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Abstract: A significant environmental concern globally is the pollution of water bodies as a result of
heavy metals. To date, various attempts have been made to effectively remove heavy metals, such as
those that use synthetic and biogenic materials to abate and control water pollution. The biological
removal of pollutants from water is an efficient and environmentally friendly technique. In this study,
we evaluated the biosorption characteristics of Zn2+ ions from aqueous solution by spent composed
of raw Agaricus biosporium (RAB) and A. biosporium (SCAB). We added different biosorption doses,
metal ions, and initial concentrations of pollutants to explore the adsorption of Zn2+ by RAB and
SCAB. We applied pseudo-first- and second-order models to investigate the biosorption kinetics.
According to our results, the rate of Zn2+ removal from the aqueous solution using raw biomass
was significantly lower than that using sodium citrate-treated biomass of SCAB. When the Zn2+

concentration increased from 10 mg L−1 to 200 mg L−1, the rate of removal of RAB decreased
from 73.9% to 38.4%, and that of Zn2+ by SCAB decreased from 99.9% to 75.9%. As we increased
the biosorbent dose, the rate of Zn2+ removal by SCAB increased. Interestingly, Zn2 biosorption
was inhibited by heavy co ions (Cu2+ and Pb2+) and light metals (e.g., Na+, Mg2+, K+, and Ca2+).
When treating wastewater polluted with Zn2+, Pb2+, and Cu2+, SCAB showed good potential. The
results of this study provide a scientific basis for an environmentally sound approach to controlling
water pollution.

Keywords: biosorbent; Agaricus bisporus; Zn2+; kinetics; thermodynamic

1. Introduction

Technological advancements, growing population, mining and other industrial activi-
ties, and increasing urbanization have contributed to the rapid increase in the number of
water bodies polluted with heavy metals, creating a major environmental problem. Devel-
opmental advances in industrial activities, such as mining operations, smelting, printing,
metal plating facilities, explosive manufacturing, and dying, as well as consumer products,
including paints, plastics, pesticides, alloys, batteries, tanneries, and ceramic glass, are
responsible for this alarming extent of heavy metal pollution. Wastewater containing heavy
metals generated by industrial units is being directly and indirectly discharged into the
environment. The toxic heavy metals discharged into the water bodies influence the flora
and fauna of aquatic ecosystem systems and negatively affect human health when these
metals are transferred and enriched through the food chain [1]. Chemical precipitation,
electrochemical treatment, filtration, and membrane technologies are commonly used to
remove toxic metals from the wastewater [2–4]. When the concentration of heavy metals is
low (e.g., 1–100 mg L−1) and the volume of wastewater is high, conventional methods are
extremely expensive and may even be ineffective [5,6]. Another major problem associated
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with these conventional treatment processes is the generation of toxic chemical sludge,
and its disposal becomes environmentally costly [7]. Thus, learning how to remove heavy
metals from wastewater to an environmentally safe level in an ecofriendly and cost-effective
manner is essential.

A significant amount of research has been conducted over the past 20 years to examine
ways to control heavy metal pollution. In recent years, the removal of heavy metals involv-
ing biological methods has attained significant attention because of the cost-effective and
environmentally friendly aspects [8]. Fungus [9–11], citrus peel [12], marine algae [13,14],
bacteria [15], and other materials [16–18] are cost-effective and ecofriendly. These readily
available biomaterials can effectively remove heavy metals in various forms from aqueous
solution. However, the low adsorbing capability of raw biomass has limited the practical ap-
plication of biosorption to heavy metals. Therefore, to enhance the biosorbent’s adsorption
capacity, chemical pretreatments are often applied, including washing the raw biomaterials
with HNO3 [12], calcium chloride [19], formaldehyde [20], HCl and acetone [21], and
NaOH [22]. By masking or removing the surface groups or exposing metal-binding sites,
pretreatment may change the functional groups and surface properties [23].

Recent studies have used Fourier transform infrared spectroscopy (FT-IR) or X-ray
photoelectron spectroscopy (XPS) [24,25] to examine changes in the functional groups
and study the mechanism of biosorption. The biosorption mechanism usually consists
of adsorption, ion exchange, complexation, and microprecipitation [16]. The cell wall of
biosorbent materials is usually composed of a large number of polysaccharides, proteins,
lignin, and other polycomplexes, which can provide sufficient functional groups such
as carboxyl, hydroxyl, sulfate, phosphate, amide, and amino for the binding of metal
ions [26,27]. However, ion exchange, which is another important mechanism for chemical
adsorption, has not attracted sufficient attention in the field of biosorption. The pH change
after biosorption has not been reported, although it can help to evaluate the chemical
changes in the biosorption process. Several studies have examined the leaching of Na+,
Mg2+, K+, and Ca2+ from biosorbents; however, these changes have not been compared with
simultaneous changes in pH [9,28,29]. Furthermore, the combination of a simultaneous pH
change and light metal ion release might explain the ion exchange involved in the process
of biosorption [16].

One of the most common pollutants—and also among the most harmful—found in
wastewater for both irrigational and industrial applications is zinc [30]. Zinc is a trace
element that is essential for human beings and for the growth of flora and fauna, but
large quantities of zinc can have an adverse impact on plants, animals, and humans [31].
According to the U.S. Environmental Protection Agency, the Zn2+ concentration in drinking
water must be less than 3 mg L−1 [32].

Agaricus bisporus is a kind of large fungus, widely cultivated in China. Its subsidiary
entity has the advantages of large size, easy access, low price, and good tolerance to
harsh environments. It has the potential to prepare heavy metal bioadsorbent materials,
which provides a good basis for the development of bioadsorbent materials and related
mechanism research. Although most of the raw biomass materials used for biosorption are
cheap and readily available, the cost involved in the preparation of biosorbents must also
be considered. Hence, regeneration of the biosorbent can lower processing costs and also
recover the adsorbed heavy metals. Thus, nondestructive regeneration of biosorbents by
ecofriendly, economical, and effective desorbing eluants is a valuable option for eliminating
heavy metals from industrial wastewater. Several studies have investigated the recycling
of raw biosorbents [24,33,34]. The number of effective sorption–desorption cycles of many
biosorbents, however, do not meet ideal applications. Thus, in this study, we (1) examined
the role of the initial biosorbent dosage, the Zn2+ concentration, and aqueous metal ions;
(2) tested the Zn2+ adsorption capacity of sodium citrate-treated Agaricus bisporus (SCAB);
(3) studied the Zn2+ adsorption mechanism from multiple angles; (4) explored the effect
of SCAB on the removal of Zn2+ from aqueous solution and determined the number of
possible sorption–desorption cycles. To reduce and remove water pollution caused by
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toxic heavy metals, the results of this study offer a scientific basis and an environmentally
sound approach.

2. Materials and Methods
2.1. Biosorbent Preparation

The raw fungal biomass of A. bisporus (RAB) was obtained from a commercial company.
The fruit bodies were washed thoroughly with deionized water to remove impurities
and dirt, then dried for 24 h in an 80 ◦C oven. To obtain a uniform particle size, the
dried biomass was crushed and sieved through 250–380 µm American Society for Testing
Material–standard sieves. The sieved biomass was treated per gram with between 0.1 L
and 10 mM of sodium citrate in a rotary shaker for 0.5 h at 150 rounds per minute. Before
use, the treated biomass was dried for 24 h at 80 ◦C and then stored in a desiccator.

2.2. Zn2+ Solution Preparation

Zinc nitrate (Zn(NO3)2·6H2O) was used to prepare Zn2+ solutions. The required
quantity of Zn(NO3)2·6H2O was dissolved in deionized water to prepare the stock solution
of Zn2+ (1 g L−1). This solution was used to prepare different working concentrations of
the dilute solutions. In all of the experiments, 0.1 M HCl and 0.1 M NaOH solutions were
used to adjust the pH of the Zn2+ solutions to 4.0. All of the analytical-grade chemicals and
reagents were used without further purification.

2.3. Batch Experiments

2.3.1. Effect of Biosorbent on Zn2+ Biosorption by RAB and SCAB

Then, 3 to 20 g L−1 of SCAB was added to 250 mL Erlenmeyer flasks containing a
concentration of 100 mL Zn2+ solution. The temperature was maintained at 25 ◦C and the
pH at 4.0. The experiments were performed by using equivalent amounts of raw A. bisporus
(RAB) biomass under the same conditions to study the efficiency of the SCAB treated with
sodium citrate.

2.3.2. Effect of Zn2+ Concentration on Zn2+ Biosorption by RAB and SCAB

We investigated how SCAB biosorption of Zn2+ was affected by the initial Zn2+ con-
centration, which ranged from 20 to 200 mg L−1. The same experimental conditions were
used to add RAB, further examining the effect of sodium citrate on SCAB.

2.3.3. Effect of Adsorption Time on Zn2+ Biosorption by SCAB

The 13 g L−1 SCAB was placed in 22 mg L−1, 65 mg L−1, 85 mg L−1, and 135 mg L−1

zinc solution at 25 ◦C and a pH of 4.0, and the remaining zinc ion concentration in the
solution was sampled at 5, 10, 20, 30, 40, and 60 min after the start of the reaction.

2.3.4. Effect of Co-Ions on Zn2+ Biosorption by SCAB

The competition for binding sites on the biomass was investigated by adding other
metal ions to Zn2+ solutions.

Then, 0 mM of Na+, 1 mM of Mg2+, 5 mM of K+, and 10 mM of Ca2+ were added to
the Zn2+ solutions to examine how light metal ions affected the biosorption properties of
Zn2+ by SCAB. The quantity of light metal ions relative to their inmolar equivalents was
calculated because the concentration was quite high in practical wastewater.

Next, 50 mg L−1, 75 mg L−1, and 100 mg L−1 Cu2+ and Pb2+ were added to the Zn2+

solutions to examine how heavy metal ions affected the biosorption properties of Zn2+ by
SCAB. The ratios of Cu2+/Pb2+ to Zn2+ in solution were set to 1:1, 1.5:1, and 2:1 because a
50 mg L−1 concentration of Zn2+ was maintained.

After the biosorption experiments were completed, the biosorbent was immediately
removed by filtering the samples with a 0.45 µm filter membrane. An inductively cou-
pled plasma-optical emission spectrometer (ICP-OES) (Perkin-Elmer Instruments, Optima
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5300 DV, Waltham, MA, USA) was used to determine the concentration of Zn2+ in the
filtered solutions.

2.3.5. Specific Surface Area Detection of Bioadsorbent Materials

The RAB and SCAB were pretreated with vacuum pump at 348 K for 10 h. Then, an
automatic nitrogen adsorption instrument (ASAP 2010, Micromeritics, Norcross, GA, USA)
was used to detect the specific surface area of multi-point BET.

2.4. Light Metal Ion Release

To determine the relationship between the quantity of light metal ions released and
the quantity of Zn2+ ions adsorbed, we sampled the solutions following the biosorption
of 20–200 mg L−1 Zn2+ solutions by SCAB. We employed the charge balance method
(Sum = Na+/2 + K+/2 + Mg2+ + Ca2+) to calculate the quantity of light metal ions released.

2.5. Results of Fourier Transform Infrared Spectroscopy

Fourier transform infrared (FT-IR) spectroscopy (Thermo Nicolet IS10, Waltham, MA,
USA) was used to study the chemical characteristics of RAB and SCAB before and after
biosorption of Zn2+. A ratio of 1:200 of the dried and sieved biomass samples was mixed
with potassium bromide (KBr) (SP). The samples were compacted under high pressure into
pellets. The FT-IR spectra (500–4000 cm−1) were collected, and the pure KBr background
from the sample spectra were subtracted.

2.6. Results of Sorption–Desorption Cycles

To study the possibility of regeneration and reuse of SCAB, 10 mM sodium citrate
was used as both eluent and the regenerant. Then, 13 g L−1 SCAB was used to treat the
100 mg L−1 Zn2+ solution at 25 ◦C and a pH of 4.0; 100 mL of 10 mM sodium citrate was
used to desorb the Zn2+ onto the biosorbent. Both the sorption duration and desorption
duration were 30 min. Excessive distilled water was used to wash the biosorbent and
remove the sodium citrate. Then, vacuum filtration was used to dry the biosorbent and
prepare it for next process. The sorption–desorption cycle was repeated 10 times. After
each sorption or desorption process, the contents of Zn2+ in the remaining solution were
analyzed by using ICP-OES.

2.7. Experimental Data Analysis
2.7.1. Capacity of Biosorption

To evaluate the biosorption capacity, we calculated the amount of Zn2+ adsorbed by
the biomass according to the following equation:

E% = (C0 − Ce)/C0 × 100, (1)

qe = (C0 − Ce)V/W, (2)

where E% represents biosorption efficiency; qe represents the amount of Zn2+ adsorbed
by SCAB (mg g−1); C0 represents the initial Zn2+ concentration (mg L−1); Ce represents
the Zn2+ concentration at equilibrium (mg L−1); V represents the solution volume (L);
and W represents the biosorbent weight (g). The experiments were completed at 25 ◦C
(room temperature).

2.7.2. Equilibrium Isotherms

Langmuir, Freundlich, Dubinin–Radushkevich (D-R), and Temkin isotherms were
used to calculate the biosorption equilibrium data.

Sorption occurs on only one ion per binding site, according to the Langmuir model,
and the sorbent surface has just one type of binding site [9]. The linear form of this model
is expressed as follows:

Ce/qe = 1/Q0b + Ce/Q0, (3)
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where Ce represents the equilibrium Zn2+ concentration in solution (mg L−1); qe represents
the amount of equilibrium absorption (mg g−1); the Langmuir constant Q0 (mg g−1) repre-
sents the capacity of the monolayer adsorption; and b (L mg−1) represents adsorption heat.

The Freundlich model can be used to calculate surface heterogeneity and multilayer
adsorption to binding sites on the sorbent’s surface [35]. The linear form of this empirical
expression follows:

log qe = log K f + log Ce/n, (4)

where Ce represents the Zn2+ equilibrium concentration in solution (mg L−1); qe represents
the amount of equilibrium absorption (mg g−1); Kf (mg g1−(1/n) L1/n g−1) represents the
adsorbent’s adsorption; and 1/n represents the heterogeneity of the surface [36].

Because the D-R isotherm does not assume constant sorption potential or a homoge-
neous surface, it is less specific than the Langmuir isotherm [37]. D-R can be calculated
as follows:

ln qe = ln qm − βε2, (5)

where, β represents a constant related to the mean free energy of adsorption per mole of
adsorbate (mol2 kJ−2); qm represents the capacity for theoretical saturation; and ε represents
the Polanyi potential, which is equal to RT ln(1 + (1/Ce)), where R represents the universal
gas constant and T represents the absolute temperature.

A decrease in sorption heat is linear in the Temkin isotherm rather than logarithmic,
as in the Freundlich equation. This isotherm can be calculated as follows:

qe = RT ln(ATCe)/bT , (6)

where AT (L mg−1) and bT represent the Temkin isotherm constants; R represents the
universal gas constant; and T represents the absolute temperature.

2.7.3. Biosorption Kinetics

Several studies have described heavy metal experimental data for biosorbent removal
using two kinetic models [38,39].

The first is the Lagergren model, which generally expresses a pseudo-first-order rate
model as follows:

log(qe − qt) = log qe − k1/2.303, (7)

The corresponding pseudo-second-order model is as follows:

t/qt = 1/k2q2
e + 1/qe, (8)

where qe and qt represent the quantities of Zn2+ ions adsorbed on the biosorbent at equilib-
rium and at time t (min.), respectively; k1 represents the first-order adsorption rate constant
(min−1); and k2 represents the second-order adsorption rate constant (g mg−1 min−1).

2.7.4. Biosorption Thermodynamics

Changes in Gibbs free energy (∆G◦), entropy (∆S◦), and enthalpy (∆H◦), which are
the most common thermodynamic parameters, were calculated as follows:

Kc = Ce,ad/Ce, (9)

∆G◦ = −RT ln Kc, (10)

∆G◦ = ∆H◦ − T∆S◦, (11)

where Ce,ad and Ce represent the Zn2+ concentration on the biosorbent and the residual Zn2+

concentration at equilibrium (mg L−1); Kc represents the equilibrium constant; R represents
the gas constant (8.3145 J mol K−1); and T represents the solution temperature (K).
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3. Discussion of Results
3.1. Effect of A. bisporus Pretreatment

In this study, when the Zn2+ concentration increased from 10 to 200 mg L−1, the rate
of Zn2+ removal by SCAB lowered from 99.9% to 75.9%, and the rate of RAB removal
lowered from 73.9% to 38.4% (Figure 1a). This result indicated that the sodium citrate-
treating method improved the biosorption capability of A. bisporus biomass and made the
decreasing trend less significant. Because the trend in saturation when using a higher initial
metal concentration for the biosorbent created a finite number of surface binding sites, the
removal rate with high Zn2+ concentration decreased [40]. Our findings aligned with a
previous study, which found that Chlorella coloniales was effective for Cr, Co, Fe, and As
bioaccumulation; however, bioaccumulation efficiency decreased when the concentration
of heavy metal was high [41].
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Figure 1. Removal rate of Zn2+ by the sodium citrate-treated Agaricus bisporus (SCAB) and the
raw Agaricus biosporium (RAB): (a) with different initial Zn2+ concentrations; and (b) with different
biosorbent dosages.

When the biosorbent dosage was changed from 3 to 20 g L−1, the rate of Zn2+ removal
by SCAB rose from 31.6% to 97.7%. Under matching experimental conditions, the rate of
RAB removal increased only from 16.3% to 54.2% (Figure 1b). We attributed this increased
rate of Zn2+ removal with a high dose of the biosorbent to an increase in the surface area
as well as in the number of binding sites. The exchangeable ions that were available for
adsorption increased, which was tied to the amount of biosorbent needed in the process of
biosorption [42]—that is, when the biomass amount increased, the metal ion biosorption
per gram of biomass decreased [41,43–46]. Therefore, when the biomass dose increased, the
final amount of heavy metal removal was also enhanced; however, the biosorption capacity
of the heavy metal ions decreased [41,47–49]. The removal rate of both SCAB and RAB
did not rise significantly when the biosorbent dose was more than 13 g L−1. The reduced
effective sorption area that results from biosorbent aggregation likely was responsible [50].

The 13 g L−1 SCAB was placed in 22 mg L−1, 65 mg L−1, 85 mg L−1, and 135 mg L−1

zinc solution at 25 ◦C and a pH of 4.0, and the remaining zinc ion concentration in the
solution was sampled at 5, 10, 20, 30, 40, and 60 min after the start of the reaction. The
kinetic curve for zinc ion showed that the amount of biosorption sharply increases with
increasing contact time in the initial stage (0–20 min) and then gradually increases to
reach an equilibrium value. The higher reaction rate originates from the large number
of convenient adsorption sites on the surface or inside of the adsorbent. As the reaction
proceeds, the available sites are gradually saturated, and the adsorption rate cannot be
further improved.
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3.2. Effect of Co-Ions on Zn2+ Biosorption by SCAB

Heavy metal ions in industrial effluents are always accompanied by light metal ions
(e.g., Na+, Mg2+, K+, and Ca2+). The concentration of light metal ions normally is higher
than that of heavy metal ions. The sorption capacity of commercial ion exchange resins is
affected by light metal ions [19]. Even at a concentration of 10 mM, the effect of Mg2+ on
Zn2+ uptake was somewhat insignificant. The rate of Zn2+ removal by SCAB decreased by
about 39.6% when the Na+ concentration was 10 mM. The removal rate decreased by 16.3%
and 12.5%, however, with the same Ca2+ and K+ concentrations (Figure 2), which indicated
SCAB’s relatively higher affinity for Zn2+ than for the light metal ions.
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Figure 2. Light metal ions have an impact on the Zn2+ biosorption by the sodium citrate-treated
Agaricus bisporus (SCAB) at an initial concentration of 1 mM.

When multiple metal ions are present in natural and polluted water, it often has
an interactive effect that does not occur in the presence of single toxic metallic species.
Therefore, how various heavy metal ions interact must be considered in the biosorption
process [51]. Using SCAB, we effectively removed Pb2+ (99.7–98.6%), but the effect of
interfering ions was higher, resulting in a decrease from 90.2 to 44.0% for Zn2+ in the
presence of Pb2+. This result showed that Zn2+ biosorption was hindered by Pb2+. In
contrast, when the Cu2+ concentration increased from 50 to 100 mg L−1, the rate of Cu2+

removal decreased from 96.6% to 80.5% and the rate of Zn2+ removal decreased from 39.3%
to 20.2%. As the ratio of Pb2+ or Cu2+ to Zn2+ increased, the removal rate of Zn2+ in the
Cu-Zn binary metal system decreased more than that in the corresponding Pb-Zn binary
metal system, which suggested that Cu2+ shared more binding sites with Zn2+ on the
surface of SCAB than Pb2+. In addition, both lead and copper ions could be effectively
removed from the solution by SCAB, which could also be applied to these heavy metals as
a biosorbent.

3.3. Effect of Biosorption on Solution pH

Research has shown that heavy metal uptake is affected by pH [52,53]. Past studies
have primarily examined the pH value in initial biosorption when considering the capacity
of biosorbents for heavy metal uptake [53], but they have rarely considered pH value
changes following biosorption. In this study, we set the initial solution pH at 4.0. Figure 3
shows the value of the solution pH after Zn2+ biosorption by SCAB. As the initial Zn2+

concentration increased, the solution pH value also increased (Figure 3a). This result
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showed that H+ could be removed from the solution onto the biosorbent surface as a result
of the involvement of an ion exchange mechanism. Additionally, the change in the pH
solution was limited at a higher initial Zn2+ concentration. As shown in Figure 3b, with an
increase in the dose of the biosorbent in solution, the solution pH also increased. This result
may have been caused by more exchangeable and releasable components, such as Na+,
K+, Mg2+, and Ca2+, as well as additional binding sites when the dose of the ion exchange
mechanism was higher. The involvement of the biosorption process relative to the ion
exchange mechanism will be addressed in a follow-up study.
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3.4. Ion Exchange during Biosorption

According to Chen et al. [54], a generalized type of functional group such as carboxyl,
hydroxyl, sulfate, phosphate, and amine groups (represented as R2−) is part of the metal
ion adsorption process. Most complex functional groups have light metal ions such as
Ca2+ (CaR), which can be stripped away through the ion exchange process. In aqueous
solution, H+ ions could replace Ca2+ when the biosorbents were applied according to the
following reaction:

2H+ + [CaR] = Ca2+ + [H2R]. (12)

(1) During biosorption, a similar exchange occurs between Ca2+ ions and heavy metal
ions (represented as M2+), as shown in Equation (13):

M2+ + [CaR] = Ca2+ + [MR]. (13)

(2) The driving force behind the equilibrium on the right side of the equation was the
stronger affinity of M2+ for R2−. As demonstrated in Equation (12), when the Ca2+ in
the solution exchanged the H+ in the biosorbent, the solution’s pH increased.

Because Na+ was the most common light metal released and contributed the most
to the ion exchange of Zn2+ in the biosorption process, Equations (12) and (13) can be
rewritten as follows:

2H+ + [Na2R] = 2Na+ + [H2R], (14)

M2+ + [Na2R] = 2Na+ + [MR]. (15)

(3) During the uptake of Zn2+, ion exchange was essential; however, it appeared that the
nonstoichiometric exchange of ions meant that the ion exchange mechanism was not
solely responsible for the biosorption of Zn2+ by SCAB.

Light metal ions (e.g., calcium ions) can saturate many biosorbents and then can
exchange them with heavy metal ions from the solution. As a result, the release of the
light metal ions and the adsorption of heavy metal ions can occur simultaneously [54]. We
observed that light metal ions, including Na+, Mg2+, K+, and Ca2+, were released simul-
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taneously with Zn2+ adsorption (Figure 4a). As the initial Zn2+ concentration increased,
the four light metal ions in solution also increased, which demonstrated that light metal
ions might be released as a result of an ion exchange with Zn2+. After treating the raw
biomass with sodium citrate, the main exchangeable light metal ion was Na+, in contrast to
other studies, which found Ca2+ on the surface of SCAB [20,55]. The quantity of light metal
ions released was proportional to Zn2+ adsorption (Figure 4b). The involvement of an ion
exchange mechanism was demonstrated by the simultaneous release of light metal ions
and Zn2+ adsorption. After Zn2+ biosorption by SCAB, the solution pH increased, which
showed that light metal ions replaced H+ from solution on the surface of SCAB (Figure 3).
Conversely, when the initial Zn2+ concentration increased, pH changes were limited, which
showed that Zn2+ rather than H+ replaced the light metal ions on the biosorbent. This was
most notable when the initial Zn2+ concentrations were high.
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3.5. Functional Groups in Zn2+ Biosorption

Specific surface area refers to the total area of the unit mass of the material, including
the external area and the internal surface area (micropore area). By studying the specific
surface area, the contact degree between adsorbed material can be fully understood. Specific
surface area is an important index to evaluate the efficacy of adsorbent. It was determined
that the specific surface area, micropore area, and surface area of the SCAB were 9.68 m2/g,
1.05 m2/g, and 8.62 m2/g, respectively, which were 3.57 times, 4.56 times, and 4.36 times
higher than that of the RAB. The increase in specific surface area will help increase the
contact surface between SCAB and zinc ions in solution. More adsorption sites will also
be exposed, which is conducive to the binding of zinc ions in the solution with effective
adsorption sites.

Four bands showed decreased intensity and band shifts (Figure 5). The absorbance
peak of the hydroxyl group stretch decreased from 3423 to 3398 cm−1 after biosorption.
The absorbance peaks of the aromatic nitro groups’ absorbance peaks reached a symmetric
stretch of 1380 cm−1 and an asymmetric stretch of 1551 cm−1, and absorbance peaked
at 617 cm−1. These results likely were caused by the shift in the phosphate groups. We
also observed shifts in the FT-IR spectra of the aromatic nitro, phosphate, and hydroxyl
group peaks. These results indicated that these groups had an impact on SCAB biosorption
of Zn2+.
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The stretching vibration of the absorbance peak of the hydroxyl group increased from
3405 to 3448 cm−1. We attributed the peak at 1637 cm−1 to the C=O bond in the carboxyl
group, which was evident for Zn-loaded RAB but not for RAB. We attributed the peaks at
2973 and 1383 cm−1 to the alky and aliphatic nitro groups, which were not evident for RAB
but were for Zn-loaded RAB. The phosphate groups may have been responsible for changes
in absorbance peaks in the fingerprint zone (<1000 cm−1). The FT-IR spectra showed that
changes in aliphatic nitro, hydroxyl, carboxyl, and phosphate group peaks were responsible
for RAB biosorption of Zn2+. Therefore, the primary functional groups that were involved
in Zn2+ biosorption were affected by the sodium citrate-treating method.

3.6. SCAB Regeneration and Reuse

The regeneration efficiency of biosorbent after metal desorption relies on the exploita-
tion of biosorption technology to remove heavy metals [56]. The rate of Zn2+ removal
of 100 mg L−1 lowered from 96.81% to only 94.11% after 10 biosorption–desorption cy-
cles (Figure 6). The slight SCAB loss from the open-reaction system may have been the
cause. Hence, the Zn2+ removal efficiency by SCAB did not decrease significantly after
10 biosorption–desorption cycles.

The desorption results showed that most of the adsorbed Zn2+ could be effectively
eluted from SCAB by the sodium citrate solution after each cycle. During desorption
cycle processing, the desorption rate slightly increased, which could be attributed to the
incomplete desorption of Zn2+ on some binding sites in the previous cycle and to the
activation of these Zn2+-binding sites in the subsequent cycle.

In summary, the adsorbent seems to be performing well by reaching 10 cycles with
removal efficiency above 90%. Sodium citrate solution could be used as both regenerant
and eluant and did not affect the biosorption properties of SCAB.
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3.7. Equilibrium Isotherms

Certain constants, including values that express biosorbent affinity and surface prop-
erties, can be reflected in an adsorption isotherm [55]. To design an optimal biosorption
system to remove metal ions from effluents, we established an appropriate relationship
for these equilibrium isotherms to characterize these constants. We analyzed batch exper-
imental data using four equilibrium isotherms (i.e., the Langmuir, Freundlich, D-R, and
Temkin isotherms). We calculated the corresponding constants for the Zn2+ biosorption
by SCAB (Table 1). We used the Langmuir isotherm (Equation (3)) to calculate the Zn2+

monolayer adsorption capacity (Q0) of SCAB, which was 19.607 mg g−1. We used the
Freundlich isotherm (Equation (4)) to calculate the constants Kf and 1/n, which were
4.518 mg g1−(1/n) L1/n g−1 and 0.692, respectively. The Zn2+ biosorption of on SCAB was
favorable, as shown by the values of 1/n between 0 and 1 [57].

Table 1. Model results for the correlation coefficients and constants.

Isotherm Equations Parameters R2

Langmuir Q0 (mg g−1) b (L mg−1)
0.95019.607 0.593

Freundlich
Kf (mg g1−(1/n) L1/n) g−1) 1/n

0.952
4.518 0.268

Dubinin–Radushkevich
qm (mg g−1) β (mol2 kJ−2)

0.66450.816 7.0 × 10−9

Temkin
AT (L g−1) bT 0.8781.467 2370.882

We used the D-R constants (Equation (5)) to calculate the theoretical saturation ca-
pacity (qm) and the free energy of adsorption per mole of the adsorbate (β), which were
50.816 mg g−1 and 7.0 × 10−9 mol2 kJ−2, respectively. We used the Temkin isotherm to
determine the constants of bT (2370.882) and AT (1.467 L g−1), which showed that the
adsorption of heat for all the molecules in the layer decreased in a linear fashion along with
coverage as a result of the adsorbent–adsorbate interactions. We also found that a uniform
distribution (up to the maximum) of binding energies characterized this adsorption [58].

The biosorption of Zn2+ on SCAB correlated well with the Freundlich (0.952) and
Langmuir-type (0.950) isotherms. Compared with the D-R (0.664) and Temkin (0.878)
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isotherms, the Freundlich (0.952) and Langmuir (0.950) isotherms correlated well with
the Zn2+ biosorption of SCAB (Table 1). The Langmuir isotherm revealed the adsorbent’s
surface homogeneity, and the Freundlich adsorption isotherm revealed of the adsorbent’s
surface heterogeneity. Because the regression coefficients for these two isotherms were
high, we found that the SCAB surface had small heterogeneous adsorption patches, which
featured adsorption capabilities that were identical [59].

In order to know whether SCAB has an advantage in zinc adsorption, maximum
capacity, Kf for biosorption of Zn2+ by various biosorbents are listed in Table 2. As can be
seen from the table, the Kf value of SCAB was significantly higher than that of the reported
zinc-adsorbed biomaterials, which reflected certain advantages in terms of the theoretical
maximum adsorption capacity.

Table 2. Maximum capacity, Kf for biosorption of Zn2+ by various biosorbents.

Biosorbents Kf References

Sargassum sp. 1.44 [60]
Botrytis cinerea 1.13 [61]

Sargassum 0.41 [62]
S. intermedia 1.03 [63]

L. minor 1.06 [64]
P. stratiots 0.25 [61]

Botrytis cinerea 1.13 [58]
Plain Ca-alginate bead 0.51 [65]

SCAB 4.52 This study

3.8. Kinetic Studies

To select the optimum operating conditions for a full-scale batch metal removal process,
biosorption kinetics are necessary. These kinetics offer promising biosorption efficiency
characteristics [65]. To predict the biosorption kinetics, we applied the pseudo-first-order
(Equation (7)) and pseudo-second-order (Equation (8)) models to evaluate the mechanism
controlling biosorption.

Table 3 lists the biosorption capacity (qe), biosorption rate constants (k1 and k2), and
initial sorption rate (h) for Zn2+ biosorption by SCAB. We compared the calculated biosorp-
tion capacity (qe,cal) with the experimental biosorption capacity (qe,exp) and found that these
values were similar to the pseudo-second-order kinetic values. We observed, however,
significant differences between the experimental values and the pseudo-first-order kinetic
model values. We also found that the correlation coefficients were much lower for the
pseudo-first-order kinetic model than they were for the pseudo-second-order kinetic model
(0.999) at all working concentrations. This result indicated that the pseudo-second-order
kinetic model was better able to describe Zn2+ biosorption by SCAB.

Table 3. Pseudo-first-order model comparison with pseudo-second-order kinetic model; experimental
and calculated qe values for various concentrations of initial Zn2+.

C0
(mg L−1)

qe,exp
(mg g−1)

First-Order Kinetic Model Second-Order Kinetic Model

k1
(1 min−1)

qe,cal
(mg g−1) R2 k2

(g mg−1 min−1)
qe,cal

(mg g−1) R2 H
(mg g−1 min−1)

22 1.746 0.099 0.004 0.824 65.437 1.748 0.999 200.000
65 4.978 0.108 0.061 0.928 4.444 5.000 0.999 111.111
75 6.449 0.122 0.242 0.969 1.395 6.494 0.999 58.824

135 9.567 0.219 2.193 0.915 0.379 9.709 0.999 35.714

3.9. Thermodynamic Parameters

Table 4 lists the equilibrium constant (Kc) as well as changes in Gibbs free energy
(∆G◦), entropy (∆S◦), and enthalpy (∆H◦). According to these thermodynamic parame-
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ters, when the temperature changed from 25 ◦C to 40 ◦C, Kc rose from 29.348 to 32.837,
which demonstrated SCAB’s increased biosorption capacity in keeping with an increase
in temperature. As adsorption capacity increased with temperature, the kinetic energy
of SCAB particles also rose at higher temperature, which caused the collision frequency
between the sorbate and biosorbent to increase [66]. Temperature increases also caused the
pore size of the adsorbent to change, thus improving the pore’s intraparticle diffusion and
increasing the adsorbent’s adsorption capacity. A bond rupture in the functional groups
on the biosorbent surface, however, could cause the number of active biosorption sites to
increase [67]. In this study, we did not consider higher temperatures because desorption
started at ≥50 ◦C.

Table 4. Thermodynamic the sodium citrate-treated Agaricus bisporus (SCAB) parameters at
100 mg L−1 concentration.

Temperature (K) KC
∆G◦

(kJ mol−1)
∆H◦

(kJ mol−1)
∆S◦

(J mol−1 K−1)

298 29.348 −8.376
5.739 a 0.047 a303 30.696 −8.630

313 32.837 −9.090
a All of the temperature values are valid.

When the temperature rose from 25 ◦C to 40 ◦C, Gibbs free energy (∆G◦) changed
from −8.376 to −9.090 kJ mol−1. This higher negative value suggested the spontaneous
nature of biosorption [68]. Because chemical adsorption generally is characterized by free
energy ranging from 80 to 400 kJ mol−1, the Zn2+ biosorption by SCAB was considered to
be physical adsorption [56]. The endothermic nature of biosorption was confirmed by the
positive ∆H◦ value. Increased randomness at the interface of the biosorbent and the Zn2+

solution during biosorption was demonstrated by the positive ∆S◦ value.

4. Conclusions

Sodium citrate-treated SCAB showed a significantly higher biosorption capability for
Zn2+ in solution than in raw biomass. SCAB had a much higher affinity for Zn2+ than for
light metal ions, and it preferred to adsorb Pb2+ and Cu2+ when the two ions were also
present. We determined that a release of light metal ions and a change in pH following
biosorption verified the involvement of the ion exchange mechanism. We confirmed
changes in functional groups following pretreatment in biosorption through FT-IR. We
completed 10 cycles of biosorption–desorption and verified that the removal rate of Zn2+ did
not noticeably decrease and most of the absorbed Zn2+ could be eluted. The change in Gibbs
free energy (∆G◦) from −8.376 to −9.090 kJ mol−1 with an increase in temperature showed
that the physical adsorption and spontaneous biosorption process followed pseudo-second-
order kinetics. The endothermic nature of biosorption was confirmed by the positive ∆H◦

value. This study demonstrated that SCAB treated with sodium citrate is a better alternative
for the treatment of wastewaters contaminated with Zn2+, Pb2+, and Cu2+ ions. The world’s
most widely consumed mushroom species (A. bisporus) has high removal efficiency and
high accumulation potential for heavy metal ions from mono- and polycomponent aqueous
solutions. The use of sodium citrate-treated SCAB offers an efficient, cost-effective, and
environmentally sound solution to treat wastewater, particularly at a time when global
political views are shifting toward sustainable green technologies.

This study verified the removal efficiency of sodium citrate-treated SCAB under
controlled laboratory conditions. Additional field studies are needed to better determine
how to use SCAB to treat wastewater polluted by heavy metals. This limitation reveals the
necessity of future work in this direction.
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