbents could be 

negative if the pH was below the zero charge and positive if the pH was above the zero charge.  

The uptake of EE2 was highly related to the initial pH of the solution, which in turn influenced the 

surface properties of the adsorbent and ionization of the EE2. Under those circumstances, it was 

observed that the adsorption capacity increased when the aqueous pH increased. Among the eight 

formulated adsorbents, the highest removal capacity (82 %) was found in the case of H1T1 at pH= 

7-10 while the lowest adsorption capacity (42-46%) was identified for S2T2 at pH= 7-10. The 

observed phenomenon can be attributed to the following reasons: 1. Adsorbent properties:  i) 

Lower initial moisture content of H1T1; ii) Higher surface area of H1T1; iii) Higher active sites 

on the H1T1 surface; iv) Lower lignin degradation on H1T1 surface due to lower pyrolysis 
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temperature 600℃; or 2. EE2 behaviour in the aqueous environment: i) At pH ranging from 3 to 

9, EE2 is essentially in non-dissociated form because of the pKa value of EE2 is 10.7; ii) The 

higher adsorption capacity at pH<2 may also be partially related to non-competition of H+ 

adsorption which increased the adsorption of EE2 on the adsorbent.  
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4.5.4. Results from pH effect on upgraded adsorption system (ENAM)  

The results from phase 3 showed the maximum removal of EE2 at pH = 7-10 by 82% (43) using 

the best adsorptive sample (H1T1) produced from waste material (wood chips). However, the new 

material did not achieve the project objective, which was set as over 99% removal efficiency of 

EE2. Therefore, in phase 2, an upgrading of the system was designed by introducing another 

complementary waste material, chitin. It was hypothesized that it can enhance the adsorption of 

EE2 in aqueous system.   

 

The application of a combination of both adsorptive materials resulted in an increase of the EE2 

removal to 90% and 92% under pH 10 and 7, respectively (Fig. 43). This may be due to the large 

number of active sites present on the surface of chitin. However, at this point in time, the enhanced 

new adsorptive system did not achieve the objective of this work yet. It may be due to very fine 

particles of chitin, which were not completely removed from the aqueous solution after filtration. 

Therefore, another upgrading of the system was proposed to attain the research objective. An 

electrochemical method was designed and implemented to consolidate the adsorptive system in 

phase 4.     
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4.6. Results from phase 4: Development of electro adsorptive system  

Phase 4 of the study involved upgrading the technology dedicated to EE2 removal from aqueous 

solutions to an electro-adsorptive system in order to achieve the project objectives. Batch tests was 

conducted in an electrokinetic cell with retention time of 10 to 24 hours as shown in Fig. 44. After 

electrokinetic treatment, the remaining EE2 in the aqueous solution was scanned using UV-VIS 

spectrophotometers (Fig. 45). 

 

 

 

 

Figure 44: Electro-adsorptive system after 9h in EK by ENAM 

 

 

 

The analytical results of the EE2 removal by electro-adsorptive system, which comprised of 

electrocoagulation and settling, were as follows:  
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i) 99.99% EE2 removal (Fig. 46) using a natural adsorbent (chitin) made from the second 

new adsorptive material was achieved. 

 

ii)  91% EE2 removal (Fig. 47) using an adsorbent made from the first new adsorptive 

material (NAM) was attained.  

 

iii) 99.99% EE2 removal (Fig. 48) using an adsorbent made from enhanced new adsorptive 

material (ENAM) was possible. 

 

 

iv) Only 79% EE2 removal (Fig. 49) using a commercial activated carbon adsorbent (CACA) 

made from coconut shell was measured (Siemens, wastes, activated carbon, type: 

AC830C, net wt.: 551-Bs, lot no.: 20879-1). The difference in these results can be 

attributed to possible changes induced by the electro-adsorptive system.  

 

 

Figure 45: Scanned aqueous solution using UV-VIS Spectrophotometers after EE2 removal 

by Iron-Iron, Iron-Al, and Iron-C cells 
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4.6.1. Investigation of electro adsorptive system conditions 

This section investigates the conditions involved in the electro-adsorptive system. Batch 

experiments were performed under stable condition of pH=7, EE2 concentration of 30mg/L, and 

adsorbent dosage of 20g/L with changing electrokinetic cell configurations, voltage applied, and 

adsorbent type in the system. 

 

 

4.6.1.1. Electro adsorptive system by chitin - Impact of electrokietic cell configurations 

Three types of electrokinetic cell configurations were studied to optimize electro-adsorptive 

system. Three-electrode systems with a low DC voltage gradient were tested. To maintain the 

sustainability of the system, simple and non-expensive materials were used as electrodes. The 

distance between the electrodes was also maximized to 5cm. The following combinations of 

electrokinetic (EK) cells were tested: i) Iron: Iron (Fe); ii) Iron: Aluminum (Al); iii) Iron: Carbon 

(C). The EK cells were connected to a power supply using two cables transmitting a voltage of up 

to 60V. In order to increase cost effectiveness, a low voltage of 1V/cm was applied. 

 

During the electro-coagulation process in each configuration, the following mechanisms were 

observed: i) Coagulation of colloidal materials in the aqueous solution; ii) Settling of coagulated 

flocs; iii) Oxidation of the adsorbent surfaces at the anode; iv) Potential oxidation of EE2, which 

due to the applied voltage, might have been insignificant. The collected samples were analyzed 

with respect EE2 removal. The results of the analytical test showed that 99.99% of EE2 was 

removed regardless of the electrodes types, which are indicative of flexibility in electrode use. 

 

A comparison of the results is provided in Fig. 46; it shows the removal percentage of suspended 

particles of used adsorbent (chitin) obtained from each EK cell configuration, where the anode 

material was changed and the cathode was kept as iron. After 10 h, samples were collected from 

the system for analysis. After filtration, it was found that 5.5% particles remained suspended in 

the EK cell solution with the Iron: Iron configuration, as well as 6.2% and 9.0% for configurations 

Iron: Aluminum, and Iron: Carbon, respectively.  

The remaining particles in the solution may be attributed to: i) Very fine size of some flocs (or 

non-affected by EC particles), which were unable to settle by gravitation; ii) Electrostatic forces 
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which were not sufficiently affected by the EK configuration, and which preserved suspension at 

certain level in the aqueous solution.  It was deduced that using iron for both electrodes would be 

useful to increase suspended particle removal of the adsorbents as shown in Fig. 46.   

 

 

 

 

 

 

 

4.6.1.2. Investigation of best conditions for electro adsorptive system: voltage and adsorbents  

An investigation of possible conditions that may enhance the performance of the electro-adsorptive 

system was conducted. After determining the best cathode material among the three EK cell 

configurations, the electro-adsorptive system was studied by changing the adsorptive material and 

voltage.   
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 Electro - adsorptive system by the best formulated adsorbent (NAM) 

In this section, the best adsorbent made from the new adsorptive material (H1T1) was produced 

by pyrolysis of hardwood at 600℃ with particle size ≤1mm. This material showed the best 

adsorptive properties in phase 1 and phase 2. Thus, this type of adsorbent was tested using 

electrocoagulation (EC). The applied conditions were as follows: i) Both electrodes were made 

from iron; ii) Distance between the electrodes was kept 5cm; iii) Three supplied voltages were 

targeted 10, 15, and 20V; iv) EE2 concentration was 30mg/L; v) Adsorbent dosage was 20g/L; vi) 

pH =7; vii) Operating time of the system was 10h; however, it was noticed that most suspended 

particles of the adsorbent settled during the shorter time (7h) and under the low voltage (up to 20V) 

due to their unique surface properties beside their large size. 

 

 This test showed a promising results regarding the removal of suspended particles of the 

adsorbent (Fig. 47) with 91% removal of the EE2.  
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 Electro - adsorptive system by upgraded adsorptive system 

To enhance the adsorbent performance and to increase cost-effectiveness, the adsorbent was 

modified with a new adsorptive material generated from fishery waste. The main purpose of this 

enhancement was to increase the number of functional groups on the adsorbent surface (i.e. create 

more active sites on the surface). In this case, chitin was the choice for the adsorbent enhancement.  

 

The applied conditions for the electrocoagulation test using ENAM were as follows: i) EK cell 

used electrodes made of iron; ii) Distance between the electrodes 5cm; iii) Four supplied voltages 

10, 15, 20, and 30V; iv) EE2 concentration of 30 mg/L; v) Adsorbent dosage of 20g/L; vi) 

Enhancement percentage NAM: Chitin 20:80; vii) pH=7; viii) Operating time was 10h.  

The following mechanisms were involved in this test: i) Electrocoagulation; ii) Settling of big 

adsorbent particles (measured by microns); iii) Floatation of nanoparticles of an adsorbent; iv) 

Oxidation at the anode; v) Deposition on electrodes. It was assumed that these key mechanisms 

may enhance the cost-effectiveness, optimise time consumption, and improve the water quality. 

 

 The results showed 99.99% of EE2 removal from the aqueous solution. Only a negligible 

amount of the adsorbent suspended particles remained in the aqueous solution at the highest 

applied voltage (30V) as shown in Fig. 48.  In this case, the project objective was achieved.  

 

The results showed that such waste enhancement material (chitin) was an ideal choice to improve 

the adsorbent properties of the media. However, it is preferred to be used as an enhancer rather 

than individually because it is difficult to coagulate.  

 

The designed electro-adsorptive system using ENAM represents a promising technology for 

contaminated water treatment because of improvement of water quality with respect to EE2 

removal and probably for other pharmaceutical compounds.  
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4.7. Results from phase 5: Electro adsorptive system - Comparison  

In this chapter, results of a sequence of actions were explained qualitatively and quantitatively to 

unravel the advantages and disadvantages of the adsorptive system for EE2 removal from the 

aqueous solution. A comparison was also established between the formulated adsorptive systems 

with a commercially available adsorptive system.  

  

The formulated adsorptive system was designed from NAM mixed with chitin (ENAM) while the 

commercial adsorptive system (Commercial Activated Carbon Adsorbent (CACA)) was made 

from coconut shells (Siemens, westates, activated carbon, type: AC830C, net wt.: 551-Bs, lot no.: 

20879-1).   

 

Electrocoagulation tests were performed using ENAM and CACA under the following conditions: 

i) Electrodes made from Iron: Iron; ii) Distance between the electrodes 5cm; ii). Three supplied 

voltages: 10, 15, 20, and 30V; iv) EE2 concentration = 30mg/L; v) Adsorbent dosage = 20g/L; vi) 

pH=7; vii) Operating time = 10h.  

 

It was observed that the following mechanisms were involved in the removal process:  i) 

Coagulation of colloidal suspensions; ii) Settling of flocs (measured by micron); iii) Suspension 

of Nano adsorbent particles produced from the surface of the commercial adsorbent due to poor 

adsorbent quality.  

 

 The results from the analytical tests were as follows: i) 79% of EE2 removal from the aqueous 

solution was achieved; ii. 0.8% of the adsorbent material remained as suspended particles at 

the highest applied voltage (30V) as shown in Fig. 49.  

It seems that this CACA is not a suitable matrix for use in electro-adsorptive system due to its low 

removal capacity under high voltage. It was also found that the CACA produced a black soluble 

waste layer, which affected the quality of the aqueous solution. The produced waste could be 

attributed to the surface treatment since CACA is expected to be treated with some types of 

polymer, which can easily dissolve under an electrical field. Moreover, the EE2 removal capacity 

was low due to the presence of a lower number of active sites on the surface. Thus, CACA can be 

considered as a low cost-effective material due to its low manufacturing quality.    
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Moreover, the SEM images with respect to porosity are strongly consistent with the final results 

of EE2 removal; an adsorbent with large pores has lower number of active sites on the surface. A 

number of non-uniform pores was present on the surface of commercial CACA which significantly 

reduced the surface area and number of active sites. Adding chitin to the CACA enhanced the 

surface area and active site density. Although there was an improvement, other issues such as the 

formation of a black soluble waste layer reduced the attractiveness of the CACA system. In 

addition, its low removal capacity under high operating conditions compounded the problem. Fig. 

50 shows the SEM images of CACA taken after electrokinetic (EK) process.  
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Figure 49: Removal% of EE2 and suspended particles of CACA in Iron-Iron EK cell 
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In addition to the images shown in Fig. 50, SEM images were captured for chitin (Fig. 51-1 and 

2), NAM (Fig. 52-1 and 2), and ENAM (Fig. 52-3) before and after application of the electrical 

Commercial adsorbent (CACA) before use for EE2 removal in EK 

Commercial adsorbent (CACA) after use for EE2 removal in EK 

 

CACA mixed with chitin after use for EE2 removal in EK 

 

 

1 

2 

3 

Chitin                                  CACA 

Figure 50: SEM images of CACA before and after its use in EK cell 
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field. The SEM images in Fig. 52-2 show how the electro-coagulating products and pharmaceutical 

contaminants coated the adsorbents (advantage), while Fig. 51-2 shows how the adsorbent has 

been affected by the applied electrical field. The electrical field induced damage in the thin layers 

on the adsorbent surface (disadvantage). Thus, adding chitin to NAM enhanced the active surface 

to improve the removal capacity while preserving undamaged surface layer (Fig.52-3). This is 

advantageous in cases where the adsorbent is expected to be reused several times.  Electro-

damaged surface of chitin can have advantage since this can render the surface more porous and 

generate additional active surfaces.  The images also revealed two mechanisms involved in the 

EE2 removal process: first- a physical mechanism due to the EE2 accumulation and electro-

coagulation precipitation, and second- a chemical mechanism leading to the formation of chemical 

bonding on the adsorbent surface by EE2. 

 

 

 

 

 

 

 

 

 

Chitin before use for EE2 removal 

1 

Chitin after use for EE2 removal in EK 

2 

Thin layers removal 

Figure 51: SEM images of chitin before and after its use in EK cell 
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NAM (H1T1) before use for EE2 removal 

NAM (H1T1) after use for EE2 removal in EK 

 

NAM (H1T1) mixed with chitin after use for EE2 removal in EK 
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EE2 coating 

NAM                                    Chitin 

Figure 52: SEM images of NAM and ENAM before and after their use in EK 

cell 
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4.8. Results from phase 6: Cost effectiveness increase and energy saving 

This section includes results from: 1. Materials distribution optimization model; 2. Energy saving 

during electro-adsorptive system production. 

 

 

 Materials distribution optimization model - Cost effectiveness of delivered materials  

Simulating the proposed materials distribution model in phase 6 using MATLAB (code in 

appendix 2) by the optimal roundtrip for visiting 20 locations (e.g. cities). MATLAB codes are 

shown in Appendix 2. The results showed that before simulation, the roundtrip for visiting one 

city required 4.6 km and 92 km if 20 visits are required. The optimisation showed a useful model 

aiming at reducing the total roundtrip distance to 10 km.  

 

 

 Energy saving optimization model - Tasks combination  

It was assumed to complete a given collection of tasks on a single process that can accommodate 

one job at a time as shown in Table 14.  

In this section, a table model was created to solve an energy problem (Table 14). As an example, 

the manufacturing of a material at lab-scale was considered. Table 14 shows the total required time 

of the manufacturing procedure for the formulated adsorbents by pyrolysis (Fig. 12, stage 3). This 

approach has been useful to solve energy saving problem because it helped to reduce the total 

required time of manufacturing from 80h to 20h. This approach helped to save energy of the entire 

work by a factor of 1/3.  
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Table 14: Required time for each single task under ideal conditions 

 

Time (hour) 

 

Pyrolysis = 600∘C 

 

 

Pyrolysis = 800∘C 

 

Total  

Required 

Time  

 

Optimal 

time  

Task 

1 

Task 

2 

Task 

3 

Task 

4 

Task 

5 

Task 

6 

Task 

7 

Task 

8 

Process time pi 

 

1 1 1 1 1 1 1 1 8 2 

Release time ri 

 

8 8 8 8 8 8 8 8 64 16 

Due time di 

 

8 8 8 8 8 8 8 8 64 16 

Scheduled start xi 

 

9 9 9 9 9 9 9 9 72 18 

Completion time  

(xi + pi) 

10 10 10 10 10 10 10 10 80 20 

Lateness 

(xi + pi − di) 

2 2 2 2 2 2 2 2 16 4 

Legend: Ideal conditions mean the equipment is ready to use. 

Release time is a preparation time before and after using the equipment.  

Due time is regular work hours for institution (e.g. university).  

Scheduled start is a consumed time to finish a sample. 

 

 

 

Furthermore, using chitin without pre-treatment for enhancement of NAM helped to save energy 

and cost by the following procedure:  

The proposed pre-treatment procedure of chitin was assumed by subjecting chitin to heat in order 

to deacetylate its surface functional groups and convert it to chitosan. Then chitin should be 

immersed in the sodium hydroxide solution (NaOH) for 1-2h at room temperature at a ratio of 

1:15-solid: liquid. The resulting samples should be kept in a freezer for 24h at -83℃, and then, 

transferred to an oven at 155℃. The reaction also required agitation at 250rpm for 8h. Finally, the 

mixture should be filtered.  

 

 

https://en.wikipedia.org/wiki/Sodium_hydroxide
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 Energy saving optimization approach - Electro adsorptive system   

To increase cost-effectiveness, performance of the adsorbent was improved by using 20g/L. A low 

adsorbent dosage of 20g/L was used throughout the course of this research to fully remove EE2 

from aqueous solutions. This dosage was a useful criterion since it helped to precisely evaluate the 

optimum properties of the adsorbents, such as surface area. 

In addition, applying a low voltage (10, 15, 20, 30 V/cm) to the electro-adsorptive system for total 

EE2 removal and suspended particles contributed to save energy. 

The results showed 99.99% of EE2 removal from the aqueous solution and the presence of a 

negligible amount of adsorbent suspended particles (ENAM) in the aqueous phase at the highest 

applied voltage (30V) in the electro-adsorptive system. In this case, the project objective was 

achieved. Under similar conditions, the results showed 79% of EE2 removal from the aqueous 

solution and 0.8% residual adsorbent suspended particles for the CACA system at the highest 

applied voltage (30V) in the electro-adsorptive system. As a comparison between the two types of 

adsorbent, the total energy savings are shown in Table 15. The formulated electro-adsorptive 

system helped to save energy by 21%at 5V/cm as compared to the CACA system.   

 

Table 15: Energy saving optimization model by electro-adsorptive systems  

 

Initial 

conditions 

 

ENAM 

 

CACA 

Results under similar conditions  

Total energy 

using CACA 
 

ENAM 

 

CACA 

 

 

removal % 

of EE2 

 

99.99% 

 

 

79% 

 

99.99% 

 

79% 

 

21% 

 

Applied 

Voltage 

 

10 

 

15 

 

20 

 

30 

 

10 

 

15 

 

20 

 

30 

 

30 

 

30 

 

Unknown 

 

Remaining 

particles% 

 

2 

 

1 

 

0.1 

 

0 

 

10 

 

7 

 

3 

 

0.8 

 

0% 

 

0.8% 

 

0.8% 

Required 

energy  

5V/ 1% to  5V/ 3% to  Optimal 100 - 79= 21% 

and 0.8% 

By 21%+ 0.8% 

100% removal 
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Chapter 5: Final conclusion, contributions, and future work 

 

5.1. Final conclusion  

This research study demonstrated that estrogenic compounds in wastewater treatment effluents 

present an elevated risk for both environment and population, thus a new technological approach 

might be developed urgently to remove estrogenic compounds from wastewater treatment effluents 

due to their serious health effects.  

 

This research permitted to develop an electro-adsorptive system for pharmaceutical products’ 

removal from aqueous solutions. The system can be applied in water purification facilities or to 

polish effluents generated by the wastewater treatment plants. This research focused on 17α-

ethynylestradiol (EE2) as a representative of pharmaceuticals since this compound in water might 

be a precursor of many important endocrine impairments in living organisms. To agree with 

sustainable development principles, adsorptive materials were generated based on wasted residues 

from forestry and fishery only. The results showed that hardwood residues expressed better 

adsorptive properties than softwood residues. They had better distribution of porosity, surface area 

and better response to thermal treatment proven by FTIR, BET and TGA, respectively, and UV-

VIS. Then, technological parameters of manufacturing process were developed focusing mainly 

on hardwood residues. The process undergoing: i) Shredding of primary material, ii) Drying, iii) 

Treating under 600oC in absence of air, iv) Activating with phosphoric acid (H3PO4), v) 

Neutralizing, was able to generate new adsorptive material (NAM) having excellent adsorptive 

properties, comparable to commercial activated carbon.   Subsequently, NAM demonstrated the 

capability of EE2 removal by 82% at pH= 7 to 10.  

 

Adsorption phenomena it seems to reduce adequately EDCs in aquatic environment. For example, 

adsorbent derived from a waste softwood showed a maximum adsorption capacity of 42% for EDC 

(EE2), whereas, adsorbent derived from a waste hardwood showed a maximum adsorption 

capacity of 47% for EDC (EE2). These primary results of this test discovered that adsorbent 

derived from the waste hardwood has more active sites on the surface than AC derived from the 

waste softwood. Thus, it was seen that development this type of adsorbent might be a good option 

to increase a cost- effectiveness. Based on the literature review, there is no study yet showed the 
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removal EE2 using a natural waste resource in mixture with AC which might show a higher 

adsorption capacity.  

 

It was also concluded that chitosan and chitin (primary material for chitosan) do not express 

significant differences in the adsorptive process. Subsequently, chitin which did not required a 

costly pre-treatment, was applied. A combination of two adsorbents: chitin as advanced adsorptive 

material and NAM was permitted to achieve the removal of EE2 by 92%.  

 

In this study, the natural waste resource called chitin was a good choice to enhance EE2 removal 

from an aquatic environment. Chitin was mixed with formulated adsorbent to increase adsorbent 

functional groups on the surface. The obtained results of this test showed that 92% of EE2 was 

removed which is prefect, but it is still far away from the expectation. Therefore, Electro-

adsorptive system made from a combination of AC-chitin and electrocoagulation system was the 

option to reach this research objective. In subsequent phase of this study, it was proven that by 

combining ENAM with electrical field in electrokinetic (EK) reactor, the removal of EE2 from 

aqueous solution can reach 99.99%. The study showed that configuration of electrodes Fe-Fe is 

much better than other system of cathode-anode, e.g. Fe-Al or Fe-carbon.  The developed electro-

adsorptive system permitted to remove EE2 from the solution through several paths: i) Adsorption 

into micro-pores of activated NAM; ii) Adsorption to chitin organic surface; iii) electro-

coagulation; iv) Settling/floating; v) Oxidation through radicals produced on electrodes. This 

system showed 99.99% of EE2 removal from the aqueous solution.  

 

In addition, the individual electro-adsorptive system made from ENAM-electrocoagulation system 

was compared with CACA-electrocoagulation to contribute to knowledge about properties and 

behaviours of both system under similar conditions. It was found the synthesized system from 

NAM-chitin and electrocoagulation was much better than a commercial system made CACA-

electrocoagulation in both cases (properties and removal). Theoretically, the performance of 

formulated adsorptive systems was compared with another adsorptive system in previous works 

which showed 95.3% E2 removal by a bone char [215]. It was expected a high performance of 

formulated adsorptive systems under similar conditions in previous works (low concentration of 

E2 from 5.0–9.0 mg L−1 and the high adsorbent dosage of 50g L−1).    
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5.2. Contributions   

The main purpose of this work is to provide a sustainable solution for the removal of a target 

compound (EE2) from water and WWTP effluent. The following factors would be taken in 

consideration to achieve the sustainability of the process:   

  

 

 Development of: 

1) New Material from waste woodchips.  

 

2) Enhanced New Material from waste woodchips and waste seafood carapace. 

 

3) Advanced engineered approach to formulate an adsorptive system. 

 

4) New an electro-adsorptive system where the electrical field changed properties of absorptive 

materials, increased EE2 removal capacity, and increased suspended adsorbent particles 

removal.  

 

5) Removal method of the suspended particle of an adsorbent to achieve maximum extraction of 

adsorbent particles. 

 

 

 Contributions of: 

1) Compare between two types of new adsorptive materials in response to the change in 

manufacturing conditions, for example, pyrolysis, particle size. 

 

2) Knowledge about the properties and behaviours of new materials, considering both 

manufacturing process and application of generated products into environmental engineering.  

 Wood residues properties: Hardwood residues expressed better adsorptive properties than 

softwood residues.  

 Adsorptive ability of combination of various systems: HIT1-S2T2, chitin, ENAM, CACA, 

and electrical field. 
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 Properties and behaviours of new materials based on TGA, FTIR, BET, and SEM. 

 

3) Optimize energy consumption during manufacturing process of new materials by decreasing 

time and temperature.  

 Chitin without pre-treatment for enhancement of NAM. 

 Combining multiple tasks in one task. 

 20g/L as a low dosage of adsorbent to fully remove EE2 from an aqueous solution. 

 

4) Define the best technological conditions. 

 Fe-Fe electrodes configuration 

 Adsorptive surface area 

 Adsorptive surface functional groups 

 Adsorptive compounds 

 Enhancement of adsorptive capability.  

 

5) Knowledge about properties and behaviours of the suspended adsorbent particles under 

different applied voltages in the electrocoagulation process, considering the involved removal 

mechanisms regarding to adsorbent surface properties.   

 Electrocoagulation process of adsorptive materials under various EK configurations.  

 

6) Designing a novel electro-adsorptive system to remove EE2 and suspended particles of 

adsorbents from an aqueous solution. 

 

 Advantages of formulated system (the electro adsorptive system): 

1) High cost-effectiveness. 

2) High removal capacity.  

3) System flexibility to remove a large number of contaminations from an aqueous solution 

regardless their concentration level (Table 4).  

4) System processes combination, such as adsorption, deposition, and oxidation which are able 

to change contaminant properties from a non-removable to removable contaminant. 

5) Reusable adsorbents by chemical treatments. 
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5.3. Future work 

Too many ideas come to the mind for the future research work, such as using different type of a 

waste material, focusing on new removal phenomena, and applying different conditions…etc. 

However, one of the best ideas comes to the mind is to repeat this research work with establishing 

a comparison based on adsorbents made from two different natural waste materials called chitin 

and chitosan to understand a difference between these two waste materials, which are driven from 

the same source. One of them named chitin is already used in this study. Meanwhile, the 

verification of the electro adsorptive system quality can be done by following: 

 

1) Scaling up and verified electro adsorptive system at a large scale.  

 

2) Assessment the cost effectiveness at a pilot scale. 

 

3) Energy saving model extension by applying large scale conditions. 

 

4) Designing electro adsorptive system with at large scale which fitting to continue flow 

conditions. 

 

5) Testing electro-adsorptive system directly on effluent.  

 

6) Establishing a comparison based on adsorbents made from two different natural waste 

materials called chitin and chitosan to understand a difference between these two waste 

materials, which are driven from the same source.  

 

7) Changing a polymer properties (chitin) using new manufacturing conditions. 

 

 

 

 

 

 



144 

 

References 

1. Abdellatif A1 Shafie, Ph.D. Thesis, 2006, Sorption of 17α-Ethynylestradiol in Different Soil 

Environments, Concordia University. 

 

2. K. Kimura, S. Toshima, G. Amy, and Y. Watanabe, 2004, Rejection of Neutral Endocrine 

Disrupting Compounds (EDCs) and Pharmaceutical Active Compounds (PhACs) by RO 

membranes, Membrane Science, volume 245, issue 1.  

 

3. Y. Sun, H. Huang, Y. Sun, C. Wang, X. Lei, and H. Ying, 2013, Ecological Risk of Estrogenic 

Endocrine Disrupting Chemicals in Sewage Plant Effluent and Reclaimed Water, Environmental 

Pollution, volume 180, issue 10. 

 

4. S. Mompelat and B. Thomas, 2009, Occurrence and Fate of Pharmaceutical Products and 

Byproducts from Resource to Drinking Water, Environment International Journal, volume 1, issue 

5. 

 

5. R. Hester and R. Harrison, book, 2011, Marine Pollution and Human Health, Environmental 

Science and Technology, R. Hester (Editor), R. Harrison (Editor). 

 

6. M. Cook, E. Symonds, B. Gerber, A. Hoare, E. Vleet, and M. Breitbart, 2016, Removal of Six 

Estrogenic Endocrine Disrupting Compounds (EDCs) from Municipal Wastewater Using 

Aluminum Electrocoagulation, Molecular Diversity Preservation International and 

Multidisciplinary Digital Publishing Institute, volume 8, issue 4. 

   

7. M. Auriol and A. Tyagi, 2006, Endocrine Disrupting Compounds Removal from Wastewater, 

Process Biochemistry, volume 41, issue 3. 

 

8. D. Kolpin, E. Furlong, M. Meyer, E. Thurman, S. Zaugg, L. Barber, and H. Buxton, 2002, 

Pharmaceuticals, Hormones, and Other Organic Wastewater Contaminants in U.S Streams, 1999-

2000: A National Reconnaissance, USGS Staff. 

  

9. J. Legler, L. Zeinstra, F. Schuitemaker, P. Lanser, J. Bogerd, A. Brouver, A. Vethaak, P. 

Devoogt, A. Murk, and B. Burg, 2002, Comparison of in Vivo and in Vitro Reporter Gene Assays 

for Short Term Screening of Estrogenic Activity, Environmental Science and Technology, volume 

36, issue 20.  

 

10. S. Snyder, P. Westerhoff, Y. Yoon, and D. Sedlak, 2003, Pharmaceuticals, Personal Care 

Products, and Endocrine Disruptors in Water, Environmental Engineering Science, volume 20, 

issue 5. 

 

11. N. Nakada, T. Tanishima, H. Shinohara, K. Kiri, and H. Takada, 2006, Pharmaceutical 

Chemicals and Endocrine Disruptors in Municipal Wastewater in Tokyo and their Removal During 

Activated Sludge Treatment, Water Resource, volume 40, issue 17.  

 

                                                      

https://www.journals.elsevier.com/environment-international
https://www.journals.elsevier.com/environment-international
https://www.amazon.com/R-E-Hester/e/B001HPSZS6/ref=dp_byline_cont_book_1
https://www.amazon.com/s/ref=dp_byline_sr_book_2?ie=UTF8&field-author=R+M+Harrison&text=R+M+Harrison&sort=relevancerank&search-alias=books
https://www.sciencedirect.com/science/journal/13595113
https://www.sciencedirect.com/science/journal/13595113/41/3
https://www.researchgate.net/journal/0013-936X_Environmental_Science_and_Technology
https://www.liebertpub.com/journal/ees
https://www.liebertpub.com/toc/ees/20/5
https://www.liebertpub.com/toc/ees/20/5
https://www.ncbi.nlm.nih.gov/pubmed/?term=Pharmaceutical+Chemicals+and+Endocrine+Disrupters+in+Municipal+Wastewater+in+Tokyo+and+their+Removal+During+Activated+Sludge+Treatment


145 

 

                                                                                                                                                                           
12. B. Tan, D. Harker, J. Muller, F. Leusch, L. Tremblay, and H. Chapman, 2007, Modelling of 

the Fate of Selected Endocrine Disruptors in a Municipal Wastewater Treatment Plant in South 

East Queensland, Australia, Chemosphere (journal), volume 69, issue 4.  

 

13. R. Kumar, B. Tscharke, J. Brien, J. Mueller, C. Wilkins, and L. Padhye, 2019, Assessment of 

Drugs of Abuse in a Wastewater Treatment Plant with Parallel Secondary Wastewater Treatment 

Train, Science of The Total Environment, volume 658, issue 25. 

 

14. D. Nesan, L. Sewell, and D. Kurrasch, 2018, Opening the Black Box of Endocrine Disruption 

of Brain Development, Lessons from the Characterization of Bisphenol A, Hormones and 

Behavior (journal), volume 101, issue 20. 

 

15. U.S. Environmental Protection Agency, 2014, Non-monotonic Dose Response in Studies of 

Endocrine Disrupting Chemicals: Bisphenol A as a Case Study, Dose Response, accessed date 

2018. 

 

16. Environment Canada, 2010, Order Adding a Toxic Substance to Schedule 1 to the Canadian 

Environmental Protection Act, accessed date 2018.  

 

17 . European Chemicals Agency, 2017, MSC Unanimously Agrees that Bisphenol A is an 

Endocrine Disruptor, accessed date 2018.  

 

18. C. Kuo, S. Yang, P. Kuo, and C. Hung, 2012, Immunomodulatory Effects of Environmental 

Endocrine Disrupting Chemicals, International Conference on Food and Drug Safety Assessment, 

volume 28, issue 7S. 

 

19. J. Wei, H. Bin, D. Wei, S. Min, and X. Jun, 2013, Simultaneous Determination of Androgens 

and Progestogen in Surface Water and Sediment by Gas Chromatography Mass Spectrometry, 

Chinese Journal of Analytical Chemistry, volume 41, issue 2. 

 

20. The Major Endocrine Glands in the Human Body Anatomy, Search Engine, accessed date 

2018. 

 

21. M. Ahmed, J. Zhou, H. Ngo, M. Johir, and K. Sornalingam, 2018, Sorptive Removal of 

Phenolic Endocrine Disruptors by Functionalized Biochar, Competitive Interaction Mechanism, 

Removal Efficacy and Application in Wastewater, Chemical Engineering (journal), volume 335, 

issue 1.  

 

22. K. Sornalingam, A. McDonagh, and J. Zhou, 2016, Photo Degradation of Estrogenic Endocrine 

Disrupting Steroidal Hormones in Aqueous Systems, Science of The Total Environment, volume 

550, issue 15. 

  

23. G. Ying, R. Kookana, and P. Dillon, 2003, Sorption and Degradation of Selected Five 

Endocrine Disrupting Chemicals in Aquifer Material, Water Research, volume 37, issue 15.  

 

https://www.ncbi.nlm.nih.gov/pubmed/17418883
https://www-sciencedirect-com.lib-ezproxy.concordia.ca/science/article/pii/S0048969718350125?via%3Dihub#%21
https://www-sciencedirect-com.lib-ezproxy.concordia.ca/science/article/pii/S0048969718350125?via%3Dihub#%21
https://www-sciencedirect-com.lib-ezproxy.concordia.ca/science/article/pii/S0048969718350125?via%3Dihub#%21
https://www-sciencedirect-com.lib-ezproxy.concordia.ca/science/journal/00489697
https://www-sciencedirect-com.lib-ezproxy.concordia.ca/science/journal/00489697/658/supp/C
https://www.sciencedirect.com/science/journal/0018506X
https://www.sciencedirect.com/science/journal/0018506X
https://onlinelibrary.wiley.com/toc/24108650/2012/28/7S
https://onlinelibrary.wiley.com/toc/24108650/2012/28/7S
https://www.sciencedirect.com/science/journal/18722040
https://www.sciencedirect.com/science/journal/18722040/41/2
https://www.sciencedirect.com/science/journal/13858947
https://www.sciencedirect.com/science/journal/13858947/335/supp/C
https://www.sciencedirect.com/science/journal/00489697
https://www.sciencedirect.com/science/journal/00489697/550/supp/C
https://www.sciencedirect.com/science/journal/00489697/550/supp/C
https://www.sciencedirect.com/science/journal/00431354
https://www.sciencedirect.com/science/journal/00431354/37/15


146 

 

                                                                                                                                                                           
24. J. Mansell and J. Drewes, 2004, Fate of Steroidal Hormones during Soil-Aquifer Treatment, 

Ground Water Monitoring and Remediation, volume 24, issue 2.  

 

25. A. Gómez, N. Reyes, M. Martínez, O. García, H. Flores, S. Medina, I. Alvárez, and L. Oliván, 

2016, 17 ÃÂ²-Estradiol Induced Oxidative Stress in Gill, Brain, Liver, Kidney and Blood of 

Common Carp (Cyprinus Carpio), Electronic Journal of Biology, volume 31, issue 2. 

 

26. J. Sumpter and S. Jobling, 1995, Vitellogenesis as a Biomarker for Estrogenic Contamination 

of the Aquatic Environment, Environmental Health Perspectives, volume 103, issue 7.  

 

27. S. Laws, S. Carey, J. Ferrell, G. Bodman, and R. Cooper, 2000, Estrogenic Activity of 

Octylphenol, Nonylphenol, Bisphenol A and Methoxychlor in Rats, Toxicological Sciences, 

volume 54, issue 1.  

 

28. M. Cargouët, D. Perdiz, A. Souali, S. Karolak, and Y. Levi, 2004, Assessment of River 

Contamination by Estrogenic Compounds in Paris Area, Science of The Total Environment, 

volume 324, issue 1. 

 

29. B. Gutendorf and J. Westendorf, 2001, Comparison of an Array of in Vitro Assays for the 

Assessment of the Estrogenic Potential of Natural and Synthetic Estrogens, Phytoestrogens and 

Xenoestrogens, Toxicology (journal), volume 166, issues 1. 

 

30. M. Colucci, H. Brok, and E. Topp, 2001, Persistence of Estrogenic Hormones in Agricultural 

Soils: I. 17β-Estradiol and Estrone, Environmental Quality Abstract - Organic Compounds in the 

Environment, volume 40, issue 6.  

 

31 . M. Colucci, 2001, Persistence of Estrogenic Hormones in Agricultural Soils: II. 17α-

Ethynylestradiol, Environmental Quality, volume 30, issue 6. 

 

32. Contraceptive Ovary Anatomy, Search Engine, accessed date 2018. 

 

33. M. Söffker and C. Tyler , 2012, Endocrine Disrupting Chemicals and Sexual Behaviors in Fish: 

A Critical Review on Effects and Possible Consequences, Toxicology (journal), volume 42, issue 

8. 

 

34. R. Bretveld, C. Thomas, P. Scheepers, G. Zielhuis, and N. Roeleveld, 2006, Pesticide Exposure: 

The Hormonal Function of the Female Reproductive System Disrupted, Reproductive Biology 

Endocrinology, volume 4, issue 30. 

 

35. J. Cui, Y. Shen, and R. Li, 2013, Estrogen Synthesis and Signaling Pathways during Ageing: 

from Periphery to Brain, Trends in Molecular Medicine, volume 19, issue 3. 

 

36 . G. Streck, 2009, Chemical and Biological Analysis of Estrogenic, Progestagenic and 

Androgenic Steroids in the Environment, Trends in Analytical Chemistry, volume 28, issue 6. 

 

http://ejbio.imedpub.com/archive.php
https://www.ncbi.nlm.nih.gov/pmc/articles/PMC1518861/
https://www.sciencedirect.com/science/journal/00489697
https://www.sciencedirect.com/science/journal/0300483X
https://www.sciencedirect.com/science/journal/0300483X/166/1
https://search.proquest.com/pubidlinkhandler/sng/pubtitle/Journal+of+Environmental+Quality/$N/32284/OpenView/197405200/$B/8EFCE25049C74252PQ/1;jsessionid=300C9BF8871507AA061955E1C1C81424.i-08aa85b99dc8db1ab
https://www.ncbi.nlm.nih.gov/pubmed/?term=S%C3%B6ffker%20M%5BAuthor%5D&cauthor=true&cauthor_uid=22697575
https://www.ncbi.nlm.nih.gov/pubmed/?term=Tyler%20CR%5BAuthor%5D&cauthor=true&cauthor_uid=22697575
https://www.tandfonline.com/toc/itxc20/current
https://www.tandfonline.com/toc/itxc20/42/8
https://www.tandfonline.com/toc/itxc20/42/8
https://www.ncbi.nlm.nih.gov/pubmed/?term=Bretveld%20RW%5BAuthor%5D&cauthor=true&cauthor_uid=16737536
https://www.ncbi.nlm.nih.gov/pubmed/?term=Thomas%20CM%5BAuthor%5D&cauthor=true&cauthor_uid=16737536
https://www.ncbi.nlm.nih.gov/pubmed/?term=Scheepers%20PT%5BAuthor%5D&cauthor=true&cauthor_uid=16737536
https://www.ncbi.nlm.nih.gov/pubmed/?term=Zielhuis%20GA%5BAuthor%5D&cauthor=true&cauthor_uid=16737536
https://www.ncbi.nlm.nih.gov/pubmed/?term=Roeleveld%20N%5BAuthor%5D&cauthor=true&cauthor_uid=16737536
https://www.ncbi.nlm.nih.gov/pmc/articles/PMC1524969/
https://www.ncbi.nlm.nih.gov/pmc/articles/PMC1524969/
https://www.ncbi.nlm.nih.gov/pubmed/?term=Cui%20J%5BAuthor%5D&cauthor=true&cauthor_uid=23348042
https://www.ncbi.nlm.nih.gov/pubmed/?term=Shen%20Y%5BAuthor%5D&cauthor=true&cauthor_uid=23348042
https://www.ncbi.nlm.nih.gov/pubmed/?term=Li%20R%5BAuthor%5D&cauthor=true&cauthor_uid=23348042
https://www.sciencedirect.com/science/article/abs/pii/S0165993609000673#!
https://www.sciencedirect.com/science/journal/01659936
https://www.sciencedirect.com/science/journal/01659936/28/6


147 

 

                                                                                                                                                                           
37. S. Laws, S. Carey, J. Ferrell, G. Bodman, and R. Cooper, 2000, Estrogenic Activity of 

Octylphenol, Nonylphenol, Bisphenol A and Methoxychlor in Rats, Toxicological Sciences, 

volume 54, issue 1.  

 

38. S. Rogers, D. Back, and M. Orme,  1987, Intestinal Metabolism of Ethinyloestradiol and 

Paracetamol in Vitro: Studies Using Ussing Chambers, British Journal of Clinical Pharmacology, 

volume 23, issue 6. 

 

39. K. Kublickiene, E. Svedas, B. Landgren, M. Crisby, N. Nahar, H. Nisell, and L. Poston, 2005, 

Small Artery Endothelial Dysfunction in Postmenopausal Women: in Vitro Function, 

Morphology, and Modification by Estrogen and Selective Estrogen Receptor Modulators, Clinical 

Endocrinology & Metabolism, volume 90, issue 11. 

 

40. A. Baerwald and R. Pierson, 2004, Ovarian Follicular Development During the Use of Oral 

Contraception: A Review, Obstetrics and Gynaecology Canada, volume 26, issue 1. 

 

41. K. Gallardo, J. Verbel, and J. Freemanb, 2016, Toxic Genomics to Evaluate Endocrine 

Disrupting Effects of Environmental Chemicals Using the Zebrafish Model, Current Genomics, 

volume 17, issue 6. 

 

42. J. Berg, J. Tymoczko, and L. Stryer, book, 2002, Biochemistry, 5th Edition. 

  

43. C. Campbell, S. Borglin, F. Green, A. Grayson, E. Wozei, W. Stringfellow, 2006, Biologically 

Directed Environmental Monitoring, Fate, and Transport of Estrogenic Endocrine Disrupting 

Compounds in Water: A review, Chemosphere (journal), volume 65, issue 3. 

 

44 . R. Krupadam, P. Sridevi, and S. Sakunthala, 2010, Removal of Endocrine Disrupting 

Chemicals from Contaminated Industrial Groundwater Using Chitin as a Biosorbent, Chemical 

Technology and Biotechnology, volume 86, issue 3. 

 

45. D. Kolpin, E. Furlong, M. Meyer, E. Zaugg, S. Barber, and L. Buxton, 2002, Pharmaceuticals, 

Hormones, and other Organic Wastewater Contaminants in U.S. streams, Environmental Science 

& Technology, volume 36, issue 6.  

 

46 . Z. Tatiana and R. Cortés, book, 2012, Gonadal Sex Steroids: Production, Action and 

Interactions in Mammals, S. Ostojic (Editor). 

 

47 . T. Hanselman, D. Graetz, and A. Wilkie, 2003, Manure Borne Estrogens as Potential 

Environmental Contaminants, Environmental Science & Technology, volume 37, issue 24. 

 

48. A. Hoy and N. rod, 1998, Endocrine Modulating Substances in the Environment: Estrogenic 

Effects of Pharmaceutical Products, Chemical Research in Toxicology, volume 24, issue 1.  

 

49. E. Kandarakis, J. Bourguignon, L. Giudice, R. Hauser, G. Prins, A. Soto, R. T. Zoeller, and A. 

Gore, 2009, Endocrine Disrupting Chemicals: an Endocrine Society Scientific Statement, 

Endocrine Reviews, volume 30, issue 4.  

https://www.ncbi.nlm.nih.gov/pubmed/?term=Back%20DJ%5BAuthor%5D&cauthor=true&cauthor_uid=3606932
https://www.ncbi.nlm.nih.gov/pubmed/?term=Orme%20ML%5BAuthor%5D&cauthor=true&cauthor_uid=3606932
https://bpspubs.onlinelibrary.wiley.com/toc/13652125/1987/23/6
https://www.ncbi.nlm.nih.gov/pubmed/?term=Svedas%20E%5BAuthor%5D&cauthor=true&cauthor_uid=16131583
https://www.ncbi.nlm.nih.gov/pubmed/?term=Landgren%20BM%5BAuthor%5D&cauthor=true&cauthor_uid=16131583
https://www.ncbi.nlm.nih.gov/pubmed/?term=Crisby%20M%5BAuthor%5D&cauthor=true&cauthor_uid=16131583
https://www.ncbi.nlm.nih.gov/pubmed/?term=Nahar%20N%5BAuthor%5D&cauthor=true&cauthor_uid=16131583
https://www.ncbi.nlm.nih.gov/pubmed/?term=Nisell%20H%5BAuthor%5D&cauthor=true&cauthor_uid=16131583
https://www.ncbi.nlm.nih.gov/pubmed/?term=Baerwald%20AR%5BAuthor%5D&cauthor=true&cauthor_uid=14715122
https://www.ncbi.nlm.nih.gov/pubmed/?term=Pierson%20RA%5BAuthor%5D&cauthor=true&cauthor_uid=14715122
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwjRq96dkc7kAhXGJzQIHYVtDXoQFjABegQICRAC&url=https%3A%2F%2Fwww.jogc.com%2F&usg=AOvVaw2ADDj-fJp3kp8X_L0c_TGk
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwjRq96dkc7kAhXGJzQIHYVtDXoQFjABegQICRAC&url=https%3A%2F%2Fwww.jogc.com%2F&usg=AOvVaw2ADDj-fJp3kp8X_L0c_TGk
https://www.ncbi.nlm.nih.gov/pubmed/?term=Caballero-Gallardo%20K%5BAuthor%5D&cauthor=true&cauthor_uid=28217008
https://www.ncbi.nlm.nih.gov/pubmed/?term=Olivero-Verbel%20J%5BAuthor%5D&cauthor=true&cauthor_uid=28217008
https://www.ncbi.nlm.nih.gov/pubmed/?term=Freeman%20JL%5BAuthor%5D&cauthor=true&cauthor_uid=28217008
https://www.ncbi.nlm.nih.gov/pmc/articles/PMC5282603/
https://onlinelibrary.wiley.com/action/doSearch?ContribAuthorStored=Krupadam%2C+Reddithota+J
https://onlinelibrary.wiley.com/action/doSearch?ContribAuthorStored=Sridevi%2C+P
https://onlinelibrary.wiley.com/action/doSearch?ContribAuthorStored=Sakunthala%2C+Sistu
https://onlinelibrary.wiley.com/toc/10974660/2011/86/3
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwj6iZOVwcnkAhVGUhUIHaHkBY0QFjABegQICBAC&url=https%3A%2F%2Fpubs.acs.org%2Fjournal%2Festhag&usg=AOvVaw0Yt71QPyfjipEuysW1RAHJ
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwj6iZOVwcnkAhVGUhUIHaHkBY0QFjABegQICBAC&url=https%3A%2F%2Fpubs.acs.org%2Fjournal%2Festhag&usg=AOvVaw0Yt71QPyfjipEuysW1RAHJ
https://pubs.acs.org/est
https://www.ncbi.nlm.nih.gov/pubmed/?term=Diamanti-Kandarakis%20E%5BAuthor%5D&cauthor=true&cauthor_uid=19502515
https://www.ncbi.nlm.nih.gov/pubmed/?term=Bourguignon%20JP%5BAuthor%5D&cauthor=true&cauthor_uid=19502515
https://www.ncbi.nlm.nih.gov/pubmed/?term=Giudice%20LC%5BAuthor%5D&cauthor=true&cauthor_uid=19502515
https://www.ncbi.nlm.nih.gov/pubmed/?term=Hauser%20R%5BAuthor%5D&cauthor=true&cauthor_uid=19502515
https://www.ncbi.nlm.nih.gov/pubmed/?term=Prins%20GS%5BAuthor%5D&cauthor=true&cauthor_uid=19502515
https://www.ncbi.nlm.nih.gov/pubmed/?term=Soto%20AM%5BAuthor%5D&cauthor=true&cauthor_uid=19502515
https://www.ncbi.nlm.nih.gov/pubmed/?term=Zoeller%20RT%5BAuthor%5D&cauthor=true&cauthor_uid=19502515
https://www.ncbi.nlm.nih.gov/pubmed/?term=Gore%20AC%5BAuthor%5D&cauthor=true&cauthor_uid=19502515
https://www.ncbi.nlm.nih.gov/pubmed/?term=Gore%20AC%5BAuthor%5D&cauthor=true&cauthor_uid=19502515


148 

 

                                                                                                                                                                           
 

50. S. Sengupta, I. Obiorah, P. Maximov, R. Curpan, and V. Jordan, 2013, Molecular Mechanism 

of Action of Bisphenol and Bisphenol A Mediated by Oestrogen Receptor in Growth and 

Apoptosis of Breast Cancer Cells, British Journal of Pharmacology, volume 169, issue 1. 

 

51. A. Gore, V. Chappell, S. Fenton, J. Flaws, A. Nadal, G. Prins, J. Toppari, and R. Zoeller, EDC-

2: The Endocrine Society’s Second Scientific Statement on Endocrine-Disrupting Chemicals, 

Pharmacology and Toxicology (A.C.G.), accessed date 2018. 

 

52. M. Pupo, A. Pisano, and R. Lappano, 2012, Bisphenol A Induces Gene Expression Changes 

and Proliferative Effects through GPER in Breast Cancer Cells and Cancer Associated Fibroblasts, 

Environmental Health Perspectives, volume 120, issue 8. 

 

53. S. Takayanagi, T. Tokunaga, X. Liu, H. Okada, A. Matsushima, and Y. Shimohigashi, 2006, 

Endocrine Disruptor Bisphenol A Strongly Binds to Human Estrogen Related Receptor (ERR) 

with High Constitutive Activity, Toxicology Letters, volume 167, issue 2. 

 

54 . A. Spinello, M. Pavlin, A. Magistrato, and L. Casalino, 2019, A Dehydrogenase Dual 

Hydrogen Abstraction Mechanism Promotes Estrogen Biosynthesis: Can We Expand the 

Functional Annotation of the Aromatase Enzyme?, Chemistry - A European Journal, volume 24, 

Issue 42. 

  

55.A. Leo, C. Hansch, and D. Elkins, 1971, Partition Coefficients and their Uses, Chemical 

Reviews, volume 71, issue 6. 

 

56.  M. Ahmed, J. Zhou, H. Ngo, W. Guo, N. Thomaidis, and J. Xu, 2017, Progress in the 

Biological and Chemical Treatment Technologies for Emerging Contaminant Removal from 

Wastewater, Hazardous Materials, volume 323, issue 5. 

 

57. L. Zhang, P. Fang, L. Yang, J. Zhang, and X. Wang, 2013, Rapid Method for these Parathion 

and Recovery of Endocrine Disrupting Compound Bisphenol AP from Wastewater, American 

Chemical Society, volume 29, issue 12.  

 

58. H. Essandoh, C. Tizaoui, and M. Mohamed, 2017, Removal of Estrone (E1), 17β- estradiol 

(E2) and 17α-ethinylestradiol (EE2) during Soil Aquifer Treatment of a Model Wastewater, 

Separation Science and Technology, volume 47,issue 6. 

 

59. M. Habibi, A. Huyard, M. Esperanza, and A. Bruchet, 2009, Reduction of Endocrine Disruptor 

Emissions in the Environment, Water Research, volume 43, issue 6. 

 

60. J. Jiang, Q. Yin, J. Zhou, and P. Pearce, 2005, Occurrence and Treatment Trials of Endocrine 

Disrupting Chemicals (EDCs) in Wastewaters, Chemosphere (journal), volume 61, issue 4.  

 

61. S. Esplugas, D. Bila, L. Krause, and M. Dezotti, 2007, Ozonation and Advanced Oxidation 

Technologies to Remove Endocrine Disrupting Chemicals (EDCs) and Pharmaceuticals and 

Personal Care Products (PPCPs) in Water Effluents, Hazardous Materials, volume 149, issue 3.  

https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwjEv_XKxMnkAhWEqHEKHYkKDssQFjABegQICBAC&url=https%3A%2F%2Fbpspubs.onlinelibrary.wiley.com%2Fjournal%2F14765381&usg=AOvVaw2l38mvi6CU0STeUzpJiWWY
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwjEv_XKxMnkAhWEqHEKHYkKDssQFjABegQICBAC&url=https%3A%2F%2Fbpspubs.onlinelibrary.wiley.com%2Fjournal%2F14765381&usg=AOvVaw2l38mvi6CU0STeUzpJiWWY
https://www.google.com/search?client=firefox-b-ab&q=Environmental+Health+Perspectives.&sa=X&ved=0ahUKEwj71ZbMxcnkAhVjrHEKHSs2AVwQ7xYILSgA&biw=1280&bih=607
https://www.sciencedirect.com/science/journal/03784274
https://www.sciencedirect.com/science/journal/03784274/167/2
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=Albert++Leo
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=Corwin++Hansch
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=David++Elkins
https://www.sciencedirect.com/science/journal/03043894
https://www.sciencedirect.com/science/journal/03043894/323/part/PA
https://www.tandfonline.com/toc/lsst20/current
https://www.tandfonline.com/toc/lsst20/47/6
https://www.sciencedirect.com/science/journal/00431354
https://www.sciencedirect.com/science/journal/00431354/43/6
https://www.sciencedirect.com/science/journal/00456535
https://www.sciencedirect.com/science/journal/00456535/61/4
https://www.sciencedirect.com/science/journal/03043894
https://www.sciencedirect.com/science/journal/03043894/149/3


149 

 

                                                                                                                                                                           
 

62. A. Zhang, J. Wang, and Y. Li, 2015, Performance of Calcium Peroxide for Removal of 

Endocrine-Disrupting Compounds in Waste Activated Sludge and Promotion of Sludge 

Solubilization, Water Research, volume 15, issue 71.  

 

63. J. Churchley, B. Drage, E. Cope, Y. Narroway, A. Ried, T. Swierk, K. Alexander, and R. 

Kanda, 2011, Performance of Ozone for EDC Removal from Sewage Effluent, International Ozone 

Association.  

 

64 . P. Wester, Y. Yoon, S. Snyder, and E. Wert, 2005, Fate of Endocrine Disruptor, 

Pharmaceutical, and Personal Care Product Chemicals during Simulated Drinking Water 

Treatment Processes, American Chemical Society, volume 12, issue 5.  

 

65. M. Muz, M. Ak, O. Komesli, and C. Gokcay, 2013, An Ozone Assisted Process for Treatment 

of EDC’s in Biological sludge, Chemical Engineering, volume 217, issue 1. 

 

66. R. Rosal, A. Rodríguez, J. Perdigón, A. Petre, E. García, M. Gómez, A. Agüera, and A. 

Fernández, 2010, Occurrence of Emerging Pollutants in Urban Wastewater and their Removal 

through Biological Treatment Followed by Ozonation, Water Research, volume 44, issue 2. 

  

67. J. Kim, S. Kim, C. Lee, H. Kwon, and S. Lee, 2008, A Novel Nano Filtration Hybrid System 

to Control Organic Micropollutants, Desalination (journal), volume 231, issues 1. 

  

68 . H. Shon, S. Vigneswaran, and S. Snyder, 2006, Effluent Organic Matter (EfOM) in 

Wastewater: Constituents, Effects, and Treatment, Critical Reviews in Environmental Science and 

Technology, volume 36, issue 4.  

  

69. Z. Liu, Y. Kanjo, and S. Mizutani, 2009, Removal Mechanisms for Endocrine Disrupting 

Compounds (EDCs) in Wastewater Treatment Physical Means, Biodegradation, and Chemical 

Advanced Oxidation, Science of The Total Environment, volume 407, issue 2. 

  

70 . A. Kumar, S. Mohan, and P. Sarma, 2009, Sorptive Removal of Endocrine Disruptive 

Compound (estriol, E3) from Aqueous Phase by Batch and Column Studies: Kinetic and 

Mechanistic Evaluation, Hazardous Materials, volume 164, issue 2. 

 

71.L. Rizzo, S. Malato, D. Antakyali, V. Beretsou, M. Đolić, W. Gernjak, E. Heath, I. Tumbas, P. 

Karaolia, A. Ribeiro, G. Mascolo, C. McArdell, H. Schaar, A. Silva, and D. Kassinos, 2019, 

Consolidated Vs New Advanced Treatment Methods for the Removal of Contaminants of 

Emerging Concern from Urban Wastewater, Science of The Total Environment, volume 655, issue 

10. 

 

72. M. Barakat, 2011, New Trends in Removing Heavy Metals from Industrial Wastewater, 

Arabian Journal of Chemistry, volume 4, issue 4.  

 

73 . S. Gunatilake, 2015, Methods of Removing Heavy Metals from Industrial Wastewater, 

Multidisciplinary Engineering Science Studies, volume 1, issue 1. 

https://www.ncbi.nlm.nih.gov/pubmed/25613412
https://www.sciencedirect.com/science/journal/13858947
https://www.sciencedirect.com/science/journal/13858947/217/supp/C
https://www.sciencedirect.com/science/journal/00431354
https://www.sciencedirect.com/science/journal/00431354/44/2
https://www.sciencedirect.com/science/journal/00119164
https://www.sciencedirect.com/science/journal/00119164/231/1
https://www.tandfonline.com/toc/best20/current
https://www.tandfonline.com/toc/best20/current
https://www.tandfonline.com/toc/best20/36/4
https://www.sciencedirect.com/science/journal/00489697
https://www.sciencedirect.com/science/journal/00489697/407/2
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwjHrafu0cnkAhXS854KHTduDksQFjABegQIBRAB&url=https%3A%2F%2Fwww.journals.elsevier.com%2Fjournal-of-hazardous-materials&usg=AOvVaw2-q325XunIb9xNo09fww9j
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwjHrafu0cnkAhXS854KHTduDksQFjABegQIBRAB&url=https%3A%2F%2Fwww.journals.elsevier.com%2Fjournal-of-hazardous-materials&usg=AOvVaw2-q325XunIb9xNo09fww9j
https://www.sciencedirect.com/science/article/pii/S0048969718346229#!
https://www.sciencedirect.com/science/article/pii/S0048969718346229#!
https://www.sciencedirect.com/science/article/pii/S0048969718346229#!
https://www.sciencedirect.com/science/article/pii/S0048969718346229#!
https://www.sciencedirect.com/science/article/pii/S0048969718346229#!
https://www.sciencedirect.com/science/article/pii/S0048969718346229#!
https://www.sciencedirect.com/science/article/pii/S0048969718346229#!
https://www.sciencedirect.com/science/article/pii/S0048969718346229#!
https://www.sciencedirect.com/science/journal/00489697
https://www.sciencedirect.com/science/journal/00489697/655/supp/C
https://www.sciencedirect.com/science/journal/18785352
https://www.sciencedirect.com/science/journal/18785352/4/4


150 

 

                                                                                                                                                                           
 

74. A. Abbas, A. Al-Amer, T. Laoui, M. Al-Marri, M. Nasser, and A. Atieh, 2016, Heavy Metal 

Removal from Aqueous Solution by Advanced Carbon Nanotubes, Separation and Purification 

Technology, volume 157, issue 8. 

  

75. T. Kurniawan, G. Chan, W. Lo, and S. Babel, 2006, Physicochemical Treatment Techniques 

for Wastewater Laden with Heavy Metals, Chemical Engineering, volume 118, issues 1.  

 

76. E. Nxumalo, MSc thesis, 2006, Synthesis of Mono-functionalized Cyclodextrin Polymers for 

the Removal of Organic Pollutants from Water, University of Johannesburg. 

 

77. A. Leudjo, K. Pillaya, and X. Yangkou, 2017, Nano Sponge Cyclodextrin Polyurethanes and 

their Modification with Nanomaterials for the Removal of Pollutants from Wastewater, 

Carbohydrate Polymers, volume 159, issue 1. 

 

78. I. Ali, M. Asim, and T. Khan, 2012, Low Cost Adsorbents for the Removal of Organic 

Pollutants from Wastewater, Environmental Management, volume 113, issue 30. 

 

79. M. Amin, A. Alazba, and U. Manzoor, 2014, A review of Removal of Pollutants from Water/ 

Wastewater Using Different Types of Nanomaterials, Advances in Materials Science and 

Engineering, volume 2014, issue 1.  

 

80. G. Crini, 2006, Non-conventional Low Cost Adsorbents for Dye Removal, Bio-resource 

Technology, volume 97, issue 9.  

 

81 . K. Kaishma and M. Chorawala, 2015, Applications of Nanotechnology in Wastewater 

Treatment, International Journal of Innovative and Emerging Research in Engineering, volume 2, 

issue 1.  

 

82. D. Mohan and C. Pittman, 2006, Activated Carbons and Low Cost Adsorbents for Remediation 

of Triand Hexavalent Chromium from Water, Hazardous Materials, volume 137, issue 2.  

 

83. S. Sithole, MSc thesis, 2008, Application of Cyclodextrin Nanoporous Polmers in the Removal 

of Organic Pollutants from Water, University of Johannesburg.  

 

84. A. Demirbas, 2009, Agricultural Based Activated Carbons for the Removal of Dyes from 

Aqueous Solutions, Hazardous Materials, volume 167, issue 1. 

 

85. W. Li, K. Yang, J. Peng, L. Zhang, S. Guo, and H. Xia, 2008, Effects of Carbonization 

Temperatures on Characteristics of Porosity in Coconut Shell Chars and Activated Carbons 

Derived from Carbonized Coconut Shell Chars, Industrial Crops and Products, volume 28, issue 

2. 

 

86. S. Wong, N. Ngadi, I. Inuwa, and O. Hassan, 2018, Recent Advances in Applications of 

Activated Carbon from Bio-waste for Wastewater Treatment, Cleaner Production, volume 175, 

issue 20. 

https://www.sciencedirect.com/science/journal/13835866
https://www.sciencedirect.com/science/journal/13835866
https://www.sciencedirect.com/science/journal/13835866/157/supp/C
https://www.sciencedirect.com/science/journal/13858947
https://www.sciencedirect.com/science/journal/13858947/118/1
https://www.sciencedirect.com/science/journal/01448617
https://www.sciencedirect.com/science/journal/01448617/159/supp/C
https://www.sciencedirect.com/science/journal/03014797
https://www.sciencedirect.com/science/journal/03014797/113/supp/C
https://www.sciencedirect.com/science/journal/09608524
https://www.sciencedirect.com/science/journal/09608524
https://www.sciencedirect.com/science/journal/09608524/97/9
https://www.researchgate.net/journal/0304-3894_Journal_of_Hazardous_Materials
https://www.sciencedirect.com/science/journal/03043894
https://www.sciencedirect.com/science/journal/03043894/167/1
https://www.sciencedirect.com/science/journal/09266690
https://www.sciencedirect.com/science/journal/09266690/28/2
https://www.sciencedirect.com/science/journal/09266690/28/2
https://www.sciencedirect.com/science/journal/09596526
https://www.sciencedirect.com/science/journal/09596526/175/supp/C


151 

 

                                                                                                                                                                           
 

87. Z. Liu, F. Zhang, and J. Wu, 2010, Characterization and Application of Chars Produced from 

Pinewood Pyrolysis and Hydrothermal Treatment, Fuel (journal), volume 89, issue 2. 

 

88. M. Yahya, Z. Al-Qodah, and C. Ngah, 2015, Agricultural Biowaste Materials as Potential 

Sustainable Precursors Used for Activated Carbon Production, Renewable and Sustainable Energy 

Reviews, volume 46, issue 1. 

 

89. M. Buggy, book, 2005, Natural Fibers, Biopolymers, and Bio-composites, A. Mohanty, M. 

Misra, and L. Drzal (Editors), 1st Edition.  

 

90. J. Dias, M. Ferraz, M. Almeida, J. Utrilla, and M. Sánchez, 2007, Waste Materials for Activated 

Carbon Preparation and its Use in Aqueous Phase Treatment, Environmental Management, volume 

85, issue 4. 

 

91. H. Zhonghua and M. Srinivasan, 2001, Mesoporous High Surface Area Activated Carbon, 

Microporous and Mesoporous Materials, volume 43, issue 3. 

 

92. A. Reed and P. Williams, 2004, Thermal Processing of Biomass Natural Fiber Waste by 

pyrolysis, International Journal of Energy Research, volume 28, issue 2. 

 

93 . N. Amri, MSc thesis, 2008, Preparation of Activated Carbons from Waste Types Char 

Impregnated with Potassium Hydroxide and Carbon Dioxide Gasification, University Sains 

Malaysia.  

 

94. B. Jibril, O. Houache, R. Al-Maamari, and B. Al-Rashidi, 2008, Effects of H3PO4 and KOH in 

carbonization of lignocellulosic material, Analytical and Applied Pyrolysis, volume 83, issue 2. 

 

95. V. Rengaswami, J. Venugopal , T. Kumar , L. Miranda, and  S. Ramakrishna, 2010, Agave 

sisalana, a Bio-sorbent for the Adsorption of Reactive Red 120 from Aqueous solution, the Textile 

Institute, volume 101, issue 5. 

 

96. O. Ekpete and M. Horsfall, 2011, Preparation and Characterization of Activated Carbon 

Derived from Fluted Pumpkin Stem Waste, Research Journal of Chemical Sciences, volume1, 

issue 3. 

 

97. R. Fu, L. Liu, W. Huang, and P. Sun, 2003, Studies on the Structure of Activated Carbon Fibers 

Activated by Phosphoric Acid, Applied Polymer Science, volume 87, issue 14 

 

98. A. Lori, A. Lawal, and E. Ekanem, 2000, Active Carbons from Chemically Mediated Pyrolysis 

of Agricultural Wastes: Application in Simultaneous Removal of Binary Mixture of Benzene and 

Toluene from Water, International Journal of Environmental Research, volume 2, issue 4. 

 

99. J. Rosas, J. Bedia, J. Mirasol, and T.Cordero, 2009, HEMP- Derived Activated Carbon Fibers 

by Chemical Activation with Phosphoric Acid, Fuel (journal), volume 88, issue 1. 

 

https://www.sciencedirect.com/science/journal/00162361
https://www.sciencedirect.com/science/journal/00162361/89/2
https://www.sciencedirect.com/science/journal/13640321
https://www.sciencedirect.com/science/journal/13640321
https://www.sciencedirect.com/science/journal/13640321/46/supp/C
https://onlinelibrary.wiley.com/action/doSearch?ContribAuthorStored=Buggy%2C+M
https://www.ncbi.nlm.nih.gov/pubmed/?term=Alvim-Ferraz%20MC%5BAuthor%5D&cauthor=true&cauthor_uid=17884280
https://www.ncbi.nlm.nih.gov/pubmed/?term=Rivera-Utrilla%20J%5BAuthor%5D&cauthor=true&cauthor_uid=17884280
https://www.sciencedirect.com/science/journal/03014797
https://www.sciencedirect.com/science/journal/03014797/85/4
https://www.sciencedirect.com/science/journal/03014797/85/4
https://www.sciencedirect.com/science/journal/13871811
https://www.sciencedirect.com/science/journal/13871811/43/3
https://onlinelibrary.wiley.com/toc/1099114x/2004/28/2
https://www.sciencedirect.com/science/article/pii/S0165237008000958#!
https://www.sciencedirect.com/science/article/pii/S0165237008000958#!
https://www.sciencedirect.com/science/article/pii/S0165237008000958#!
https://www.sciencedirect.com/science/article/pii/S0165237008000958#!
https://www.sciencedirect.com/science/journal/01652370
https://www.sciencedirect.com/science/journal/01652370/83/2
https://www.tandfonline.com/author/Venugopal%2C+Jayarama+Reddy
https://www.tandfonline.com/author/Kumar%2C+Thamdiannan+Senthil
https://www.tandfonline.com/author/Miranda%2C+Lima+Rose
https://www.tandfonline.com/toc/tjti20/current
https://www.tandfonline.com/toc/tjti20/current
https://www.tandfonline.com/toc/tjti20/101/5
https://onlinelibrary.wiley.com/action/doSearch?ContribAuthorStored=Fu%2C+Ruowen
https://onlinelibrary.wiley.com/action/doSearch?ContribAuthorStored=Liu%2C+Ling
https://onlinelibrary.wiley.com/action/doSearch?ContribAuthorStored=Huang%2C+Wenqiang
https://onlinelibrary.wiley.com/action/doSearch?ContribAuthorStored=Sun%2C+Pingchun
https://onlinelibrary.wiley.com/toc/10974628/2003/87/14
https://ijer.ut.ac.ir/issue_4_15_.html
https://www.sciencedirect.com/science/article/pii/S0016236108003177#!
https://www.sciencedirect.com/science/article/pii/S0016236108003177#!
https://www.sciencedirect.com/science/article/pii/S0016236108003177#!
https://www.sciencedirect.com/science/article/pii/S0016236108003177#!
https://www.sciencedirect.com/science/journal/00162361
https://www.sciencedirect.com/science/journal/00162361/88/1


152 

 

                                                                                                                                                                           
100. W. Li, K. Yang, J. Peng, L. Zhang, S. Guo, and H. Xia, 2008, Effects of Carbonization 

Temperatures on Characteristics of Porosity in Coconut Shell Chars and Activated Carbons 

Derived from Carbonized Coconut Shell Chars, Industrial Crops and Products, volume 28, issue 

2. 

 

101 . M. Suzuki , 1994, Activated Carbon Fibers: Fundamentals and Applications, Carbon 

(journal), volume 32, issue 4. 

 

102 . Z. Hu, M. Srinivasan, and Y. Ni, 1999, Preparation of Mesoporous High Surface Area 

Activated Carbon, Advanced Material (journal), volume 12, issue 1. 

 

103. N. Phan, S. Rio, C. Faur, L. Coq, P. Cloirec, and T. Nguyen, 2006, Production of Fibrous 

Activated Carbons from Natural Cellulose (Jute, Coconut) Fibers for Water Treatment 

Applications, Carbon (journal), volume 44, issue 12. 

 

104. W. Yuxin, L. Congmin, and Z. Yaping, 2008, Preparation and Adsorption Performances of 

Mesoporous-Enriched Bamboo Activated Carbon, Frontiers of Chemical Engineering in China, 

volume 2, issue 4. 

 

105. M. Onat, U. Vaidya, J. Balanay, and C. Lungu, 2018, Preparation and Characterization of 

Flax, Hemp and Sisal Fiber-Derived Mesoporous Activated Carbon Adsorbents, Adsorption 

Science & Technology, volume 36, issue 4.  

 

106. M. Zbair, K. Ainassaari, A. Drif1, S. Ojala, M. Bottlinger, M. Pirilä, R. Keiski, M. Bensitel, 

and R. Brahmi1, 2018, Toward New Benchmark Adsorbents: Preparation and Characterization of 

Activated Carbon from Argan Nut Shell for Bisphenol A Removal, Environmental Science and 

Pollution Research, volume 25, issue 2. 

 

107. M. Elazzouzi, K. Haboubi, and M. Elyoubi, 2017, Electrocoagulation Flocculation as a Low-

Cost Process for Pollutants Removal from Urban Wastewater, Chemical Engineering Research 

and Design, volume 117, issue 3. 

 

108. Ş. İrdemez, Y. ŞevkiYildiz, and V. Tosunoğlu, 2006, Optimization of Phosphate Removal 

from Wastewater by Electrocoagulation with Aluminum Plate Electrodes, Separation and 

Purification Technology, volume 52, issue 2.  

 

109. K. Cheballah, A. Sahmoune, K. Messaoudi, N. Drouiche, and H. Lounici, 2015, Simultaneous 

Removal of Hexavalent Chromium and COD from Industrial Wastewater by Bipolar 

Electrocoagulation, Chemical Engineering and Processing: Process Intensification, volume 96, 

issue 4. 

 

110. H. Särkkä, A. Bhatnagar, and M. Sillanp, 2015, Recent Developments of Electro-Oxidation 

in Water Treatment, Electroanalytical Chemistry, volume 754. Issue 4. 

 

111. C. Chiou, book, 2002, Partition and Adsorption of Organic Contaminants in Environmental 

Systems, Environmental Chemistry, 1st Edition. 

https://www.sciencedirect.com/science/article/abs/pii/S0926669008000332#!
https://www.sciencedirect.com/science/journal/09266690
https://www.sciencedirect.com/science/journal/09266690/28/2
https://www.sciencedirect.com/science/journal/09266690/28/2
https://www.sciencedirect.com/science/article/pii/0008622394900752#!
https://www.sciencedirect.com/science/journal/00086223
https://www.sciencedirect.com/science/journal/00086223/32/4
https://onlinelibrary.wiley.com/action/doSearch?ContribAuthorStored=Hu%2C+Z
https://onlinelibrary.wiley.com/action/doSearch?ContribAuthorStored=Srinivasan%2C+M+P
https://onlinelibrary.wiley.com/action/doSearch?ContribAuthorStored=Ni%2C+Y
https://onlinelibrary.wiley.com/toc/15214095/2000/12/1
https://www.sciencedirect.com/science/article/pii/S0008622306003150#!
https://www.sciencedirect.com/science/article/pii/S0008622306003150#!
https://www.sciencedirect.com/science/article/pii/S0008622306003150#!
https://www.sciencedirect.com/science/journal/00086223
https://www.sciencedirect.com/science/journal/00086223/44/12
https://link.springer.com/journal/11705
https://link.springer.com/journal/11705/2/4/page/1
https://journals.sagepub.com/doi/full/10.1177/0263617417700635
https://journals.sagepub.com/doi/full/10.1177/0263617417700635
https://journals.sagepub.com/doi/full/10.1177/0263617417700635
https://journals.sagepub.com/doi/full/10.1177/0263617417700635
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwjXz7unjsrkAhULheAKHT0cBRcQFjABegQICRAC&url=https%3A%2F%2Flink.springer.com%2Fjournal%2F11356&usg=AOvVaw3qDHgH2S8sTBfS-3RzqAqP
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwjXz7unjsrkAhULheAKHT0cBRcQFjABegQICRAC&url=https%3A%2F%2Flink.springer.com%2Fjournal%2F11356&usg=AOvVaw3qDHgH2S8sTBfS-3RzqAqP
https://www.sciencedirect.com/science/journal/02638762
https://www.sciencedirect.com/science/journal/02638762
https://www.sciencedirect.com/science/journal/02638762/117/supp/C
https://www.sciencedirect.com/science/article/pii/S1383586606001857#!
https://www.sciencedirect.com/science/article/pii/S1383586606001857#!
https://www.sciencedirect.com/science/article/pii/S1383586606001857#!
https://www.sciencedirect.com/science/journal/13835866
https://www.sciencedirect.com/science/journal/13835866
https://www.sciencedirect.com/science/journal/13835866/52/2
https://www.sciencedirect.com/science/article/abs/pii/S0255270115300866#!
https://www.sciencedirect.com/science/article/abs/pii/S0255270115300866#!
https://www.sciencedirect.com/science/article/abs/pii/S0255270115300866#!
https://www.sciencedirect.com/science/journal/02552701
https://www.sciencedirect.com/science/journal/02552701/96/supp/C
https://www.sciencedirect.com/science/journal/15726657
https://www.sciencedirect.com/science/journal/15726657/754/supp/C
https://www.wiley.com/en-ca/Chemistry/Environmental+Chemistry-c-CH20


153 

 

                                                                                                                                                                           
 

112 . R. Yong, A. Mohamed, and B. Warkentin, book, 1992, Principles of Contaminant 

Transportation in Soils, 1st Edition. 

 

113. R. Yong, book, 2001, Geo-Environmental Engineering: Contaminated Soils, Pollutant Fate 

and Migration, 1st Edition. 

 

114. M. Cruz, M. Alda, and D. Barcelo, 2003, Environmental Behavior and Analysis of Veterinary 

and Human Drugs in Soils, Sediments and Sludge, TRAC Trends in Analytical Chemistry, volume 

22, issue 6. 

 

115 . T. Hanselman, D. Graetz, and A. Wilkie, 2003, Manure-Borne Estrogens as Potential 

Environmental Contaminants, Environmental Science & Technology, volume 13, issue 3. 

 

116. R. Holbrook, J. Novak, T. Grizzard, and N. Love, 2002, Estrogen Receptor Agonist Fate 

during Wastewater and Bio-Solids Treatment Processes, Environmental Science & Technology, 

volume 12, issue 5. 

 

117. H. Huang and D. Sedlak, 2001, Analysis of Estrogenic Hormones in Municipal Wastewater 

Effluent and Surface Water Using Enzyme-Linked Immunosorbent Assay and Gas 

Chromatography/ Tandem Mass Spectrometry, Environmental Toxicology Chemistry, volume 20, 

issue 1. 

 

118. K. Lai, K. Johnson, M. Scrimshaw, and J. Lester, 2000, Binding of Waterborne Steroid 

Estrogens to Solid Phases in River and Estuarine Systems, Environmental Science & Technology, 

volume 34, issue 18. 

 

119. A. Layton, B. Gregory, J. Seward, T. Schultz, and G. Sayler, 2000, Mineralization of Steroidal 

Hormones by Bio-Solids in Wastewater Treatment Systems in Tennessee U.S.A, Environmental 

Science & Technology, volume 34, issue 18. 

 

120. W. Shi, L. Wang, D. Rousseau, P. Lens, 2010, Removal of Estrone, 17alpha-ethinylestradiol, 

and 17beta-estradiol in Algae and Duckweed-Based Wastewater Treatment Systems, 

Environmental Science and Pollution Research, volume 17, issue 4.  

 

121. M. Petrovic, E. Eljarrat, M. Alda, and D. Barcelo, 2001, Analysis and Environmental Levels 

of Endocrine Disrupting Compounds in Freshwater Sediments, TRAC Trends in Analytical 

Chemistry, volume 20, issue 11. 

 

122. M. Adeel, X. Song, Y. Wang, D. Francis, and Y. Yang, 2013, Environmental Impact of 

Estrogens on Human, Animal and Plant Life: A Critical Review, Environment International, 

volume 99, issue 107. 

 

123. M. Alda, A. Gil, E. Paz, and D. Barcelo, 2002, Occurrence and Analysis of Estrogens and 

Progestogens in River Sediments by Liquid Chromatography-Electrospray Mass Spectrometry,  

Analyst Journal-Royal Society of Chemistry, volume 127, issue 10. 

https://www.sciencedirect.com/science/journal/01659936
https://www.sciencedirect.com/science/journal/01659936/22/6
https://www.sciencedirect.com/science/journal/01659936/22/6
https://pubs.acs.org/est
https://pubs.acs.org/est
https://www.google.com/search?client=firefox-b-ab&q=Environmental+Toxicology+Chemistry&sa=X&ved=0ahUKEwil9driksrkAhVrp1kKHQS4AG0Q7xYILigA&biw=1280&bih=607
https://pubs.acs.org/est
https://pubs.acs.org/est
https://pubs.acs.org/est
https://www.ncbi.nlm.nih.gov/pubmed/?term=Wang%20L%5BAuthor%5D&cauthor=true&cauthor_uid=20213308
https://www.sciencedirect.com/science/journal/01659936
https://www.sciencedirect.com/science/journal/01659936
https://www.sciencedirect.com/science/journal/01659936/20/11
https://www.sciencedirect.com/science/article/pii/S0160412016304494#!
https://www.sciencedirect.com/science/article/pii/S0160412016304494#!
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=1&cad=rja&uact=8&ved=2ahUKEwjTpo7clMrkAhVnp1kKHY7iBugQFjAAegQIBxAC&url=https%3A%2F%2Fwww.journals.elsevier.com%2Fenvironment-international&usg=AOvVaw1BiqUTVs7YeqB324x1-O2b
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=1&cad=rja&uact=8&ved=2ahUKEwjTpo7clMrkAhVnp1kKHY7iBugQFjAAegQIBxAC&url=https%3A%2F%2Fwww.journals.elsevier.com%2Fenvironment-international&usg=AOvVaw1BiqUTVs7YeqB324x1-O2b
https://www.rsc.org/journals-books-databases/about-journals/analyst/
https://www.rsc.org/journals-books-databases/about-journals/analyst/


154 

 

                                                                                                                                                                           
 

124. T. Temes, 2001, Analytical Methods for the Determination of Pharmaceuticals in Aqueous 

Environmental Samples, TRAC Trends in Analytical Chemistry, volume 20, issue 8. 

 

125. F. Casey, G. Larsen, H. Hakk, and J. Simunek, 2003, Fate of Transport of 17β-estradiol in 

Soil-Water Systems, Environmental Science & Technology, volume 37, issue 11. 

 

126. D. John, W. House, and G. White, 2000, Environmental Fate of Nonylphenolethoxylates: 

Differential Adsorption of Homologs to Components of River Sediment, Environmental 

Toxicology and Chemistry, volume 19, issue 2. 

 

127 . I. Verstraeten, T. Heberer, J. Vogel, T. Speth, S. Zuehlke, and U. Duennbier, 2003, 

Occurrence of Endocrine-Disrupting and Other Wastewater Compounds During Water Treatment 

with Case Studies from Lincoln, Nebraska and Berlin, Germany, Practice Periodical of Hazardous, 

Toxic, and Radioactive Waste Management, volume 7, issue 4.  

 

128 . A. Johnson, C. White, T. Besien, and M. Jurgens, 1998, The Sorption Potential of 

Octylphenol, a Xenobiotic Oestrogen, to Suspended and Bed Sediments Collected from Industrial 

and Rural Reaches of Three English Rivers, Science of The Total Environment, volume 12, issue 

2. 

 

129. L. Lee, T. Strock, A. Sarmah, and P. Rao, 2003, Sorption and Dissipation of Testosterone, 

Estrogens, and their Primary Transformation Products in Soil and Sediments, Environmental 

Science & Technology, volume 37, issue 18. 

 

130. L. Shore, M. Gurevitz, and M. Shemesh, 1993, Estrogen as an Environment Pollutant, 

Bulletin of Environmental Contamination and Toxicology, volume 51, issue 3. 

 

131. W. Huang, M. Schlautman, and W. Weber, 1996, A Distributed Reactivity Model for Sorption 

by Soils and Sediments, the Influence of Near-Surface Characteristics in Mineral Domains, 

Environmental Science & Technology, volume 30, issue 10. 

 

132. H. Kim, T. Phenrat, R. Tilton, and G. Lowry, 2012, Effect of Kaolinite, Silica Fines and pH 

on Transport of Polymer-Modified Zero Valent Iron Nano-Particles in Heterogeneous Porous 

Media, Colloid and Interface Science, volume 370, issue 1.  

 

133. C. Hoogendam, A. Keizer, M. Stuart, B. Bijsterbosch, J. Smit, J. Dijk, P. Horst, and J. 

Batelaan, 1998, Persistence Length of Carboxymethyl Cellulose As Evaluated from Size Exclusion 

Chromatography and Potentiometric Titrations, Macromolecules (journal), volume 31, issue 18. 

 

134. F. Boudrahem, F. Benissad, and A. Soualah, 2011, Adsorption of Lead (II) from Aqueous 

Solution by Using Leaves of Date Trees as an Adsorbent, Chemical & Engineering Data, volume 

56, issue 5. 

 

https://www.sciencedirect.com/science/journal/01659936
https://www.sciencedirect.com/science/journal/01659936/20/8
https://pubs.acs.org/est
https://ascelibrary.org/toc/pphmf8/7/4
https://pubs.acs.org/est
https://pubs.acs.org/est
https://link.springer.com/journal/128
https://link.springer.com/journal/128/51/3/page/1
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=Weilin++Huang
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=Mark+A.++Schlautman
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=Walter+J.++Weber
https://pubs.acs.org/est
https://www.sciencedirect.com/science/journal/00219797
https://www.sciencedirect.com/science/journal/00219797/370/1
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=C.+W.++Hoogendam
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=A.++de+Keizer
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=M.+A.++Cohen+Stuart
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=B.+H.++Bijsterbosch
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=J.+A.+M.++Smit
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=J.+A.+P.+P.++van+Dijk
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=P.+M.++van+der+Horst
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=J.+G.++Batelaan
https://pubs.acs.org/action/doSearch?field1=Contrib&text1=J.+G.++Batelaan
https://pubs.acs.org/doi/full/10.1021/ma971032i
https://pubs.acs.org/doi/full/10.1021/ma971032i
https://pubs.acs.org/macromolecules
https://pubs.acs.org/jced


155 

 

                                                                                                                                                                           
135. A. Mahapatra, B. Mishra, and G. Hota, 2013, Electro Spun Fe2O3–Al2O3 Nanocomposite 

Fibers as Efficient Adsorbent for Removal of Heavy Metal Ions from Aqueous Solution, 

Hazardous Materials, volumes 258, issue 15.  

 

136. G. Jozefaciuk, A. Muranyi, and T. Alekseeva, 2002, Effect of Extreme Acid and Alkali 

Treatment on Soil Variable Charge, Geoderma (journal), volume 109, issue 3 

 

137. K. Katari and L. Tauxe, 2000, Effect of pH and Salinity on the Intensity of Magnetization in 

Redeposited Sediments, Earth and Planetary Science Letters, volume 181, issue 4. 

 

138. M. McBride, book, 1994, Environmental Chemistry of Soils, Oxford University Press, 1st 

Edition. 

 

139. D. Sverjensky and N. Sahai, 1996, Theoretical Prediction of Single-Site Surface Protonation 

Equilibrium Constants for Oxides and Silicates in Water, Geochimica et Cosmochimica Acta, 

volume 60, issue 20. 

 

140 . T. Schicksnus and C. Goymann, 2000, 17α-Estradiol Solubility in Aqueous Systems 

Influence of Ionic strength, pH and Adsorption to Packaging Material, Institut Für Pharmaz 

Eutische Technologie, volume 1, issue 1. 

 

141. W. Xie, W. Shiu, and D. Mackay, 1997, D. A review of the Effect of Salts on the Solubility 

of Organic Compounds in Seawater, Marine Environmental Research, volume 44, issue 4. 

 

142. A. Shareef, M. Angove, J. Wells, and B. Johnson, 2006, Aqueous Solubilities of Estrone, 

17β-Estradiol, 17α-Ethynylestradiol, and Bisphenol A, Chemical & Engineering Data, volume 53, 

issue 1. 

 

143. T. Emmerik, M. Angove, B. Johnson, J. Wells, and M. Fernandes, 2003, Sorption of 17β-

estradiol onto Selected Soil Minerals, Colloid and Interface Science, volume 266, issue 1. 

 

144. W. Jaynes, and S. Boyd, 1991, Hydrophobicity of Siloxane Surfaces in Smectites as Revealed 

by Aromatic Hydrocarbon Adsorption from Water, Clays and Clay Minerals, volume 39, issue 4,  

 

145. Z. Yu, B. Xiao, W. Huang, and P. Peng, 2004, Sorption of Steroid Estrogens to Soils and 

Sediments, Environmental Toxicology and Chemistry, volume 23, issue 3. 

 

146. M. Chibban, M. Zerbet, G. Carja, and F. Sinan, 2012, Application of Low-Cost Adsorbents 

for Arsenic Removal, a review, Environmental Chemistry and Ecotoxicology, volume 4, issue 5. 

 

147. S. Banerjee and M. Chattopadhyaya, 2013, Adsorption Characteristics for the Removal of a 

Toxic dye, Tartrazine from Aqueous Solutions by a Low Cost Agricultural By-product, Arabian 

Journal of Chemistry, volume 10, issue 2. 

 

https://www.sciencedirect.com/science/journal/03043894
https://www.sciencedirect.com/science/journal/03043894/258/supp/C
https://www.sciencedirect.com/science/journal/00167061
https://www.sciencedirect.com/science/journal/00167061/109/3
https://www.sciencedirect.com/science/journal/0012821X
https://www.sciencedirect.com/science/journal/0012821X/181/4
https://www.sciencedirect.com/science/article/pii/0016703796002074#!
https://www.sciencedirect.com/science/article/pii/0016703796002074#!
https://www.sciencedirect.com/science/journal/00167037
https://www.sciencedirect.com/science/journal/00167037/60/20
https://www.sciencedirect.com/science/journal/01411136
https://www.sciencedirect.com/science/journal/01411136/44/4
https://pubs.acs.org/jced
https://www.sciencedirect.com/science/article/pii/S0021979703005976#!
https://www.sciencedirect.com/science/article/pii/S0021979703005976#!
https://www.sciencedirect.com/science/article/pii/S0021979703005976#!
https://www.sciencedirect.com/science/article/pii/S0021979703005976#!
https://www.sciencedirect.com/science/article/pii/S0021979703005976#!
https://www.sciencedirect.com/science/journal/00219797
https://www.sciencedirect.com/science/journal/00219797/266/1
https://link.springer.com/journal/42860
https://link.springer.com/journal/42860/39/4/page/1
https://setac.onlinelibrary.wiley.com/toc/15528618/2004/23/3
https://www.sciencedirect.com/science/article/pii/S187853521300169X#!
https://www.sciencedirect.com/science/article/pii/S187853521300169X#!
https://www.sciencedirect.com/science/journal/18785352
https://www.sciencedirect.com/science/journal/18785352
https://www.sciencedirect.com/science/journal/18785352/10/supp/S2


156 

 

                                                                                                                                                                           
148. A. Takaa, K. Pillaya, and X. Mbiandaa, 2017, Nanosponge Cyclodextrin Polyurethanes and 

their Modification with Nanomaterials for the Removal of Pollutants from Waste Water, 

Carbohydrate Polymers, volume 159, issue 1. 

 

149. L. Yang, Z. Shahrivari, P. Liu, M. Sahimi, and T. Tsotsis, 2005, Removal of Trace Levels of 

Arsenic and Selenium from Aqueous Solutions by Calcined and Unclaimed Layered Double 

Hydroxides (LDH), Industrial & Engineering Chemistry Research, volume 44, issue 17. 

 

150. Canadian Species of Visually Graded Lumber, Search Engine, accessed date 2018. 

 

151. Characteristics of Wood Species, Search Engine, accessed date 2018. 

 

152. F. Huang and S. Jin, 2019, Investigation of Biomass (Pine Wood) Gasification: Experiments 

and Aspen Plus Simulation, Energy Science & Engineering, volume 7, issue 4. 

 

153. M. Pottie and D. Guimier, 1985, Preparation of Forest Biomass for Optimal Conversion, 

Biomass and Bioenergy, volume 35, issue 11.  

 

154. M. Manzone, 2015, Efficiency of a Compactor in Wood Chip Volume Reduction, Biomass 

and Bioenergy, volume 80, issue 1.  

 

155. R. Spinelli, C. Nati, L. Sozzi, N. Magagnotti, and G. Picchi, 2011, Physical Characterization 

of Commercial Woodchips on the Italian Energy Market, Fuel (journal), volume 90, issue 6. 

 

156. P. Hakkila, 2006, Factors Driving the Development of Forest Energy in Finland, Sustainable 

Production Systems for Bioenergy: Impacts on Forest Resources and Utilization of Wood for 

Energy, Biomass and Bioenergy, volume 30, issue 4. 

 

157. M. Labrecque and T. Teodorescu, 2005, Field Performance and Biomass Production of 12 

Willow and Poplar Clones in Short-Rotation Coppice in Southern Quebec (Canada), Biomass and 

Bioenergy, volume 29, issue 1. 

 

158. J.E. Mattsson, 1997, Tendency to Bridge over Openings for Chopped Phalaris and Straw of 

Tritium Mixed in Different Proportions with Wood Chips, Food and Agriculture Organization of 

United Nation, volume 12, issue 3.  

 

159. M. Wu, D. Schott, and G. Lodewijks, 2011, Physical Properties of Solid Biomass, Biomass 

and Bioenergy, volume 35, issue 5.  

 

160. S. Hinterreiter, Ph.D. Thesis, 2010, Bestimmung und Einflussgrößen der Brückenbildung bei 

der Lagerentnahme von biogenen Festbrennstoffen, Techische University. 

  

161. J. Mattsson, 1990, Basic Handling Characteristics of Wood Fuels: Angle of Repose, Friction 

Against Surfaces and Tendency to Bridge for Different Assortments, Scandinavian Journal of 

Forest Research, volume 5, issue 1. 

 

https://www.sciencedirect.com/science/journal/01448617
https://www.sciencedirect.com/science/journal/01448617/159/supp/C
https://pubs.acs.org/iecr
https://www.sciencedirect.com/science/journal/09619534
https://www.sciencedirect.com/science/journal/09619534/35/11
https://www.sciencedirect.com/science/journal/09619534
https://www.sciencedirect.com/science/journal/09619534
https://www.sciencedirect.com/science/journal/09619534/80/supp/C
https://www.sciencedirect.com/science/journal/00162361
https://www.sciencedirect.com/science/journal/00162361/90/6
https://www.researchgate.net/journal/0961-9534_Biomass_and_Bioenergy
https://www.sciencedirect.com/science/journal/09619534
https://www.sciencedirect.com/science/journal/09619534
https://www.sciencedirect.com/science/journal/09619534/29/1
https://www.researchgate.net/journal/0961-9534_Biomass_and_Bioenergy
https://www.researchgate.net/journal/0961-9534_Biomass_and_Bioenergy
https://www.tandfonline.com/toc/sfor20/current
https://www.tandfonline.com/toc/sfor20/current
https://www.tandfonline.com/toc/sfor20/5/1-4


157 

 

                                                                                                                                                                           
162. C. Ima and D. Mann, 2007, Physical Properties of Woodchip: Compost Mixtures Used as Bio 

Filter Media, International Commission of Agricultural Engineering (CIGR, Commission 

Internationale du Genie Rural) E-journal, volume 9, issue 1.  

 

163. M. Rackl and W. Günthner, 2016, Experimental Investigation on the Influence of Different 

Grades of Wood Chips on Screw Feeding Performance, Institute for Materials Handling, Materials 

Flow and Logistics, Biomass and Bioenergy, volume 88, issue 106. 

 

164. B. Colin, J. Dirion, P. Arlabosse, and S. Salvador, 2015, Wood Chips Flow in a Rotary Kiln: 

Experiments and Modeling, Engineering Sciences [Physics]/ Chemical and Process Engineering, 

volume 15, issue 3. 

 

165. S. Hamel and W. Krumm, 2008, Near Wall Porosity Characteristics of Fixed Beds Packed 

with Wood Chips, Powder Technology, volume 188, issue 1. 

 

166. P. Jensen, J. Mattsson, P. Kofman, and A. Klausner, 2004, Tendency of Wood Fuels from 

Whole Trees, Logging Residues and Round Wood to Bridge over Openings, Biomass and 

Bioenergy, volume 26, issue 2. 

 

167. S. Cameron and L. Schipper, 2010, Nitrate Removal and Hydraulic Performance of Carbon 

Substrates for Potential Use in Denitrification Beds, Ecological Engineering, volume 36, issue 11. 

 

168. M. Ahnen, P. Pedersen, C. Hoffmann, and J. Dalsgaard, 2016, Optimizing Nitrate Removal 

in Woodchip Beds Treating Aquaculture Effluents, Aquaculture (journal), volume 458, issue 47. 

 

169. T. Choudhury, W. Robertson, and D. Finnigan, 2016, Suspended Sediment and Phosphorus 

Removal in a Woodchip Filter Treating Agricultural Wash Water, Environmental Quality, volume 

45, issue 3.  

 

170. F. Rambags, C. Tanner, R. Stott, and L. Schipper, 2016, Fecal Bacteria, Bacteriophage and 

Nutrient Reductions in a Full-Scale Denitrifying Woodchip Bioreactor, Environmental Quality, 

volume 45, issue 3. 

 

171. C. Lepine, L. Christianson, K. Sharrer, and S. Summerfelt, 2016, Optimizing Hydraulic 

Retention Times in Denitrifying Woodchip Bioreactors Treating Recirculating Aquaculture 

System Wastewater, Environmental Quality, volume 45, issue 3. 

 

172. M. Ahnen, P. Pedersen, C. Hoffmann, and J. Dalsgaard, 2016, Optimizing Nitrate Removal 

in Woodchip Beds Treating Aquaculture Effluents, Aquaculture (journal), volume 458, issue 1. 

 

173. L. Christianson, C. Lepine, P. Sibrell, C. Penn, and S. Summerfelt, 2017, Denitrifying 

Woodchip Bioreactor and Phosphorus Filter Pairing to Minimize Pollution Swapping, Water 

Research, volume 13, issue 3. 

 

174.  W. Robertson, D. Blowes, C. Ptacek, and J. Cherry, 2000, Long‐Term Performance of In 

Situ Reactive Barriers for Nitrate Remediation, Ground Water, volume 38, issue 5. 

https://www.researchgate.net/journal/0961-9534_Biomass_and_Bioenergy
https://hal.archives-ouvertes.fr/search/index/q/*/level0_domain_s/spi
https://hal.archives-ouvertes.fr/search/index/q/*/level1_domain_s/spi.gproc
https://www.sciencedirect.com/science/journal/00325910
https://www.sciencedirect.com/science/journal/00325910/188/1
https://www.sciencedirect.com/science/journal/09619534
https://www.sciencedirect.com/science/journal/09619534
https://www.sciencedirect.com/science/journal/09619534/26/2
https://www.sciencedirect.com/science/journal/09258574
https://www.sciencedirect.com/science/journal/09258574/36/11
https://www.researchgate.net/journal/0044-8486_Aquaculture
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwi_tuPaw8vkAhVxp1kKHepeB60QFjABegQICRAC&url=https%3A%2F%2Fdl.sciencesocieties.org%2Fpublications%2Fjeq&usg=AOvVaw0rdUPwY-Qlpy1crRpRZqGb
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwi_tuPaw8vkAhVxp1kKHepeB60QFjABegQICRAC&url=https%3A%2F%2Fdl.sciencesocieties.org%2Fpublications%2Fjeq&usg=AOvVaw0rdUPwY-Qlpy1crRpRZqGb
https://www.researchgate.net/journal/0047-2425_Journal_of_Environmental_Quality
https://www.researchgate.net/journal/0047-2425_Journal_of_Environmental_Quality
https://www.sciencedirect.com/science/journal/00448486
https://www.sciencedirect.com/science/journal/00448486/458/supp/C
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwjjrfb8xMvkAhUKnOAKHXrFD10QFjABegQICBAC&url=https%3A%2F%2Fwww.journals.elsevier.com%2Fwater-research&usg=AOvVaw3hT2MRcuQHcuzJUW8S7zfV
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwjjrfb8xMvkAhUKnOAKHXrFD10QFjABegQICBAC&url=https%3A%2F%2Fwww.journals.elsevier.com%2Fwater-research&usg=AOvVaw3hT2MRcuQHcuzJUW8S7zfV
https://0-www-sciencedirect-com.mercury.concordia.ca/science/article/pii/S0301479711003367?via%3Dihub#bbib27
https://0-www-sciencedirect-com.mercury.concordia.ca/science/article/pii/S0301479711003367?via%3Dihub#bbib27
https://0-www-sciencedirect-com.mercury.concordia.ca/science/article/pii/S0301479711003367?via%3Dihub#bbib27
https://0-www-sciencedirect-com.mercury.concordia.ca/science/article/pii/S0301479711003367?via%3Dihub#bbib27
https://0-www-sciencedirect-com.mercury.concordia.ca/science/article/pii/S0301479711003367?via%3Dihub#bbib27
https://0-www-sciencedirect-com.mercury.concordia.ca/science/article/pii/S0301479711003367?via%3Dihub#bbib27
https://www.researchgate.net/journal/1745-6584_Ground_Water


158 

 

                                                                                                                                                                           
  

175 . L. Schipper and M. Vuković, 1998, Nitrate Removal from Groundwater Using a 

Denitrification Wall Amended with Sawdust, Ecological Engineering, volume 14, issue 3. 

 

176. L. Schipper and M. Vuković, 2000, Nitrate Removal From Groundwater and Denitrification 

Rates in a Porous Treatment Wall Amended with Sawdust, Ecological Engineering, volume 14, 

issue 3. 

 

177. L. Schipper and M. Vuković, 2001, Five Years of Nitrate Removal, Denitrification, and 

Carbon Dynamics in a Denitrification Wall, Water Research, volume 35, issue 14 

 

178. C. Greenan, T. Moorman, T. Kaspar, T. Parkin, and D. Jaynes, 2006, Comparing Carbon 

Substrates for Denitrification of Subsurface Drainage Water, Environmental Quality, volume 35, 

issue 3. 

 

179. W. Saliling and T. Losordo, 2007, Wood chips and wheat straw as alternative bio filter media 

for denitrification reactors treating aquaculture and other wastewaters with high nitrate 

concentrations, Aquacultural Engineering, volume 37, issue 3. 

 

180. M. Healym, M. Rodgers, and J. Mulqueen, 2006, Denitrification of a Nitrate-Rich Wastewater 

Using Various Wood-Based Media Materials, Environmental Science and Health Part A, volume 

41, issue 5. 

 

181. P. Singer, 1999, Humic Substances as Precursors for Potentially Harmful Disinfection by-

Products, Water Science and Technology, volume 40, issue 9. 

 

182. Y. Xie, book, 2003, Disinfection Byproducts in Drinking Water, by Taylor & Francis Group, 

LLC, 1st Edition. 

 

183. G. Hua, J. Kim, and D. Reckhow, 2014, Disinfection byproducts formation from lignin 

precursors, Water Research, volume 63, issue 15.  

 

184. Y. Pan, H. Li, X. Zhang, and A. Li, 2016, Characterization of Natural Organic Matter in 

Drinking Water, Trends in Environmental Analytical Chemistry, volume 12, issue 5. 

 

185. I. Abusallout and G. Hua, 2017, Characterization of Dissolved Organic Carbon Leached from 

a Woodchip Bioreactor, Chemosphere (journal), volume 183, issue 43. 

 

186. L. Liang and P. Singer, 2003, Factors Influencing the Formation and Relative Distribution of 

Haloacetic Acids and Trihalomethanes in Drinking water, Environmental Science & Technology, 

volume 37, issue 13. 

 

187. G. Hua and D. Reckhow, 2007, Comparison of Disinfection Byproduct Formation from 

Chlorine and Alternative Disinfectants, Water Research, volume 41, issue 8. 

 

https://0-www-sciencedirect-com.mercury.concordia.ca/science/article/pii/S0301479711003367?via%3Dihub#bbib27
https://www.sciencedirect.com/science/article/abs/pii/S0925857499000026#!
https://www.sciencedirect.com/science/article/abs/pii/S0925857499000026#!
https://www.sciencedirect.com/science/article/abs/pii/S0925857499000026#!
https://www.sciencedirect.com/science/journal/09258574
https://www.sciencedirect.com/science/journal/09258574/14/3
https://www.sciencedirect.com/science/article/abs/pii/S0925857499000026#!
https://0-www-sciencedirect-com.mercury.concordia.ca/science/article/pii/S0301479711003367?via%3Dihub#bbib36
https://0-www-sciencedirect-com.mercury.concordia.ca/science/article/pii/S0301479711003367?via%3Dihub#bbib36
https://0-www-sciencedirect-com.mercury.concordia.ca/science/article/pii/S0301479711003367?via%3Dihub#bbib36
https://www.sciencedirect.com/science/journal/09258574
https://www.sciencedirect.com/science/journal/09258574/14/3
https://www.sciencedirect.com/science/journal/09258574/14/3
https://www.sciencedirect.com/science/article/abs/pii/S0925857499000026#!
https://www.sciencedirect.com/science/article/abs/pii/S0925857499000026#!
https://www.sciencedirect.com/science/article/abs/pii/S0925857499000026#!
https://www.sciencedirect.com/science/journal/00431354
https://www.sciencedirect.com/science/journal/00431354/35/14
https://0-www-sciencedirect-com.mercury.concordia.ca/science/article/pii/S0301479711003367?via%3Dihub#bbib10
https://www.researchgate.net/journal/0047-2425_Journal_of_Environmental_Quality
https://0-www-sciencedirect-com.mercury.concordia.ca/science/article/pii/S0301479711003367?via%3Dihub#bbib32
https://www.sciencedirect.com/science/journal/01448609
https://www.sciencedirect.com/science/journal/01448609/37/3
https://www.tandfonline.com/author/HEALY%2C+MARK+GERARD
https://www.tandfonline.com/author/MULQUEEN%2C+JOHN
https://www.tandfonline.com/author/MULQUEEN%2C+JOHN
https://www.researchgate.net/journal/1093-4529_Journal_of_Environmental_Science_and_Health_Part_A
https://www.sciencedirect.com/science/journal/00431354
https://www.sciencedirect.com/science/journal/00431354/63/supp/C
https://www.sciencedirect.com/science/journal/22141588
https://www.sciencedirect.com/science/journal/22141588/12/supp/C
https://www.ncbi.nlm.nih.gov/pubmed/28531557
https://pubs.acs.org/est
https://www.sciencedirect.com/science/journal/00431354
https://www.sciencedirect.com/science/journal/00431354/41/8


159 

 

                                                                                                                                                                           
188. I. Kristiana, H. Gallard, C. Joll, and J. Croue, 2009, The Formation of Halogen-Specific TOX 

from Chlorination and Chloramination of Natural Organic Matter Isolates, Water Research, 

volume 43, issue 17. 

 

189. D. Golea, A. Upton, P. Jarvis, G. Moore, S. Sutherland, A. Parsons, and S. Judd, 2017, THM 

and HAA Formation from NOM in Raw and Treated Surface Waters, Water Research, volume 

112, issue 1. 

 

190. S. Cameron and L. Schipper, 2010, Nitrate Removal and Hydraulic Performance of Carbon 

Substrates for Potential Use in Denitrification Beds, Ecological Engineering, volume 36, issue 11. 

 

191. C. Lepine, L. Christianson, K. Sharrer, and S. Summerfelt, 2015, Optimizing Hydraulic 

Retention Times in Denitrifying Woodchip Bioreactors Treating Recirculating Aquaculture 

System Wastewater, Environmental Quality, volume 45, issue 3. 

 

192. S. Warneke, L. Schipper, D. Bruesewitz, I. McDonald, and S. Cameron, 2011, Rates, Controls 

and Potential Adverse Effects of Nitrate Removal in a Denitrification Ded, Ecological 

Engineering, volume 37, issue 3. 

 

193. M. Ahnen, P. Pedersen, C. Hoffmann, and J. Dalsgaard, 2016, Optimizing Nitrate Removal 

in Woodchip Beds Treating Aquaculture Effluents, Aquaculture (journal), volume 458, issue 1. 

 

194. F. Caturla, M. sabio, and F. Reinoso, 1991, Preparation of Activated Carbon by Chemical 

Activation with Zncl2, Carbon (journal), volume 29, issue 7. 

 

195. J. Winandy, 1994, Wood Properties, Academic Press (journal), volume 4, issue 1. 

 

196. K. Fiebach and D. Grimm, 2000, Resins, Natural, Ullmann's Encyclopedia of Industrial 

Chemistry, volume 1, issue 1.  

 

197.  N. Ayrilmis, J. Kwon, and T. Ham, 2017, Effect of Wood Chip Size on Hemicellulose 

Extraction and Technological Properties of Flake Board, Turkish Journal of Agriculture and 

Forestry, volume 1, issue 41. 

 

198 . C. Espro, B. Gumina, E. Paone, and F. Mauriello, 2017, Upgrading Lignocellulosic 

Biomasses: Hydrogenolysis of Platform Derived Molecules Promoted by Heterogeneous Pd-Fe 

Catalysts, Catalysts (journal), volume 7, issue 3. 

 

199. M. Baucher, C. Halpin, M. Conil, and W. Boerjan, 2003, Lignin: Genetic Engineering and 

Impact on Pulping Critical Reviews in Biochemistry & Molecular Biology, volume 38, issue 4. 

 

200. G. Fathi and J. Kasmani, 2019, Prospects for the Preparation of Paper Money from Cotton 

Fibers and Bleached Softwood Kraft Pulp Fibers with Nanofibrillated Cellulose, BioResources 

(journal), volume 14, issue 2. 

 

 

https://www.sciencedirect.com/science/journal/00431354
https://www.sciencedirect.com/science/journal/00431354/41/8
https://www.sciencedirect.com/science/journal/00431354
https://www.sciencedirect.com/science/journal/00431354/112/supp/C
https://www.sciencedirect.com/science/journal/00431354/112/supp/C
https://www.sciencedirect.com/science/journal/09258574
https://www.sciencedirect.com/science/journal/09258574/36/11
https://www.researchgate.net/journal/0047-2425_Journal_of_Environmental_Quality
https://www.researchgate.net/journal/0925-8574_Ecological_Engineering
https://www.researchgate.net/journal/0925-8574_Ecological_Engineering
https://www.sciencedirect.com/science/journal/00448486
https://www.sciencedirect.com/science/journal/00448486/458/supp/C
https://www.sciencedirect.com/science/journal/00086223
https://www.sciencedirect.com/science/journal/00086223/29/7
https://www.researchgate.net/journal/1300-011X_Turkish_Journal_of_Agriculture_and_Forestry
https://www.researchgate.net/journal/1300-011X_Turkish_Journal_of_Agriculture_and_Forestry


160 

 

                                                                                                                                                                           
201. S. Sajith, P. Priji, S. Sreedevi, and S. Benjamin, 2016, An Overview on Fungal Cellulases 

with an Industrial Perspective, Nutrition & Food Sciences, volume 6, issue 1. 

 

202. W. Boerjan, J. Ralph, and M. Baucher, 2003, Lignin Biosynthesis, Annual Review of Plant 

Biology, volume 54, issue 1. 

 

203. N. Ayrilmis, U. Buyuksari, and E. Avci, 2009, Utilization of Pine (Pinus Pinea L.) Cone in 

Manufacture of Wood Based Composite, Forest Ecology and Management, volume 259, issue 1. 

 

204. F. Burgos and A. Rolleri, 2012, Effect of Hydro and Hygrothermal Treatments on some Wood 

Properties of Pinus Radiata and Pseudutsuga menziesii, Drvnaindustrija, volume 63, issue 3. 

 

205. Z. Li, M. Qin, C. Xu, and X. Chen, 2013, Hot Water Extraction of Hemicelluloses from Aspen 

Wood Chips of Different Sizes, Bioresources (journal), volume 8, issue 4. 

 

206. O. Hosseinaei, S. Wang, T. Rials, C. Xing, A. Taylor, and S. Kelley, 2011, Effect of 

Hemicellulose Extraction on Physical and Mechanical Properties and Mold Susceptibility of Flake 

board, Forest Products, volume 61, issue 1. 

 

207. H. Srinivasan, V. Kanayairam, and R. Ravichandran, 2018, Chitin and Chitosan Preparation 

from Shrimp Shells Penaeus Monodon and its Human Ovarian Cancer Cell Line, PA-1, 

International Journal of Biological Macromolecules, volume 107, issue A. 

 

208 . S. Yong, M. Shrivastava, P. Srivastava, A. Kunhikrishnan, and N. Bolan, 2015, 

Environmental applications of chitosan and its derivatives, Reviews of Environmental 

Contamination and Toxicology, volume 253, issue 1. 

  

209 . A. Mansey, 2002, Chitosan Treatment of Sediment Laden Water, Environmental 

Management, volume 1, issue 9.  

 

210. G. Wu, 2019, 17O NMR Studies of Organic and Biological Molecules in Aqueous Solution 

and in the Solid State, Progress in Nuclear Magnetic Resonance Spectroscopy, volume 79, issue 

65. 

 

211. M. Seepersaud, S. Seecharan, L. Lalgee, and N. Jalsa, 2017, Ceric Ammonium Nitrate/Acetic 

Anhydride: A Tunable System for the O -Acetylation and Mononitration of Diversely Protected 

Carbohydrates, Synthetic Communications, volume 47, issue 9. 

 

216. V. Palace, R. Evans, K. Wautier, C. Baron, L. Vandenbyllardt, W. Vandersteen, and K. Kidd, 

2002, Induction of Vitellogenin and Histological Effects in Wild Fathead Minnows from a Lake 

Experimentally Treated with the Synthetic Estrogen, Ethynylestradiol, Water Quality Research 

Journal of Canada,  volume 37, issue 3. 

 

217. I. Pe˜natea, C. Lebiguea, U. Hazac, A. Wilhelma, and H. Delmasa, 2009, Comparative 

Adsorption of Levodopa from Aqueous Solution on Different Activated Carbons, Chemical 

Engineering, volume 152, issue 1. 

https://www.sciencedirect.com/science/journal/03781127
https://www.sciencedirect.com/science/journal/03781127/259/1
https://www.researchgate.net/journal/0012-6772_Drvna_Industrija
https://forestprodjournals.org/toc/fpro/61/1
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwj0nqTD08vkAhX1On0KHSg8DiEQFjABegQICRAC&url=https%3A%2F%2Fwww.springer.com%2Fseries%2F398&usg=AOvVaw20lVUyThza-e6QIoBHncTo
https://www.google.com/url?sa=t&rct=j&q=&esrc=s&source=web&cd=2&cad=rja&uact=8&ved=2ahUKEwj0nqTD08vkAhX1On0KHSg8DiEQFjABegQICRAC&url=https%3A%2F%2Fwww.springer.com%2Fseries%2F398&usg=AOvVaw20lVUyThza-e6QIoBHncTo
http://www.fhwa.dot.gov/engineering/geotech/policymemo/tanks.cfm
http://www.fhwa.dot.gov/engineering/geotech/policymemo/tanks.cfm
https://www.researchgate.net/journal/1201-3080_Water_Quality_Research_Journal_of_Canada
https://www.researchgate.net/journal/1201-3080_Water_Quality_Research_Journal_of_Canada
https://www.sciencedirect.com/science/journal/13858947
https://www.sciencedirect.com/science/journal/13858947
https://www.sciencedirect.com/science/journal/13858947/152/1


161 

 

                                                                                                                                                                           
 

218. O. JJM, A. FJA, and J. Figueiredo, 1999, Pyrolysis Kinetics of Lignocellulosic Materials-

three Independent Reactions Model, Fuel (journal), volume 78, issue 3.  

 

219. M. Zbair, K. Ainassaari, A. Drif1, S. Ojala, M. Bottlinger, M. Pirilä, R. Keiski, M. Bensitel, 

and R. Brahmi1, 2018, Toward New Benchmark Adsorbents: Preparation and Characterization of 

Activated Carbon from Argan Nut Shell for Bisphenol A Removal, Environmental Science and 

Pollution Research, volume 25, issue 2. 

 

220. O. Bobleter, 1994, Hydrothermal Degradation of Polymers Derived from Plants, Progress in 

Polymer Science, volume 19, issue 5. 

 

221. C. Popescu, M. Popescu, G. Singurel, C. Vasile, D. Argyropoulos, and S. Willfor, 2007, 

Spectral Characterization of Eucalyptus Wood, Applied Spectroscopy, volume 61, issue 11. 

 

222. E. Manaila, M. Stelescu, G. Craciun, and D. Ighigeanu, 2009, Wood Sawdust/ Natural Rubber 

Ecocomposites Cross-Linked by Electron Beam Irradiation, Materials (Basel) Journal, volume 9, 

issue 7. 

 

223. H. Moussout, H. Ahlafi, M. Aazza, and M. Bourakhouadar, 2016, Kinetics and Mechanism 

of the Thermal Degradation of Biopolymers Chitin and Chitosan Using Thermogravimetric 

Analysis, Polymer Degradation and Stability, volume 130, issue 1. 

 

https://www.tib.eu/en/search/?tx_tibsearch_search%5Bquery%5D=journal%3A%28Fuel%29
https://link.springer.com/journal/11356
https://link.springer.com/journal/11356
https://link.springer.com/journal/11356/25/2/page/1
https://www.sciencedirect.com/science/journal/00796700
https://www.sciencedirect.com/science/journal/00796700
https://www.sciencedirect.com/science/journal/00796700/19/5
https://www.ncbi.nlm.nih.gov/pubmed/?term=Popescu%20CM%5BAuthor%5D&cauthor=true&cauthor_uid=18028695
https://www.ncbi.nlm.nih.gov/pubmed/?term=Singurel%20G%5BAuthor%5D&cauthor=true&cauthor_uid=18028695
https://www.ncbi.nlm.nih.gov/pubmed/?term=Willfor%20S%5BAuthor%5D&cauthor=true&cauthor_uid=18028695
https://www.researchgate.net/journal/0003-7028_Applied_Spectroscopy
https://www.ncbi.nlm.nih.gov/pmc/articles/PMC5456881/
https://www.researchgate.net/journal/1873-2321_Polymer_Degradation_and_Stability


 

 

Appendix 1 - Additional results 

 

A1.1. Preliminary results 

For cost and energy saving, a preliminary test was made based on widely available and 

unexpansive products, such as paracetamol (PCM).  

The test was very useful to generate an experimental procedure to test targeted compound removal 

(EE2) from an aqueous solution using formulated adsorbents.  

At pH 7 and PCM concentration=100mg/L, the obtained results of this test showed 99.99% PCM 

removal from the aqueous solution using 20g/L of a formulated adsorbent (Fig. A1-1).  

 

 

 

Figure A1-1: 99.99% PCM removal from an aqueous solution using a formulated adsorbent  

 
 



163 

 

A1.2. Final results  

 

 

 

Figure A1-2: Peak of 200mg/L EE2 in the aqueous solution 

Figure A1-3: Peak of 200mg/L EE2 in methanol 
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Figure A1-4: Peak of 30mg/L EE2 in the aqueous solution 

Figure A1-5: Peak of 48mg/L EE2 in the aqueous solution 
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Figure A1-7: Peaks of blank and standard solution 

Figure A1-6: Peak of 50mg/L EE2 in the aqueous solution 
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Figure A1-8: Calibration curve of remaining concentration measurements  
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Figure A1-9: FTIR spectra of the raw softwood and formulated adsorbents 

at 600°C and 800°C with particle size ≤1mm 

 

 

Figure A1-10: FTIR spectra of the raw softwood and formulated adsorbents 

at 600°C and 800°C with particle size ≤2mm 

 

 



168 

 

 

Figure A1-11: FTIR spectra of the raw hardwood and formulated adsorbents 

at 600°C and 800°C with particle size ≤1mm 

 

Figure A1-12: FTIR spectra of the raw hardwood and formulated adsorbents 

at 600°C and 800°C with particle size ≤2mm 
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Figure A1-13: FTIR spectra of the raw softwood and formulated adsorbents 

at 600°C with particle size ≤1mm and ≤2mm 
 

Figure A1-14: FTIR spectra of the raw softwood and formulated adsorbents 

at 800°C with particle size ≤1mm and ≤2mm 

 

 



170 

 

 

Figure A1-15: FTIR spectra of the raw hardwood and formulated adsorbents 

at 600°C with two particle size ≤1mm and ≤2mm 
 

Figure A1-16: FTIR spectra of the raw hardwood and formulated adsorbents 

at 800°C with particle size ≤1mm and ≤2mm 
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Figure A1-17: FTIR spectra of the raw softwood and hardwood and formulated adsorbents 

at 600°C with similar particle size ≤1mm 
 

Figure A1-18: FTIR spectra of the raw softwood and hardwood and formulated adsorbents 

at 800°C with similar particle size ≤1mm 
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Figure A1-19: FTIR spectra of the raw softwood and hardwood and formulated adsorbents 

at 600°C with similar particle size ≤2mm 

 
 

Figure A1-20: FTIR spectra of the raw softwood and hardwood and formulated adsorbents 

at 800°C with similar particle size ≤2mm 
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Figure A1-21: Brunauer Emmett Teller plot (BET) for NAM 

Sample name: NAM 
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Figure A1-22: Brunauer Emmett Teller isotherm (BET) for NAM 

Sample name: NAM 
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Sample name: Chitin 
 

Figure A1-23: Brunauer Emmett Teller plot (BET) for chitin 



176 

 

 

 

Figure A1-24: Brunauer Emmett Teller isotherm (BET) for chitin 

Sample name: Chitin 
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Figure A1-25: Particle sizes analysis of chitin  
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Appendix 2 - Mat Lab code using simulating annealing  

input locations = [20 location]; 

% function f = plot locations (input locations) 

% PLOT locations  

% PLOT locations (input locations) plots the location of locations from the argument 

% inputlocations. Inputlocations argument has 2 rows and n columns, where n is 

% the number of locations. Apart from the location the symmetric route is also 

% plotted. 

shg 

temp_1 = plot(inputlocations (1,:),inputlocations(2,:),'b*'); 

set(temp_1,'erasemode','none'); 

temp_2 = line(inputlocations(1,:),inputlocations(2,:),'Marker','*'); 

set(temp_2,'color','g'); 

x = [inputlocations(1,1) inputlocations(1,length(inputlocations))]; 

y = [inputlocations(2,1) inputlocations(2,length(inputlocations))]; 

x1 = 10*round(max(inputlocations(1,:))/10); 

y1 = 10*round(max(inputlocations(2,:))/10); 

if x1 == 0 

    x1 = 1; 

end 

if y1 == 0 

    y1 = 1; 

end 

axis ([0 x1 0 y1]); 

temp_3 = line(x,y); 

set(temp_3,'color','k'); 

dist = distance(inputlocations); 

distance_print = sprintf('The roundtrip length for %d locations is % 4.6km 

(inputlocations)',dist)%d means integer and not double; 

text (x1/15,1.05*y1, distance_print,'fontweight','bold'); 

drawnow; 

% end  

function d = distance(inputlocations) 

% DISTANCE 

% d = DISTANCE (inputlocations) calculates the distance between n locations as 

% required in a Traveling Salesman Problem. The input argument has two rows 

% and n columns, where n is the number of locations and each column represent 

% the coordinate of the corresponding location. 

d = 0; 

for n = 1: length(inputlocations) 

    if n == length(inputlocations) 

        d = d + norm(inputlocations(:,n) - inputlocations(:,1)); 

    else 

        d = d + norm(inputlocations(:,n) - inputlocations(:,n+1)); 

end 

 


