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ABSTRACT
Dyestuff wastes, made by the textile, paper, and dye industries, stay 
in the waste environment because they resist chemical and biolo
gical degradation. Treating industrial effluent to remove pollutants 
and lessen their effects before releasing them into the environment 
is crucial. Malt bagasse (BSG; Brewer’s Spent Grain) from a local 
brewery was used as an adsorbent for the textile industry dyes 
Methylene Blue (MB) and Reactive Red 24 (RR24). The adsorption 
of MB and RR24 was conducted at pH 7.00 and 1.50, respectively. 
While the temperature change had little effect on the MB adsorp
tion process and capacity, the RR24 adsorption rate was increased 
without affecting the capacity. Both dyes’ adsorption mechanisms 
better fit the Langmuir isotherm and pseudo-second-order kinetic 
models. The maximum adsorption capacity was 80.31 mg/g for MB 
and 100.52 mg/g for RR24. Experiments using simulated waste
water indicated that the matrix did not significantly affect the 
efficiency with which RR24 and MB were removed. The findings 
suggest that BSG is a promising alternative adsorbent that is inex
pensive, accessible, and simple to obtain.
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1. Introduction

Pollution and pollution loads in natural resources are increasing daily as the industry 
develops. Notably, the dyeing process in the textile industry creates a lot of water waste, 
which is a significant source of pollution. Worldwide, various industries use close to 10,000 
dyes to colour their products, and their annual production exceeds 7 × 106 tons [1]. Azo 
dyes, one of the oldest industrially synthesised dye types, account for 60–70% of yearly 
production worldwide. Reactive dyes, one of the azo dyestuffs, are preferred in the textile 
industry due to their attractive properties, such as easy application, high photolytic 
stability, availability of a wide variety of bright tones, strong covalent adhesion to textile 
fibres, and minimum energy requirement [2]. Approximately 10–15% of the annual dye 
consumption in the textile industry is discharged as waste [3–5]. Dyeing in the textile 
industry involves using numerous complex organic and inorganic chemicals [6]. In 
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particular, dyestuffs with high water solubility contribute significantly to wastewater 
problems. Also, because they are made of large molecules of organic matter, they strongly 
raise water’s biological oxygen demand (BOD) value. In other words, the high water 
solubility of dyestuffs is a significant cause of water pollution, as it not only increases 
the volume of pollutants in the water but also uses up oxygen necessary for aquatic 
organisms to survive. Mixing water pollution with soil alters the soil’s biological properties 
and poses a threat to human health by entering the food chain [7,8]. For instance, a dye 
concentration of 1.0 mg/L in drinking water is toxic to human health, and verifying the 
quality of the water is vital. In addition, the toxicity can cause severe harm to humans, 
including dysfunction of the kidneys, reproductive system, liver, brain, and central ner
vous system [7,9–11]. It is estimated that 80% of all infectious diseases in the world are 
linked to contaminated water and that 3,4 million people, primarily children, pass away 
each year from water pollution [12–15]. As a result, many countries have enacted strin
gent regulations regarding chemicals in water, requiring industries to properly treat 
industrial effluents before discharging them into natural waterbodies containing clean 
water [16]. Although there are many techniques for removing pollutants from wastewater, 
such as coagulation, chemical oxidation, membrane separation, and aerobic/anaerobic 
microbial degradation, these methods have yet to be successful because of various 
limitations, such as high costs, inefficiency at low concentrations, time-consuming pro
cesses, and chemical sludge [17–19]. Adsorption has been accepted as an efficient and 
effective method for dye removal due to its low cost, simplicity, ease of regeneration, no 
sludge, and lack of toxic intermediate products. During the adsorption process, the 
adsorbent can be regenerated, stored in a moisture-free environment, and reused in 
processes that do not require high-purity water [20–22]. Due to its economy and environ
mental friendliness, many adsorbents, such as activated carbon [23], zeolite [24], agro- 
waste [25], clays [26], and plant fibres [27], are used in adsorption processes. As low-cost 
adsorbents under different operating conditions, several agro-wastes (fruit peels, plant 
leaf/root/stem/seed, factory fruit, and vegetable waste) be used to remove various dyes. 
Using factory waste as an adsorbent is very economical and effective in removing dyes 
from wastewater. The phenomenon not only helps reduce the cost of waste disposal but 
also provides a sustainable solution for treating wastewater. Additionally, using factory 
wastes as adsorbents can be a step towards achieving a circular economy.

The production of beer is a dynamic industry with a critical key economic and 
strategic role in the food sector. According to the report prepared by the Turkish 
Agricultural Economy and Policy Development Institute, the production of beer 
barley in 2021 has been reported at 250 thousand tons [28]. As per data from 
2020, beer, the fifth most consumed beverage in the world, is also the most 
consumed alcoholic beverage [29]. Spent grain is the largest amount of waste in 
the brewery industry, accounting for about 85% of brewery waste [30]. Brewers’ 
spent grain (BSG), which is the main by-product of the brewing industry, with 
a global production of 39 million tons per year, is a lignocellulosic material with 
a fibre content of up to 70%, including cellulose (16–25%), hemicellulose (28–35%), 
and lignin (7–27%), and protein content of 25–30% [31,32]. Also, BSG consists of 
hydroxyl, carboxyl, and various functional groups used as active binding sites for 
adsorption [33]. BSG varies depending on the conditions used in malt production 
and mashing and the additives used in beer production, such as corn and rice [34]. 
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Therefore, in this study, BSG obtained from a brewery in our country was used as an 
adsorbent without pretreatment. Given the huge amount of BSG produced on 
a continuous basis, it remains appealing to investigate alternative approaches that 
require less energy, less toxic chemicals, and simpler processes to recycle BSG as an 
effective adsorbent and improve its application potential [35].

The adsorption interest of BSG on both reactive and basic dyes was examined in this 
work using reactive red 24 (RR24) and methylene blue (MB) dyes, which are extensively 
utilised in the textile industry and many other sectors. The kinetic and isotherm para
meters of adsorption were calculated using experimental data obtained from batch 
system experiments. In addition to these studies, characterisation of the adsorbent was 
performed, and the findings have paved the way for increased adsorbent capacity. Also, 
the research can help design cost-effective and eco-friendly methods for removing dyes 
from wastewater. Further research can be conducted to explore the potential of BSG as an 
alternative adsorbent for other pollutants present in wastewater.

2. Materials and methods

2.1. Preparation of BSG and dye solutions

The spent grains were obtained from Anadolu Efes Brewing and Malt Industry 
(Kahramankazan, Turkey). BSG without any pretreatment and at 85% humidity was 
dried at 60°C for 24 hours. BSG sieved through a 150 µm sieve, was dried at 60°C for 2  
hours and used for adsorption studies. Stock solutions of dyes were prepared separately 
by dissolving the correct amount of RR24 (C26H17ClN7Na3O10S3, molar weight of 788.1 g/ 
mol, λmax in 534 nm) and MB (C16H18ClN3S molar weight of 319.9 g/mol, λmax in 662 nm) in 
deionised water. MB was obtained from Merck (CAS No 122965-43-9) and RR24 (CAS 
No. 70210-20-7) from Kimetsan and used directly without purification. The chemical 
structures of dyes are shown in Figure 1(a,b). Solutions in the various concentrations 
were prepared from the stock solutions of dyes.

2.2. Characterization of BSG

Fourier Transform Infrared Spectroscopy (FT-IR) analyses were used to identify the active 
functional groups on the malt cake’s surface. Furthermore, malt samples after dye 
adsorption were examined. 1/100 KBr tablets were prepared, and the samples were 
analysed with a Shimadzu Infinity FT-IR spectrometer with a wavelength range of 600– 
4000 cm−1, 4 cm−1 resolution, and 16 scans/sample. Thermogravimetric (Shimadzu DTG- 
60) measurements were taken with an aluminium pan (heating rate: 10°C/min; N2 atmo
sphere). The BSG morphology was investigated by Field Emission Scanning Electron 
Microscope (FE-SEM QUANTA 400F, USA) with Energy-dispersive X-ray spectroscopy 
(EDX). To prevent electrostatic charge, BSG and dye-loaded BSG were attached to an 
adhesive carbon tape and coated with gold/palladium.

Samples solutions in 50.0 mL NaCl (0.01 M) at different pH (1 to 10) and 0.150 g BSG 
were used to determine the point zero charge (pHpcz) The samples were mixed at room 
temperature for 24 hours. Following this period, the final pH was determined, and data for 
pHpcz determination were plotted [36].
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2.3. Adsorption experiments

The effects of adsorbent dosage, pH, contact time, temperature, and ionic strength on the 
adsorption performance of BSG were studied using batch adsorption tests.The experi
ments were conducted with BSG in an erlenmeyer on a multi-magnetic stirrer (IKA, RO 15) 
to determine the optimum pH where the maximum adsorption was accomplished for 
RR24 and MB. The pH experiments were carried out by mixing 0.025 g of dry-weight of 
adsorbent with 50.0 mL of 25 mg/L of dyes at 20°C. The pH of the solution was initially 
adjusted by adding a small amount of HCl or NaOH and measured using a pH meter 
(Hannah, HI 221). Also, experiments with adsorbent dosages ranging from 0.01–0.20 g 
were performed at room temperature with a dye concentration of 100 mg/L (for RR24) 
and 25 mg/L (for MB) at determined pH values. 100 mg/L of dyes solution containing NaCl 
and KCl at various concentrations (0.02–0.5 M) were prepared to examine the effect of 
ionic strength on the RR24 and MB adsorption performance of BSG. After the adsorbent 
was filtered off, the amount of RR24 and MB remaining in the solution was determined by 
a UV-vis spectrophotometer. Kinetic and isotherm experiments were carried out at 
different temperatures (20°C, 30°C, 40°C, and 50°C) at the pH values determined for the 
adsorption of RR24/MB onto BSG. Kinetic studies were conducted with 3 g/L BSG at a dye 
concentration of 100 mg/L, whereas isotherm experiments were conducted with 0.150 g 
BSG in 50.0 mL over the concentration range of 50–500 mg/L dyes.

Under optimum adsorption conditions, regeneration studies were conducted to eval
uate the adsorbent’s ability of repetitive use in the removal of RR24 and MB. Adsorption/ 
desorption cycles were repeated five times with 0.1 M NaOH for RR24 and 0.1 M HCl for 
MB as regeneration solutions.

The adsorption capacity (qe, mg/g) and adsorption yield (Removal %) of RR24 and MB 
were calculated as follows: 

Figure 1. The chemical structures of MB (a) and RR24 (b); FT-IR Spectra (c) and TGA-DTA pattern (d) of 
BSG.
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where Co (mg/L) and Ce (mg/L) are the dye concentrations before and after 
adsorption, m (g) is the mass of BSG, and V (L) is the volume of dye solutions.

2.4. Application in synthetic wastewater

The synthetic wastewater medium listed in Table 1 was made to study wastewater 
constituents’ impact on RR24 and MB adsorption [37]. 0.150 g of BSG was added to 
50.0 mL of synthetic wastewater and mixed for one hour at 20°C at the appropriate pH 
for RR24 and MB. Then, the effect of synthetic wastewater on adsorption efficiency for 
both dyes was investigated.

3. Results and discussion

3.1. Characterization of adsorbent

3.1.1. FT-IR analysis
In Figure 1(c), FT-IR spectra of BSG before and after RR24/MB adsorption are given. Broad 
absorption bands at 3200–3400 cm−1 can be attributed to overlapping O – H and N – 
H stretching vibrations, which are prevalent in proteins and lignocellulose [31].

The antisymmetric and symmetric stretching vibrations of −CH2 groups in cellulose 
and hemicellulose are attributed to the absorption bands at 2900 and 2800 cm−1. In 
contrast, the absorption bands at 1240 and 1035 cm−1 are assigned to C−N and C−O−C 
stretching vibrations. The antisymmetric −COO− stretching vibration is associated with 
the absorption band located at 1643 cm−1 in the BSG spectrum. Protein-related bond 
overlap is also associated with this band (amide I groups). The absorption band in proteins 
found at 1529 cm−1 is associated with amide II groups. Also, the symmetrical stretching 
vibration of the −COO− groups can be observed at 1456 cm−1. The most significant 
change with the adsorption of RR24 on BSG is the appearance of the signal observed at 
1739 cm−1. This signal undoubtedly indicates that the intensity of the C=O stretches is 

Table 1. Composition of synthetic wastewater.
Components g/L

Glucose 0.50
KH2PO4 0.30
MgSO4.7H2O 0.02
CaCl2.2H2O 0.10
Na2SO4 0.10
Na2CO3 0.20
FeSO4.7H2O 0.04
NiCl2.6H2O 0.02
CuSO4.5H2O 0.006
RR24/MB 0.025
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increasing. While RR24 lacks a carbonyl group, the naphthalene ring does have −OH and N 
−H groups. As a result of hydrogen bonding or transfer of the -OH group in the naphtha
lene ring to the -N-H group, an o-quinoid structure can easily be formed in the naphtha
lene ring. Therefore, the change between 1500–1750 cm−1 with the addition of RR24 may 
be due to the formation of this quinoid structure.

3.1.2. Thermogravimetric analysis
The amount of water absorbed in the BSG is indicated by approximately 5% mass loss 
(endothermic) between 40 and 95°C (Figure 1(d)). Between 225 and 350°C, the mass loss 
of 47–48% represents the release of oils, waxes, alkaloids, glycosides, and extractive 
organic compounds, among other things, due to the thermal degradation of cellulose, 
lignin, and hemicellulose. At 500°C, it shows a significant aromatisation of the endother
mic material. Similar findings have been reported by many researchers [35,38,39]. Under 
the conditions of the experiment, the results show that BSG particles can keep their 
original physical properties.

3.1.3. SEM analysis
Figure 2(a) shows that the BSG surface is heterogeneous and contains regular fibres due 
to its lignocellulosic content. The fibrous morphology of the BSG has not significantly 

Figure 2. SEM/EDX of BSG (a), RR24 loaded BSG (b), MB loaded BSG (c).
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changed following the adsorption process, but a mass of tiny particles can be accumu
lated on the dye-loaded BSG (Figure 2(b,c)). Furthermore, EDX analysis demonstrated that, 
after dye adsorption, the %C content of BSG decreased as predicted. This is because RR24 
and MB have a low carbon to BSG ratio. Furthermore, the amount of %N in BSG loaded 
with RR24 increased from 0.93% to 5.57% in the EDX analysis. However, there was no 
detectable increase in nitrogen levels after MB adsorption. Differences in their chemical 
structures and properties may explain why RR24 has a higher affinity for binding to BSG 
than MB.

3.2. Effect of pH

pH is a crucial factor in the adsorption process as it determines the surface properties of 
adsorbents. The amount of electrostatic charge imparted by the ionised dye molecules 
depends on the pH of the medium. As a result, the pH of the aqueous medium will affect 
the adsorption rate [7]. For basic (cationic) dye adsorption, the proportion of dye removal 
typically decreases at low pH solutions, whereas the percentage of dye removal for 
reactive (anionic) dyes increases. In contrast, the proportion of dye removal will rise for 
cationic dye adsorption and fall for anionic dye adsorption in a high pH solution. The 
linear range of pH sensitivity is determined by the point of zero charges (pHpzc), which also 
identifies the kind of active surface centres and the surface’s capacity for adsorption [7,40]. 
Many studies have examined the pHpzc of adsorbents to understand the adsorption 
mechanism in adsorption processes where agricultural wastes are used as adsorbents 
[11,41]. Because functional groups like OH ̶ and COO ̶ are present, MB adsorption is more 
advantageous at pH>pHpzc. The surface becomes positively charged at pH<pHpzc, which 
favours RR24 adsorption [42,43]. Figure 3(a) is illustrated how pH affects the RR24 and MB 
adsorption capacities of BSG, and Figure 3(b) is depicted to determine the point of zero 
charges (pHpzc=6.0). The optimal pH value for MB adsorption on BSG was determined to 
be 7.00 (42.8%) and 1.50 (86.2%) for RR24 adsorption. As the equilibrium pH rises above 
the pHpzc, the surface charge of BSG becomes negative due to deprotonation of the 
carboxyl groups, causing strong electrostatic attraction towards MB and preventing the 
aggregation of BSG particles, which limits the interaction between surface functional 
groups. Similarly, at low pH values, BSG’s surface charge becomes more positively 
charged, which attracts RR24 and facilitates its adsorption. The positive surface charge 
enhances the electrostatic interaction between the negatively charged dyes and the 
positively charged surface, thereby increasing adsorption efficiency.

3.3. Effect of adsorbent dosage

It is crucial to analyse the adsorbent dosage in the adsorption process to determine cost- 
effectiveness. Examining the adsorption studies in the literature leads to the conclusion 
that the amount of adsorption has a direct relationship with the amount of adsorbent, as 
depicted by the diagrams based on adsorbent quantity and adsorption capacity [44]. The 
adsorption capacity declined when the adsorbent dose was increased beyond the opti
mum level, according to the results, which may have been due to the tendency of the 
adsorbent to aggregate or overlap with other adsorbents [45]. With an increase in 
adsorbent dose, the number of active sites suitable for dye adsorption increases, and so 
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does the adsorption efficiency. However, the adsorption capacity decreases as the active 
sites of the adsorbent remain unsaturated [46,47].

0.150 g of BSG in 50 mL of dye solution provided 32.48 mg/g (97.6 ± 0.4%) and 7.51  
mg/g (96.9 ± 0.2%) dye removal for RR24 (Figure 3(c)) and MB (Figure 3(d)), respectively. 
The amount of adsorbent increased by 0.05 g, which led to an increase in RR24 and MB 
removal of about 0.5%. As a result, while the adsorbent amount was increased, the 
removal capacity remained constant. This is due to the adsorption reaching the saturation 
state. In other words, adsorption reaches saturation when the BSG tends to get saturation 
[11]. In the study by Jegan et al., similar results for removing cationic dye (Basic Blue 41 
and Basic Blue 09) were reported [48]. Fontana et al. evaluated the effect of adsorbent 
dosages ranging from 0.8 to 10 g/L on dye removal efficiency. With 2.8 g/L of adsorbent, 
the dye was quickly adsorbed upto 96%. It was reported that increasing the amount of 
adsorbent beyond this value did not affect dye removal significantly [49].

3.4. Effect of temperature and contact time

Understanding how temperature affects the adsorption process is useful for deter
mining the adsorbent’s sorption capacity. Several researchers have found that an 
increase in temperature greatly increases the degree of diffusion of solutes, thus 
strongly influencing the uptake potential of adsorbents towards solutes [50,51]. 
Using agricultural wastes as an adsorbent in an adsorption process has a relatively 

Figure 3. Effect of pH for the adsorption of RR24 and MB onto BSG at 20°C (a); determination of pHpzc 

of BSG (b); effect of adsorbent dosage for RR24 (c) and MB(d).
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limited temperature sensitivity; that is, the effect is only slightly noticeable in the 
low-temperature range [52]. This is beneficial because it means that the adsorption 
process can take place over a wide range of temperatures, without any significant 
adjustment or limitation. This makes the adsorption process more efficient, since it 
allows the process to take place over a broader range of temperatures and doesn’t 
require additional energy input to modify or adjust the temperature. As a result, this 
flexibility can allow the adsorption process to be more cost effective and less time 
consuming.

The adsorption capacity of RR24 and MB onto BSG as a function of contact time at 
various temperatures is illustrated in Figure 4(a,b) respectively. The amount of adsorbed 
RR24 (Figure 4(a)) increased with temperature during the first ten minutes of the adsorp
tion process, but this effect was lost after equilibrium was reached at all temperatures. 
Similarly, in MB adsorption (Figure 4(b)), the temperature increase did not affect the 
adsorption capacity, while the adsorption process reached equilibrium within 5 min. 
This suggests that the adsorption of MB onto BSG is physical in nature and not greatly 
affected by temperature, while the RR24 removal is likely to be due to a combination of 
physical and chemical interactions that depend more on temperature. In addition, the 
findings indicate that BSG’s adsorption capacity is not enhanced by sustained exposure to 
higher temperatures.

Figure 4. Effect of contact time for RR24 (a) and MB (b), Pseudo-second-order kinetic plots for the 
adsorption of RR24 (c) and MB (d) onto BSG at various temperatures.
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3.5. Kinetics of RR24 and MB adsorption

Adsorption rate of a material is determined by its interaction rate with the target 
adsorbate, which depends on its surface area, porosity, and other physical and chemical 
properties. The adsorption rate is the rate at which the adsorbent material takes up 
molecules of a given adsorbate. The adsorption rate is an important consideration 
when selecting an adsorbent material; the adsorbent should have a high adsorption 
capacity and a rapid adsorption rate. Most adsorption studies have used diverse kinetic 
models (Pseudo-first-order, Pseudo-second-order, Elovich etc.) to investigate adsorption 
kinetics. The Pseudo-first-order kinetic model does not always accurately predict the 
amount of dye adsorbed over the entire contact time range. Therefore, it has been 
found in many studies that the adsorption kinetics fit the pseudo-second-order kinetic 
model based on the sorption capacity of the solid phase [7]. This model has been widely 
accepted as a reliable kinetic model for the analysis of adsorption data and elucidation of 
adsorption mechanisms [53–55]. In this study, the adsorption kinetics of RR24 and MB 
onto BSG are based on pseudo-first-order (Figure not shown) and pseudo-second-order 
kinetic models (Figure 4(c) for RR24, Figure 4(d) for MB). The equations of the models are 
given below;

Pseudo-first-order kinetic model [56] 

Pseudo-second-order kinetic model [57]  

ho, the initial sorption rate (mg/g min), was calculated according to the following equation 
using k2 [58] 

where qe (mg/g) is the amount of dye adsorbed per unit mass of the BSG at equilibrium 
and qt (mg/g) is adsorption capacity at time t. k1 (1/min) and k2 (g/mg min) are pseudo- 
first-order and pseudo-second-order rate constants, respectively. All parameters calcu
lated from the kinetic data obtained at different temperatures are given in Table 2. 
According to these results, the adsorption kinetics fitted pseudo-second-order kinetic 
model (Figure 4(c,d); r2 = 0.999) moreover, the calculated qe values at all investigated 

Table 2. Kinetic parameters for RR24 and MB adsorption onto BSG.
Pseudo-first-order Pseudo-second-order

q (mg/g) 
experimental t (o C)

k1 

(min−1)
q1 

(mg/g) r1
2

k2 

(g/mg min)
qe 

(mg/g) r2
2

ho 

(mg/g min)

RR24 30.90 ± 0.81 20 3.61 × 10−2 10.4 0.965 7.76 × 10−3 32.58 0.999 0.82 × 10
31.31 ± 0.11 30 4.82 × 10−2 1.91 0.675 3.65 × 10−2 31.62 0.999 3.65 × 10
31.18 ± 0.21 40 4.13 × 10−2 1.81 0.759 4.90 × 10−2 31.60 0.999 4.90 × 10
30.91 ± 0.18 50 5.20 × 10−2 0.70 0.699 1.20 × 10−1 31.81 0.999 1.21 × 102

MB 6.47 ± 0.02 20 9.58 × 10−3 0.030 0.314 3.20 6.49 0.999 1.35 × 102

6.49 ± 0.11 30 8.91 × 10−3 0.021 0.282 5.37 6.47 0.999 2.25 × 102

6.59 ± 0.05 40 7.36 × 10−3 0.037 0.370 3.29 6.60 0.999 1.43 × 102

6.64 ± 0.09 50 2.82 × 10−3 0.027 0.095 10.5 6.64 0.999 4.63 × 102
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temperatures are very close to the experimentally obtained q values in equilibrium. 
During the adsorption process, it is crucial that kinetic models can confirm experimental 
data and model-predicted values [46]. While the effect of temperature was more notice
able during the initial minutes of RR24 adsorption onto BSG, and then it disappeared as 
the adsorption process reached the equilibrium. This indicates that RR24 adsorption is 
more susceptible to temperature changes during the initial stages of the process, but it 
becomes less sensitive as the process reaches the equilibrium. In addition, while the 
temperature-dependent adsorption capacity did not change in RR24 removal, the adsorp
tion rate increased, which is also supported by the k2 (7.76 × 10−3 g/mg min at 20°C; 
1.20 × 10−1 g/mg min at 50°C) values in Table 2. Kinetic parameters demonstrate that the 
adsorption of RR24 by BSG is accelerated at higher temperatures, indicating the endother
mic nature of the dye adsorption process [49]. Comparing the initial sorption rates, ho, of 
both dyes reveals that MB adsorption (4.63 × 102 mg/g min) onto BSG is significantly 
faster than RR24 adsorption (8.24 mg/g min). This indicates that most MB adsorption 
occurs within the first five minutes due to physical adsorption and the time required to 
reach equilibrium.

The activation energy is the minimum kinetic energy required for a reaction to occur 
and is an estimate of the energetic barrier the adsorbate must overcome prior to adsorp
tion. The activation energy can be determined by fitting k2 to the Arrhenius equation at 
various temperatures [59]. Arrhenius equation for the second-order kinetics model is 
given as follows: 

where Ea (J/mol) is the activation energy, A (g/mg min) the Arrhenius factor, R (8.314 J/K 
mol) the gas constant and T (K) is the solution temperature. The magnitude of activation 
energy demonstrates whether adsorption is predominantly physical or chemical. Lower 
activation energies (5–40 kJ/mol) suggest physisorption, whereas activation energies (40– 
800 kJ/mol) indicate chemisorption [60,61]. The magnitude of activation energy is, there
fore, an important factor for understanding the adsorption process and the strength of 
the interaction between the adsorbent and adsorbate. The activation energy of both dye 
adsorptions was calculated from the slope values obtained from the lnk2 versus 1/T plot 
(Figure not shown). The activation energy for RR24 adsorption onto BSG was calculated as 
67.30 kJ/mol, while it was 23.90 kJ/mol for MB adsorption. The low activation energy for 
MB adsorption onto BSG indicates that the process is conducted primarily by physical 
forces, while the higher activation energy for RR24 suggests that chemisorption is taking 
place for this adsorbate. Additionally, RR24 has a greater affinity for BSG than MB, with the 
higher activation energy indicating a stronger interaction between RR24 and BSG.

3.6. Isotherms of RR24 and MB adsorption

Adsorption isotherms represent the adsorption equilibrium. Adsorption isotherms are the 
relationships between the amount of substance qe retained per unit weight of the 
adsorbent and the adsorbate concentration Ce remaining in the aqueous solution at 
a constant temperature. Adsorption isotherms provide important information for the 
understanding and design of processes involving in the adsorption process [62]. In 
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general, the capacity of an adsorbent for a specific adsorbate is determined by the 
interaction of three properties: the concentration of the adsorbate in the fluid phase, 
the concentration of the adsorbate in the solid phase, and the system temperature [63]. 
The overall adsorption capacity is determined by these properties, as the concentration 
and temperature of the system have a significant effect on the equilibrium between Ce 

and qe (Figure 5(a)). The form of the equilibrium adsorption isotherm reveals the homo
geneity and heterogeneity of the surface of the adsorbent [64,65]. In the present study, 
the RR24 and MB adsorption were analysed by Langmuir [66], Freundlich [67], and Temkin 
isotherm models [68].

where qe and qm (mg/g) are the equilibrium and maximum adsorption capacities and Co 

and Ce (mg/L) are the initial and equilibrium concentrations of dyes, respectively. The 
Langmuir constant, KL (L/mg), is temperature and adsorption enthalpy dependent; it is 
also known as the RL (dimensionless) separation factor or equilibrium parameter [69]. KF 

((mg/g) (L/mg)1/n) and n are Freundlich isotherm constants. B is the Temkin isotherm 
constant related to the heat of adsorption. A (L/mg) is the equilibrium binding constant 
corresponding to the maximum binding energy.

Data updated to the Langmuir, Temkin, and Freundlich isotherms indicate that the 
adsorption of the RR24 and MB dyes onto the BSG can be explained by the isotherms, as 
listed in Table 3. Based on the correlation coefficient (r2), the Langmuir model explains the 
adsorption process better than the other models. The Langmuir isotherm (Figure 5(b)) is 
found to fit the data best, suggesting that the adsorption process on the BSG followed 
a single monolayer formation mechanism. The highest adsorption capacities for MB and 

Figure 5. Adsorption isotherms of RR24 and MB (a); Langmuir isotherms of RR24 and MB (b) at 30°C.

INTERNATIONAL JOURNAL OF ENVIRONMENTAL ANALYTICAL CHEMISTRY 9643



RR24 dyes were 80.31 and 100.52 mg/g, respectively. The qe values found to be lower than 
the qm values that were calculated from the experimental data. This trend is consistent 
with cases reported in the literature [69,70] and suggests that adsorption occurs as 
a monolayer phenomenon and BSG is not completely covered by the dyes. Analyzing the 
RL constant values of RR24 and MB (8.28 × 10−3 and 2.36 × 10−2), it was determined that 
the adsorption process was favourable. This finding is supported by the values of n ≥1 
(Freundlich constant) for both of the dyes. The steep initial slope of adsorption isotherm is 
attributed to low KL values, indicating an ideally high affinity. According to Kratochvil and 
Volesky, a favourable adsorbent should have a low Langmuir constant KL and a high qm 

value [70,71]. The KL values found for RR24 and MB dyes in this study were 8.27 × 10−2 and 
2.39 × 10−1 L/mg, respectively; the qm values are 100.52 and 80.31 mg/g. In the study of 
malachite green and congo red adsorption onto BSG carried out by Chanzu et al., the KL 

values were 1.55 and 0.0189 L/mg, and the qm values were 2.55 and 36.5 mg/g, respec
tively [72]. The dye adsorption capacities of BSG is comparable with the literature. For 
example, the adsorption capacity of Orange D-TGL [49] was 23.20 mg/g; Blue BF-5 G was 
42.58 mg/g [11], and Tartrazine yellow was 26.18 mg/g [38]. In the literature, the qm for 
RR24 adsorption on rice husk biochar was reported to be 88.51 mg/g [73], whereas Azolla 
pinnata [74] and sugarcane bagasse [75] had maximum adsorption capacities of 80.6 and 
9.41 mg/g for MB adsorption, respectively. The study shows that BSG used as an adsor
bent is a promising adsorbent in the removal of reactive and basic dyes, even though it 
has not been used without any prior treatment. Further research needs to be conducted 
to fully understand the potential of BSG and its effectiveness in dye removal.

3.7. Adsorption mechanism

Agricultural waste surfaces, which are primarily composed of lignin, cellulose, and 
hemicellulose, contain hydroxyl, methoxyl, and carbonyl groups [53]. Mechanisms 
for molecular binding in dyestuffs rely heavily on these functional groups. The 
Arrhenius equation yields Ea values of 67.30 kJ/mol for RR24 adsorption and 23.90  
kJ/mol for MB adsorption. Positive Ea values indicate that an endothermic process 
facilitates the adsorption of both dyes; additionally, the removal of RR24 is chemi
sorption, while the removal of MB is physisorption. The RR24 structure’s chlorine is 
very likely to form covalent bonds with the hydroxyl and carboxyl groups on the 

Table 3. Isotherm parameters for MB and RR24 adsorption onto BSG.
MB RR24

Langmuir
qm (mg/g) 80.31 100.52
KL (L/mg) 8.27 × 10−2 2.39 × 10−1

RL 2.36 × 10−2 8.28 × 10−3

r2
L 0.992 0.999

Freundlich
n 3.851 3.285
KF ((mg/g)(L/mg)1/n) 19.83 25.55
r2

F 0.875 0.812
Temkin

A (L/mg) 4.24 4.61
B 10.95 15.93
r2

T 0.960 0.921
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BSG surface due to its oxidising, highly active, and prone to nucleophilic substitu
tion nature. Furthermore, the adsorption process involves the formation of hydro
gen bonds between the -NH groups in both dyes and the -OH groups on the BSG 
surface (Figure 6). Another interaction that could be expected to occur during MB 
adsorption is the electrostatic attraction between -NH2

+ and -COO− [38]. As 
a result, the mechanisms and dyes used caused differences in the adsorption 
capacity of BSG.

3.8. Effect of ionic strength

In general, wastewater from industries that produce dyes contains not only dyes but also 
several other compounds that should be taken into account during dye adsorption. The 
presence of high ion concentrations produces wastewater with a high ionic strength, 
which may interfere with the dye adsorption process [49,76]. Ionic strength was adjusted 
using KCl at various concentrations (0.02–0.6 M). At room temperature, the effect of ionic 
strength on the adsorption of RR24 and MB onto BSG was evaluated using various 
concentrations of KCl. Figure 7(a,b) depicts the effect of KCl concentration on the 
adsorption process. The adsorption removal of RR24 and MB on BSG without salt is 
97.58 ± 0.58% and 96.45 ± 0.61%, respectively. Increasing the salt concentration as the 
KCl concentration varies from 0.01 to 0.6 mol/L, the removal percentage decreases 
slightly. RR24 and MB removals decreased to 88.10 ± 0.37% and 85.20 ± 0.51%, respec
tively, in the presence of 0.6 mol/L KCl. This is likely due to the decreased number of 
charged surface sites that are required for RR24 and MB to adhere, as the presence of KCl 
reduced the availability of these sites. It is therefore possible that electrostatic interactions 
are a significant factor in dye adsorption on BSG.

Figure 6. Proposed adsorption mechanisms between BSG surface and RR24/MB dyes.
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3.9. Desorption studies

15.0 mL of a 100 mg/L RR24/MB solution was combined with 45 mg of BSG at the 
appropriate pH. The remaining amount of dye in the solution was determined by 
centrifuging the solution. For RR24, 0.1 M NaOH solution was used to remove the dye 
from the adsorbent, while 0.1 M HCl solution was used for MB. To remove the dyes RR24 
and MB from the adsorbent 0.1 M NaOH and 0.1 M HCl solutions were used respectively. 
Five adsorption-desorption cycles were performed on BSG to determine the reusability of 
the adsorbent. Figure 7(c,d) depicts the results obtained by the regeneration experiment. 
The adsorption values for RR24 did not change significantly between the first and fifth 
cycles (96.81–94.90%), while the desorption amounts decreased from 92.68% to 74.90%. 
On the other hand, neither adsorption (95.35–94.72%) nor desorption (93.25–91.28%) 
amounts for MB changed significantly between the first and fifth cycles. This suggests that 
the positively charged surface effectively attracts and retains the reactive dyes, resulting 
in high adsorption efficiency. However, the desorption amounts for RR24 decreased 
significantly over the cycles, indicating that it may be more challenging to remove from 
the surface than MB. According to these results, it can be proposed that the operating cost 
of the adsorption can be reduced by the help of this effective regeneration process. In 
Figure 7(c,d), it is seen that the adsorption efficiencies of both dyes remained almost 
constant. In addition, MB dyestuff was recovered in all cycles. In the RR24 adsorption 

Figure 7. Effect of ionic strength for RR24 (a) and MB (b); adsorption/desorption studies of RR24 (c) 
and MB (d).
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cycles, the desorption efficiency decreased in the fourth and fifth cycles. This supports the 
conclusion that the RR24 dyestuff binds to the BSG surface by chemisorption and 
physisorption. These findings suggest the effective reusability of BSG for at least three 
cycles for RR24 and five cycles for MB removal.

3.10. Studies of synthetic wastewater

Synthetic wastewater mimics real-life conditions and allows researchers to accurately 
study the behaviour of reactive and basic dyes when interacting with BSG. By adding 
both organic and inorganic materials to the experiments, important information can be 
learned about how well BSG works as an adsorbent in complex wastewater treatment 
scenarios. These insights can help in optimising the use of BSG in large-scale wastewater 
treatment plants where various contaminants are present. Additionally, studying the 
behaviour of reactive and basic dyes with BSG in synthetic wastewater can aid in devel
oping efficient and cost-effective treatment methods for industrial effluents containing 
these dyes. Under optimal adsorption conditions, experiments were conducted to eval
uate the BSG’s potential performance in removing RR24 and MB from synthetic waste
water. At 20°C, 0.150 g of BSG was added to the dye solution, which had already been 
brought to the optimum pH for both dyes. RR24 and MB removal from synthetic waste
water were found to be 95.81 ± 0.44% and 95.33 ± 0.30%, respectively. The results clearly 
demonstrated that there was no significant matrix effect on the effective removal of RR24 
and MB from wastewater. Due to its high adsorption performance, BSG that has not been 
pre-treated can also treat wastewater with reactive and basic dyes.

4. Conclusion

Brewer’s Spent Grain (BSG), which has the highest waste rate among brewery wastes, was 
used as an adsorbent in the study without any pre-treatment. Here, it aims to determine 
the cleaning ability of wastewater with factory wastes and conduct preliminary research 
to enhance the adsorption capacity. In addition, the adsorption processes of reactive 
(RR24) and basic (MB) dyes on BSG were investigated depending on pH, time, amount of 
adsorbent, and temperature.

For RR24 adsorption on BSG, the maximum adsorption amount was reached at 
pH = 1.50, whereas for MB adsorption, it was reached at pH = 7.00. The dosage of 
adsorbent for both dyes was determined to be 0.150 g. In adsorption experiments 
conducted at various temperatures, it was observed that the MB adsorption reached 
equilibrium in a short period of time, approximately 5 minutes and that the tem
perature had no effect on the adsorption process. Also, it was discovered that the 
rate of RR24 adsorption increased with temperature, whereas the adsorption capa
city remained relatively unchanged. The activation energies of RR24 and MB adsorp
tion were 67.3 and 23.9 kJ/mol, respectively. These findings indicate that MB 
adsorption on BSG is physisorption, whereas RR24 adsorption is chemisorption. The 
adsorption of both dyestuffs was consistent with the pseudo-second-order kinetic 
model for all temperatures studied. In addition, it was found that the Langmuir 
isotherm model could best explain the adsorption of MB and RR24, and the max
imum adsorption capacities were 80.31 and 100.52 mg/g, respectively. Compared 
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with the literature, the dye adsorption capacity of BSG is entirely satisfactory. 
Furthermore, BSG’s removal efficiency, low cost, and being able to be used without 
pre-treatment show that it is a promising adsorbent, an agricultural waste. Future 
research could increase the adsorption capacity by increasing the number of func
tional groups on the BSG surface.
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