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Abstract

:

Proper water resource management is a critical global objective, both privately and in business, due to the continuous deterioration of this valuable resource. Scientific research in environmental sciences has made significant progress in the development and achievements of treatment. The use of transformed E. crassipes biomass with sodium tripolyphosphate (TPP) can help to achieve this important goal. The objective of this study was to develop an experimental process for the continuous adsorption and elution of chromium (VI) using fixed-bed columns of E. crassipes biomass modified with sodium tripolyphosphate (TPP). Additionally, design tools were created, and economic viability was assessed by analyzing adsorption capacity indicators and unit production costs of different biomasses. Treatment systems were designed and constructed to remove chromium from tannery wastewater, ensuring that the levels were below the current environmental regulations of 0.05 mg/L Cr(VI). The biomass had an adsorption capacity of 98 mg/g and was produced at a low cost of 8.5 dollars. This resulted in an indicator of 11.5 g Cr(VI)/(USD) when combined with the elution processes. The proposed strategy, which utilizes entirely green technologies, enables the recovery and valorization of water resources. This makes it an effective tool for the circular economy.
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1. Introduction


Non-conventional, economical, and efficient treatment is a major focus of research centers in developing countries, where wastewater from rivers, wetlands, and other water sources is still contaminated with heavy metals, phenols, and dyes. For this reason, there is a need to find suitable ways to treat water in an efficient way in the industrial sector, where most of the pollution occurs. One suitable method of treating industrial wastewater is through fixed-bed column systems, coupled with a process of reutilizing waste biomasses [1,2,3].



Fixed-bed columns are those with a constant biomass, together with pollutant flow inputs, which are easy to implement, effective due to the chelating capacity of the biomass, and economical. In different research, such as [4,5,6], treatment systems have been designed for large water bodies due to their mass balance models and intra-particle and ex-particle diffusion among other models and isotherms [7,8].



Among the varieties of heavy metal, the most impactful on water resources is chromium, which is utilized across a variety of industries due to its efficacy in metal alloys and the tannery industry’s leather preservation techniques. However, its excessive use has resulted in significant environmental, social, and health issues [9]. A notable instance of this environmental threat can be observed in the south of Bogotá, Colombia. Over 350 tanneries in this area utilize chromium (VI), which is discharged into the Tunjuelo River and deteriorates its quality, thereby diminishing the ecosystem services available to the communities adjacent to the river [10].



To carry out sustainable projects, various plant species’ biomasses have been used due to their high elimination efficiency, natural availability, and profitability, which favor the chemisorption process [11,12,13]. Chemisorption is a widely used technique for treating industrial wastewater due to its low cost and ability to remove various contaminants, as well as the ease of regenerating the adsorbent [14,15,16].



The presence of hydroxyl (OH) and carboxylic (COOH) groups in cellulose leads to the removal of heavy metals by adsorption through cation exchange or chemical mechanisms [17,18]. This cellulose is found in considerable amounts within the aquatic plant E. crassipes [19,20,21,22], which is abundant in tropical environments due to its dry biomass resulting from regular cleaning in the wetlands, lagoons, and rivers of Bogotá D.C. [23,24].



Pilot-scale process trials offer assistance in designing treatment systems that meet discharge regulations [25,26,27,28]. To create greater consistency in biomass and improve the heavy metal chemisorption process, the adsorption of heavy metals on modified cellulose involving sodium tripolyphosphate (TPP) has been investigated [29,30,31]. Microspheres, comprising E. crassipes and sodium tripolyphosphate (TPP), were examined for their ability to adsorb lead (II). This novel adsorbent exhibited a maximum loading capacity of 312.5 mg/g [32].



This current study selected adsorption with the chelating biomass of E. crassipes as the method for removing chromium (VI) from industrial wastewater at a tannery south of Bogota. The primary novelty of this research lies in the use of mathematical models in the adsorption and elution phases of fixed-bed processes. This study aims to create an experimental process for adsorbing and eluting chromium (VI), using fixed-bed columns of E. crassipes biomass modified with sodium tripolyphosphate (TPP), and operate it continuously. This study also seeks to develop design tools and determine economic viability by analyzing the adsorption capacity indicators and unit production costs of different biomasses.




2. Materials and Methods


Aquatic plants: The roots and leaves of the aquatic plant E. crassipes were taken from the Juan Amarillo wetland in the city of Bogotá D.C. The aim was to obtain particle diameters of 0.212 mm (it should be less than 0.212 mm for better contact between particle and contaminate [1,2]).



Chromium measurement: The samples were analyzed in a flask at each time interval, evaluated for the residual chromium of 20 µm samples, and subsequently centrifuged (KASAI MIKRO 200). Residual chromium was measured using a UV84.



Determination of chromium: This was conducted via the diphenylcarbazide method, which involved preparing a phosphate-buffer solution and adjusting it to a pH equal to 2; the degree of purity was 90% (H3PO4). Subsequently, 200 µL of 0.5% diphenylcarbazide was added to an Eppendorf tube, with its purity being 97%, together with acetone w/v; it also had a purity of 97%. An amount of 900 µL of phosphate buffer and 100 µL of the residual sample were obtained, and these were finally taken to an absorption cell, with the absorbance measuring 540 nm. On an Evolution 300 spectrophotometer, changes in absorbance were monitored. All evaluations were performed under the APHA (American Public Health Association Procedure) for standard tests (standard methods for the examination of water and wastewater). All experiments were carried out in triplicate, with final values averaged.



Fixed biomass column experiments: Treatment systems were developed in recycled plastic containers, coupled with interconnection processes between biocapsules (each capsule had 30 g of dry biomass, along with the reagent). The height was 40 cm, and the diameter was 4.5 cm, with an area of 30 cm2 established and for a total of 1000 cm3 in volume. The flow rate was 20 mL/min, kept constant by constant flow through the drip.



Preparation of E. crassipes beads. Approximately 100 g of E. crassipes powder was dissolved in 150 mL of diluted acetic acid (2% (v/v), and then this solution was gently stirred and mixed with 250 mL and 500 mL of sodium tripolyphosphate (TPP) Na5O10P3, molecular weight 367.86, solution at pH 8.6 to form the gelled spheres. This procedure had to be repeated five times to obtain sufficient material [32]. Two types of experiments were carried out:



Two similar treatment systems were built, changing only the way they will be distributed in the treatment system.


E. crassipes with 250 mL (TPP) mixed with 100 g EC biomass EC + TPP



(1)






E. crassipes with 500 mL (TPP) mixed with 100 g EC biomass EC + TPP



(2)







The system is shown in Figure 1.



Evaluating initial concentrations of 1000 mg/L of Cr(VI). All the tests were carried out in duplicate, calculating the average between the data obtained and with this the percentage of metal removal.



Adsorption models. Mathematical modelling was used to describe the behavior of the rupture curves, aiding in comprehension and scaling of the system. The biosorption process of Cr(VI) in the fixed-bed configuration was explained by fitting the breakthrough curve data to three different column adsorption models: Yoon-Nelson, Thomas, and Bohart.



The study used the widely accepted Thomas model to estimate the maximum adsorption capacity and predict the rupture curves. The proposed model assumed a second-order kinetic of reversible reactions and the Langmuir isotherm [33]. Additionally, the Thomas model was used to validate the proposed model, demonstrating its effectiveness.



The Yoon-Nelson model assumes that the rate of adsorption decreases proportionally to the curve of adsorbate removal and adsorbent breakdown, without considering factors such as adsorbate properties, adsorbent type, and adsorption column specifications [34].



However, the Bohart equation is commonly used to quantify various types of systems due to its ability to describe the relationship between C/Co and t in a continuous system with clarity and confidence. The model states that the rate of sorption is directly proportional to the remaining capacity of the solid and the concentration of the retained species. This model is specifically used to describe the initial part of the rupture curve. Table 1 presents the various adsorption models [35].



The Model Carreño contains all the necessary parameters for designing a treatment system, including the relationships between densities, rupture time, and flow. Although this model is not adjusted, it is used to determine the adsorption capacity [36].



Co: initial concentration of Cr(VI); C: final Cr(VI); V: volume; KTh: Thomas constant (mL/mg∙min); q: adsorption capacity (mg Cr/g biomass); m: mass of biomass in column (g); Q: flow rate through the column (mL/min); Tb: time of rupture (min); K YN: Yoon and Nelson constant (1/h), q: γ capacity (mg/g), dynamic capacity (mg/dm−3); Z: bed height (cm); U: linear flow rate (cm/min); and Kb: Bohart constant (1/h).



Analysis of reliability. Reliability is a useful tool for establishing efficiency and compliance characteristics in environmental processes [37]. The exponential equation reflects the behavior of data in contaminant removal processes [38].


  P ( X ≤ X s ) = 1 − exp   −  x σ    ,   x ≥ 0  



(5)







X = Continuous random variable mg/L;



 σ  = Arithmetic average 0.05 mg/L Cr(VI).



The materials were characterized. This process used a TESCAN FE-MEB LYRA3 scanning electron and focused ion beam microscope. The SEM had an integrated X-ray energy dispersion spectroscopy microanalysis system, EDS (energy dispersive X-ray spectroscopy). EDS is one of the most efficient techniques for the qualitative and quantitative analysis of organic samples and, through the SEM microphotographs, the samples evaluated in the present investigation were observed in detail; the diffraction of an X-ray beam by the atoms of the sample interacts with the X-ray beam, producing regions of diffraction intensity, or peaks, for the diagnosis of each of the elements.



FTIR. The materials were characterized by Fourier transform infrared spectroscopy (79 Jasco FTIR 430) to measure IR spectra in a spectral range of 4000–400 cm−1, a resolution of 4 cm−1, and a scanning speed of 2 mm s−1.




3. Results


FTIR spectral details. When comparing the FTIR spectral details of the cellulose with TPP and the same cellulose after the treatment process, it was observed that the EC-TPP-Cr(VI) showed some new bands compared to that of the untreated biomass in Figure 2.



It can be observed that the biomass without the EC-TPP treatment process exhibits a deep peak due to the presence of hydroxyl groups (OH), in comparison with the biomass of the EC alone, which has a lower wavenumber [1]. This suggests that there is an effective interaction between the sodium tripolyphosphate and the cellulose of E. crassipes. Additionally, there is a peak (P=O) at 1210 cm−1 and another peak representing (P-OH) at 1038 cm−1; the stretching band is attributed to the presence of phosphorus, while the characteristic band of the amine group in vegetable cellulose at 1650 cm−1, similar to (CH) at 1032 cm−1, is also observable. A graph comparing the two biomasses before and after the treatment processes is presented to identify potential sites for Cr(VI) ion binding.



After conducting the Cr(VI) adsorption process using EC-TPP biomass, a shift towards a lower wavenumber was observed in the peak at 3424.96 cm−1 of the (OH) groups, as well as the amine group. This suggests the formation of an interaction between the Cr(VI) ions and the nitrogen atoms, indicating that nitrogen atoms may be the primary adsorption sites for metal ion binding. Furthermore, the intensity of P-O-H was reduced after the adsorption of Cr(VI) ions.



SEM and EDS analysis. Figure 3 displays images of the EC+TPP biomass prior to the adsorption process of Cr(VI) ions. The surface morphology observed in the image indicates an effective articulation between the sodium tripolyphosphate and the cellulose of E. crassipes, with a monolayer also being detectable.



The presence of white particles of Cr(VI) ions on the surface confirms the occurrence of the adsorption process. To better observe the images of each characteristic element, they were identified with colors, as shown in Figure 4a–c.



In the microphotograph displayed in Figure 4, the green dots represent carbon (special components of the E. crassipes biomass), red dots represent phosphorus (representative of TPP), and the blue represent the Cr(VI), which remains removed from the EC+TPP biomass through cation exchange processes with the hydroxyl groups (OH) present in the EC+TPP biomass. Table 2 shows the physicochemical characterization of the EC+TPP sample by EDS.



The EDX spectra of the bead suggest that the cross-linking processes between the biomass and the TPP have occurred efficiently, as evidenced by the observations of phosphorus and sodium. The results are summarized in Table 3. Following the Cr(VI) adsorption process, the EDX spectra of the bead were analyzed and the findings are summarized in Table 3.



Table 3 shows the characterization of the elements and it can be observed that at 10% by weight, an adhesion of this heavy metal is evident in the samples. Similar results were presented in [29]. A summary of the physicochemical characteristics evidenced in the FTIR samples and SEM microphotographs are shown in Figure 5, where a cellulose sample transformed with TPP adheres to Cr(VI).



Cellulose reacts with TPP to form chelating complexes, increasing the active sites where Cr(VI) will reside. The contact between the Cr2O7 dichromate and the biomass loaded with active sites generates reactions between the (H+) of the biomass and the oxygen of the Cr(VI) structure, reducing it to Cr(III), which is chromium oxide Cr2O2.


[6(C6H10O6)]xPP+ Cr2O7−2 → {[6(C6H10O6)]xTPP}xCr2 + 7H2O











According to Figure 5, it can be observed that 6 parts of glucose react with dichromate, where ({6(C6H10O6)}xTPP) represents the biomass and Cr2O7−2 represents Cr(VI). These graphical representations are based on the conclusions drawn from the microphotographs and FTIR analysis.



The results of the process of adsorption of the Cr(VI) column experiments are shown in Figure 6. The configuration of the process used for the removal of Cr(VI) from the actual effluent uses fixed-bed columns in series. The yield is shown with an initial concentration of 1000 mg/L.



The EC+PPT treatment (1) achieved a consistent removal rate of 99% in all cases, as demonstrated in Figure 6a, with a breakpoint occurring at a volume of 4 L. With a flow rate of 20 mL/min, the breaking point is reached after 350 min. In the case of biomass, the EC+PPT treatment (2) resulted in the elimination of 99% of the contaminants after processing approximately 5 L of water. This biomass treated more water and achieved better yields due to its higher PPT content, reaching its breaking point in approximately 420 min. The biomass of E. crassipes, without any modification, could treat around 2 L of this same water [1], but with the addition of PPT better yields of up to more than two liters more water could be achieved. The addition of chemical agents to this type of biomass also improved the treatment yields, such is the case of the xanthate biomass of E. crassipes, where around 3.5 L of contaminated water was treated under the same concentrations [20]. The addition of PPT achieved better yields due to the expansion of active sites in the EC biomass [29,30,31].



Analysis of Reliability. The permissible limits for Cr(VI) ions in drinking water prescribed by the World Health Organization (WHO) are 0.05 mg/L. The results shown in Table 4 show the final concentration of Cr(VI) mg/L. Table 4 shows the results of the process of removals.



Kolmogorov–Smirnov tests were carried out to check the distribution of the data while the efficiency tests were carried out; the data behave under an exponential distribution in both biomasses. It is ideal to comply with national and international regulations, with Cr(VI) values below 0.05 mg/L of Cr(VI); through Equation (5), the probability of this value was determined.


   P ( X  ≤ 0.05 ) = 1 − exp   −   0.05   0.02     ,  











The reliability of the system with the EC-PPT biomass (2) is 80%, which exceeds regulatory values due to its high removal efficiency. Meanwhile, the reliability of the EC-PPT biomass (1) is 61% under an exponential distribution, which meets the standard. The most appropriate biomass is selected based on statistical data stabilization. Experiments must comply with regulations and have suitable probability distributions for both simulations and experiment replications [39,40].



Model of adsorptions. This section uses the Thomas model to validate the Carreño Equation and establish the behavior of the treatment process. The Thomas model estimates the maximum adsorption capacity and predicts the breakthrough curves, assuming reversible second-order reaction kinetics and a Langmuir isotherm [41,42]. Table 5 and Table 6 present the parameters of the Thomas, Yoon, and Bohart equations.



A representative fit of the Thomas equation was observed, although significant adjustments were made to Bohart and Yoon. The Thomas constant was found to be 0.055 mL/mg∙min, indicating the chemisorption rate of Cr(VI) into the EC-PPT biomass. The modified biomass has a Cr(VI) adsorption rate of 0.035 mL/mg∙min, which is higher than the unmodified biomass but lower than that of the EC-PPT biomass (2), which reached a rate of 0.061 mL/mg∙min. The better behavior of the modified biomass in the adsorption of Cr(VI) is evident. Table 6 shows the fitted parameters for EC-PPT biomass (2).



Both the EC-PPT (1) and EC-PPT (2) biomass fit the mathematical Thomas model well, with an R2 value exceeding 95%. The Langmuir isotherm and second-order kinetics provide evidence of diffusivity in a monolayer for all processes. Equation (4) was validated, and the adsorption capacities were determined for each adsorption and desorption process using the Thomas equation. Table 7 shows a summary of the experimental results obtained.



Desorption–Elution and Reuse. Using Equation (4), we proceeded to establish the yield of these biomasses and determine the new adsorption capacity. Figure 7 shows the adsorption capacities in the different elutions.



The elution processes for each of the treated biomasses using EDTA are observable. E. crassipes biomass supports different elutions due to the presence of lignin in its plant structure [40,41,42]. The addition of PPT resulted in up to 7 times more biomass being recycled. The total biomass sum of EC-PPT (2) was 98 mg/g, which is the highest sum reported for E. crassipes. The EC-PPT biomass yielded 62 mg/g, a significant parameter as it has half the concentration of PPT and may be more cost-effective for large-scale use.



The costs of the treatment systems. The costs of the treatment systems were determined based on the evaluated biomass, and the unit production costs of 1 kg of material were calculated. The cost of drying, crushing, and logistics to obtain E. crassipes biomass is approximately USD 2 per 1 kg [43,44].



The cost of EDTA, which is used in biomasses, is USD 0.5 for about 100 g of the reagent. Sodium tripolyphosphate costs USD 3, and USD 2.5 were spent on 250 mL of it for the EC-PPT biomass, making the total cost USD 5. For the EC-PPT biomass, the cost is USD 8. Acetic acid costs USD 0.5. Table 8 displays the total cost of the two samples.



Table 4 demonstrates the project’s benefit through the adsorption capacity of Cr(VI) and its elutions. The table displays the cost versus adsorption capacity for each biomass, indicating the cost of producing 1 kg of biomass or composite material. Additionally, the yield of adsorption capacity per dollar spent is included.



The EC-PPT biomass (1) has an adsorption capacity indicator of 10 g Cr(VI) per dollar. The second indicator, EC-PPT biomass (2), has an indicator of 11.5 g/USD due to its effectiveness and low cost. However, the EC biomass, despite being the cheapest, has an indicator of only 1.5 g/USD due to its low adsorption capacity compared to other biomasses.



Representative data were obtained using Equation (4) and various bibliographic references to establish a relationship between adsorption capacities and the production cost of 1 kg. It is important to note that associated costs may vary. Table 9 summarizes several biomass treatment processes. The indicator g HV/(USD) shows the amount of heavy metal removed in relation to the adsorption capacity of the biomass, compared to the cost of production/modification of this biomass in US dollars per kg [45].



Unmodified biomasses [1] have a low unit cost, but their g HV/(USD) indicator does not exceed 7.5. However, chemical modifications can significantly improve the adsorption capacity by increasing active sites, as reflected in this indicator [46].



It is worth noting that the investigated adsorption capacities [47,48,49,50] for various heavy metals are exceptionally high, surpassing 150 mg/g. The Humulus biomass with EDTA exhibits an impressive adsorption capacity of 398 mg/g. Processing costs for these biomasses should be taken into account, as indicated by the g HV/(USD) which is comparable to that of poorly processed biomasses. By selecting the appropriate biomass and adjusting it to treat the specific heavy metals present in the water, heavy metal adsorption can be optimized.




4. Conclusions


Two treatment processes have been successfully developed on a pilot scale, providing the necessary parameters to design and develop a treatment system on an industrial scale. The resulting system has a unit cost of approximately USD 8, which is significantly lower than conventional treatment systems in the industrial wastewater treatment sector.



The proposed system has an exceptional capacity to adsorb Cr(VI) and can be reused several times by eluting with EDTA. It is cost-effective and promotes sustainability and compliance with landfill regulations in the tannery sector. This helps to preserve the water resources surrounding these production centers.



The elution processes have been optimized to improve the adsorption of heavy metals, resulting in a production cost of only USD 8.5, with an indicator of 11.5 g HV/(USD). Biomass has a remarkable adsorption capacity of 98 mg/g, making it an extremely effective option for the chemisorption of heavy metals, particularly Cr(VI).



The findings suggest that E. crassipes biomass, enhanced with PTT and through EDTA elutions, could be a suitable water remediation technology based on chemiadsorption technology. This technology could be used for large-scale decontamination of rivers, wetlands, and other water ecosystems contaminated with various heavy metals.
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Figure 1. Design of treatment with EC+TPP. 
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Figure 2. Characterizations with FTIR of EC-TPP. 
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Figure 3. Microphotograph of EC+TPP. 
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Figure 4. Photomicrographs of EC+TPP with Cr(VI). (a) Photograph with the presence of carbon; the presence of Cr(VI) is shown in image (b), and the presence of phosphorous in image (c). 
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Figure 5. Representations of adsorptions. 
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Figure 6. Treatment with the biomass EC+PPT. Figure (a) shows the biomass EC+PPT (1), and the biomass EC+PPT (2) is shown in (b). 
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Figure 7. Adsorption capacities in the different elutions. 
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Table 1. Adsorption models.
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	Thomas model
	(1)
	     ln  ⁡    C o   C     − 1 =   K t h   ×   q   ×   m   Q   − K t h × C o × T b   



	Yoon model
	(2)
	     C   C o   =   1   1   +     exp  ⁡  ( K y n ( y   −   t ) )     q N =   T b C o Q   m     



	Bohart model
	(3)
	Tb =     N o   C o U   Z − 1   ln  ⁡    1   K b C o   l n ⁡ (   c o   c     − 1 )  



	Model Carreño
	(4)
	  q   =     Q T b C o   M   −   Q T b C f   M   −   ε V C o   M    










 





Table 2. Physicochemical characterization of the EC sample.
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	Element
	Weight
	Percenteje %





	Oxygen
	48.64
	46.67



	Carbon
	38.15
	36.94



	Phosforous
	9.13
	7.37



	Sodium
	10.2
	9.8










 





Table 3. Physicochemical characterization of the EC-TPP+Cr sample.
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	Element
	Weight
	Percentage %





	Oxygen
	43.64
	41.67



	Carbon
	35.15
	33.94



	Phosphorous
	9.13
	7.37



	Sodium
	7.3
	7.8



	Chromium
	9.2
	8.3










 





Table 4. Reliability analysis of the results.
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EC-PPT (1)

	
EC-PPT (2)




	
Liters

	
Concentrations End of Cr(VI) (mg/L)






	
0.5

	
0.04

	
0.02




	
1

	
0.04

	
0.01




	
1.5

	
0.05

	
0.01




	
2

	
0.04

	
0.01




	
2.5

	
0.05

	
0.01




	
3

	
0.05

	
0.01




	
3.5

	
0.05

	
0.02




	
4

	

	
0.02




	
4.5

	

	
0.02




	
5

	

	
0.02




	
5.5

	

	
0.02




	
Average

	
0.04

	
0.02




	
Standard deviation

	
0.04

	
0.004











 





Table 5. Summary of the experimental results obtained with EC-PPT (1).
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	EC-PPT
	Bohart
	Yoon
	Thomas





	1000 mg/L
	K
	0.048 Kb
	0.039 KYN
	0.055 KTh



	
	R2
	0.99
	0.9444
	0.954










 





Table 6. Summary of the experimental results obtained with EC-PPT (2).
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	EC-PPT (2)
	Bohart
	Yoon
	Thomas





	1000 mg/L
	K
	0.061 Kb
	0.05 KYN
	0.061 KTh



	
	R2
	0.90
	0.9444
	0.966










 





Table 7. Summary of the experimental results obtained.
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	Biomass
	q (Thomas)
	q (Carreño) mg/g





	1000 mg/L
	EC-PPT (1)
	17.9
	17



	1000 mg/L
	EC-PPT (2)
	21.33
	22.6










 





Table 8. Costs related to treatment systems.
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	Cost
	EC-PPT (1)
	EC-PPT (2)





	Capacity total g Cr/100 g material
	62
	98



	Cost (USD) 1 kg material
	6.2
	8.5



	g Cr/(USD)
	10
	11.5










 





Table 9. Research on the process of elutions.
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	Reference
	Biomass
	Recycling
	Capacity (mg/g) with the Equation (4)
	Cost (USD) 1 kg Material
	g HV/(USD)





	
	EC-PPT (2)
	EDTA
	98
	8.5
	11.5



	
	EC-PPT (1)
	EDTA
	62
	6.2
	10



	[1]
	Crassipes
	-
	8
	3
	2.5



	[2]
	Crassipes + Fe
	EDTA
	42
	3.3
	12.7



	[2]
	crassipes
	EDTA
	23
	3.1
	7.4



	[20]
	Xantate of cellulose
	EDTA
	51
	7
	7.2



	[20]
	Cellulose alkaline
	EDTA
	32
	6
	5.3



	[46]
	Crassipes + EDTA
	
	45
	10
	4.5



	[47]
	pinecone shells
	HCl
	66
	10
	6.6



	[48]
	Citrus maxima peel
	
	84
	10
	8.4



	[49]
	Kraft pulp/carboxyMethyled
	HCl
	101
	40
	2.5



	[50]
	Chitosan biocomposite
	EDTA
	146
	35
	5.3



	[51]
	Humulus lupulus
	EDTA
	398
	50
	7.9



	[52]
	Lignocellulosic biomass
	EDTA
	156
	10
	15.6
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