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Abstract: The removal of lead metals from wastewater was carried out with carbon microspheres
(CMs) prepared from date palm leaflets using a hydrothermal carbonization process (HTC). The
prepared CMs were subsequently activated with phosphoric acid using the incipient wetness im-
pregnation method. The prepared sample had a low Brunauer–Emmet–Teller (BET) surface area
of 2.21 m2·g−1, which increased substantially to 808 m2·g−1 after the activation process. Various
characterization techniques, such as scanning electron microscopy, BET analysis, Fourier transform
infrared, and elemental analysis (CHNS), were used to evaluate the morphological structure and
physico-chemical properties of the CMs before and after activation. The increase in surface area is an
indicator of the activation process, which enhances the absorption properties of the material. The
results demonstrated that the activated CMs had a notable adsorption capacity, with a maximum
adsorption capacity of 136 mg·g−1 for lead (II) ions. This finding suggests that the activated CMs are
highly effective in removing lead pollutants from water. This research underscores the promise of
utilizing activated carbon materials extracted from palm leaflets as an eco-friendly method with high
potential for water purification, specifically in eliminating heavy metal pollutants, particularly lead
(II), contributing to sustainability through biomass reuse.

Keywords: date palm leaflet; hydrothermal carbonization; carbon microspheres; activation; lead;
adsorption

1. Introduction

The rapid growth of industry and industrial activities has resulted in a significant
increase in the volume of industrial wastewater. This wastewater often contains various
pollutants and contaminants that can pose significant environmental and health risks
if not properly managed. The presence of dyes and toxic heavy metals in industrial
effluents is a significant concern, given their potential to cause environmental and human
health risks. Governments and regulatory agencies around the world have recognized
the need to control and mitigate the discharge of such pollutants into water bodies [1,2].
Dyes and heavy metals can be effectively removed from wastewater through various
treatment methods such as adsorption, membrane filtration, ion exchange, coagulation,
electrochemistry, electrochemical removal, and chemical precipitation [3,4]. Although
numerous techniques for treating wastewater can effectively eliminate dyes and heavy
metals, several of these methods pose substantial limitations and difficulties. These include
considerable initial investment, high energy demands, incomplete pollutant removal, high
upkeep and operational expenses, lengthy regeneration processes, and the generation
of hazardous sludge [5,6]. Adsorption is widely regarded as one of the most efficient
and cheapest methods for removing various aqueous pollutants from wastewater. This
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method offers several advantages, making it a popular choice in the domain of wastewater
treatment [7]. Carbon materials have become essential for adsorption applications because
of their significant surface area, extensive pore volume, and diverse pore structure [8,9].
Carbon materials can be produced from different natural precursors, such as agricultural
wastes. Various studies have sought to transform agricultural waste into low-cost carbon
materials due to the abundance of agricultural waste in various parts of the world. Date
palms are among the most widespread trees in Arab countries. Palm trees produce large
amounts of biomass such as fronds, empty fruit bunch, and fibers. One tree produces the
equivalent of 20 kg of waste per year, which is a huge burden in disposing of these large
quantities. Such agricultural activities generate large amounts of biomass waste that not
only cause disposal problems, but also waste a potentially valuable resource. Agricultural
biomass waste is usually disposed of by incineration using conventional methods, releasing
unhindered hazardous flue gasses such as soot, NOx, SOx, etc. It is noteworthy that
products made from bamboo or coconut shells have seen widespread commercial utilization.
In contrast, there is untapped potential for effectively utilizing date palm waste, and the
industry has yet to fully explore commercial applications for this resource. Palm tree waste
contains a high proportion of cellulose, and can therefore be recycled and converted into
carbonaceous materials such as hydrochar, with a high absorption capacity. Hydrochar
is a high-carbon material that can be produced by a hydrothermal carbonization (HTC)
process. In comparison to other processes such as pyrolysis, carbonization, and activation,
this process is thought to be economical and environmentally beneficial because it is carried
out at a low temperature (180 to 250 ◦C). The hydrochar produced by this process, however,
has poor physical properties, including a low surface area, low porosity, and deficiency
of weakly acidic functional groups [10]. These properties can limit its effectiveness for
various applications. Chemical activation using various chemicals, such as phosphoric
acid, potassium hydroxide, nitric acid, acrylic acid, and citric acid is a common method
used to enhance the physico-chemical properties of hydrochar, making it more suitable
for specific purposes. Diaz and coresearchers used KOH, FeCl3, and H3PO4 to activate
hydrochar prepared from grape seeds [11] and olive stones [12]. The results showed
that KOH was the activating agent that allowed the highest BET surface area values
of up to 2200 m2·g−1. The material activated with KOH gave a removal capacity of
650 mg·g−1 for sulfamethoxazole. Adebisi et al. [13] used H3PO4 to activate hydrochar-
made empty banana fruit bunch fibers. The BET surface area was increased from 7.01 to
762.05 m2·g−1 after activation. The prepared material was able to remove Pb (II) and Zn
(II) with removal capacities of 74.6 and 77.5 mg·g−1, respectively. Shi et al. [14] obtained a
high BET surface area, 3580 m2·g−1, using KHCO3 to treat hydrochar derived from glucose.
The material exhibited excellent CO2 capture capabilities of 35.6 mmol·g−1. Congsomjit
and Areeprasert [15] used steam to activate hydrochar prepared from sugar cane bagasse
and used it for syrup decolorization. Hayoun et al. [10] synthesized hydrochar from loquat
cores via hydrothermal carbonization assisted with citric acid and used the product for
the removal of prednisolone, diclofenac, and antipyrine. Koprivica and coworkers [16]
prepared alkali-modified hydrochar from Paulownia leaves and employed it to remove Pb
(II). Zhang et al. [17] synthesized a potassium permanganate-modified hydrochar and used
it for the sorption of Pb (II), Cu (II), and Cd (II).

Lead, a prevalent heavy metal, presents substantial risks to both the environment
and human health. In nature, lead exists either as lead sulfide or in an ore complex with
zinc sulfide [18,19]. Several industrial operations, including mining, battery production,
chemical manufacturing, petroleum refining, plastic manufacturing, and the building
industry, discharge lead and its byproducts into aquatic ecosystems [19–21]. The extraction
of lead ions from both potable water sources and wastewater is essential to safeguard
the environment and guarantee a secure and pristine water supply. The removal of lead
ions has been reported in several publications. In recent years, hydrochar made from
various biomass sources has been used as an adsorbent to remove lead ions from water
and wastewater. For instance, Nzediegwu et al. [22] synthesized hydrochar from canola
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straw and found that it had a maximal absorption capacity of 24.4 mg·g−1. The hydrochar
produced by Rasam et al. [23] from Crocus sativus petals activated with zinc chloride had a
maximum absorption capacity of 89.5 mg·g−1. Petrović et al. [24] utilized grape pomace
to prepare hydrochar, which was subsequently activated with potassium hydroxide. A
maximum absorption capacity of 137 mg·g−1 was achieved. Zhou et al. [25] and Ge
et al. [26] utilized fresh banana peels and prepared phosphoric acid-activated hydrochar
with maximum absorption capacities of 241 and 238 mg·g−1, respectively.

In the present study, cellulose materials (CMs) were synthesized using date palm
(Phoenix dactylifera) leaflets as the precursor, followed by activation with phosphoric acid to
optimize sorption characteristics and enhance lead removal efficiency. The distinct focus
on lead removal, particularly utilizing CMs derived from date palm leaflets, represents a
novel and unexplored opportunity within the scientific literature. This research addresses a
significant gap in our current understanding, as no prior investigations have systematically
examined the potential of phosphoric acid-activated CMs derived from date palm leaflets
for lead removal. The outcomes of this study are envisioned to contribute invaluable in-
sights to the scientific community, advancing our understanding of strategies for alleviating
lead contamination in environmental and industrial settings.

2. Experimental
2.1. Raw Materials and Reagents

Palm leaves were gathered from a farm in Riyadh, Saudi Arabia. The collected palm
leaves were initially cleaned using laboratory compressed air. This step was intended to
remove loose dust and particles that may have settled on the surface of the leaves during
collection and transportation. Subsequently, the leaves were washed numerous times with
both tap and distilled water to remove dusts adhering to the surface. Then, the biomass
was dried at 80 ◦C in a laboratory dryer for two days. The leaflets were then processed via
a Pulverisette 15 cutting mill (Fritsch, GmbH, Hamburg, Germany) into a fine powder. The
powder was then manually sieved via a standard sieve size 60 mesh. As described in the
authors’ previous studies, a size of 250 µm was chosen for the HTC process [27–29].

Ethanol (96%) was purchased from PanReac AppliChem ITW Reagents, Castellar del
Valees, Spain, and was used only to remove the synthesized solid materials produced by
the HTC process. Phosphoric acid (85 wt% in H2O, Sigma-Aldrich, St. Louis, MO, USA)
was used to activate the CMs prepared by the HTC process. Lead (II) sulfate (98%) was also
purchased from Sigma-Aldrich Company Ltd., St. Louis, MO, USA. Milli-Q (Direct Q-5,
Merck Millipore, Billerica, MA, USA) ultrapure water (18.2 MΩ cm) was used for HTC,
washing of the HTC products, preparation of the lead solution, and adsorption processes.

2.2. Preparation of Carbon Microspheres

A total of 2.5 g of leaflets, possessing a particle diameter of 250 µm, was placed into
conical flasks containing 25 mL of deionized water. Subsequently, the mixture underwent
agitation with a magnetic stirrer for approximately 5 h. The obtained samples were then
transferred to Teflon-lined PARR reactors with a volume of 45 mL for the hydrothermal
carbonization (HTC) process. As described in our previous work [27], the PARR reactors
were subjected to 8 h of heating at 230 ◦C within a muffle furnace, securely sealed during
the entire heating period. After the completion of the HTC process, the PARR vessels were
removed from the muffle furnace and allowed to cool down to room temperature. The
resulting dark, viscous liquid, containing residual solids, underwent multiple rinses with
deionized water and ethanol. The mixture was then drained through a vacuum filtration
system to separate the solid particles. The wet solid product obtained from filtration
was dried in a drying oven at 80 ◦C for 24 h. The resulting dry solid was subsequently
pulverized using a mortar and pestle, and stored in airtight containers within a desiccator
before undergoing the activation process.
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2.3. Activation of the CMs

Although the HTC process is an efficient, economical, and environmentally friendly
process for converting biomass into valuable carbon materials, these materials generally
suffer from a low surface area, resulting in a low adsorption capacity. High-specific surface
areas are often produced by chemical activation. Therefore, the prepared sample was acti-
vated with phosphoric acid using the incipient wetness impregnation method [29–31]. The
effects of activation temperature and phosphoric acid concentrations were taken from the
authors’ earlier investigation [29]. Briefly, a dropwise solution of 3.5 mL (85%) phosphoric
acid was added to a 1 g CM sample prepared according to the HTC process, followed
by vigorous and constant agitation of the sample, resulting in the formation of a thin
phosphoric acid film on the sample’s surface. The impregnated sample was subsequently
dried overnight at 80 ◦C and calcined according to the following program, from 20 ◦C to
550 ◦C at 10 ◦C·min−1 and 550 ◦C for 90 min under N2 flow in a horizontal tube furnace
(OTF-1200X-S, MTI, Richmond, VA, USA). The resultant products were repeatedly rinsed
with deionized water until the desired neutral pH was achieved, filtered, then dried at
80 ◦C for a period of 24 h. Samples are designated as “UAL” (unactivated leaflets), “L-Cal”
(calcined leaflets), “AL” (activated leaflets), and “ALAA” (activated leaflets after adsorp-
tion). Finally, the prepared materials were stored in a desiccator before being used for
lead removal.

2.4. Characterization of CMs and Activated CMs

The prepared materials were characterized prior and after activation using a Tuscan
scanning electron microscope (SEM), VEGA II LSU (Tuscan USA Inc., Tucson, AZ, USA).
The diameter of CMs was calculated using the ImageJ software (version 1.53t, National
Institute of Health (NIH), USA, Bethesda, MD, USA). Brunauer–Emmett–Teller (BET)
surface area, pore diameter, and pore volume were determined using a Micromeritics
ASAP 2020 (Norcross, GA, USA) surface analyzer, with the BJH (Barrett–Joyner–Halenda)
method employed for both the determination of pore volume and pore size. The CM
samples were degassed at 200 ◦C under vacuum for 3 h, and their surface area was
calculated using nitrogen adsorption–desorption isotherms. The samples were subjected
to an elemental analysis using a PerkinElmer series II CHNS/O 2400 analyzer (VELP,
Boston, MA, USA). Through calculating the remaining mass, the oxygen content was
determined. To ascertain the existence of particular surface functional groups, both prior
and following activation samples were analyzed by a Fourier transform infrared (FTIR)
spectroscopy system Shimadzu IRPrestige-21 (Shimadzu, Tokyo, Japan). The analysis
conditions employed were 16 scans in the 4000 to 500 cm−1 wavenumber range and with a
spectral resolution wavenumber of 4 cm−1. The pellet samples were mixed with KBr prior
to analysis.

2.5. Adsorption Studies

The adsorption experiment was performed in batch mode to evaluate the adsorptive
capability of the obtained activated CMs for the removal of lead (II). To investigate the
influence of various parameters on the process of adsorption, such as pH, contact time,
quantity of adsorbent, and heavy metal initial concentration, batch adsorption experiments
were conducted several times as a series.

Lead (II) was dissolved as lead nitrate in deionized water to obtain a desired concentra-
tion of 2000 mg·L−1 of the stock solution. To adjust the pH of the lead solution to 6, sodium
hydroxide (0.1 M) and hydrochloric acid (0.1 M) were used. A hydrogen ion concentra-
tion meter was used for the measurement of the pH of heavy metal solutions. Volumes
of 250 mL of lead solution with initial concentrations between 50 and 500 mg·L−1 were
added to 350 mL Erlenmeyer flasks and measured accurately. To achieve the adsorption
equilibrium at 25 ◦C, 0.125 g of the activated samples were added to each flask and agitated
for 300 min at a speed of 150 rpm in a shaker. During the batch adsorption experiment,
10 mL of supernatant was extracted from each flask at predetermined time intervals. After
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that, the supernatant was centrifuged for 6 min at a speed of 5000 rpm using a centrifuge,
Hettich (EBA 20), to separate any suspended particles. A tiny amount (2 mL) of supernatant
was taken out of the centrifuged bottle and mixed with deionized water and then stored in
sealed bottles for atomic absorption spectrophotometry (Shimadzu AA-7000) analysis. The
remaining 8 mL was then put back into the flask to prevent the adsorbent from being lost.
Through comparing the absorbance with the calibration curve, the concentration of lead (II)
was determined. Adsorbed total lead (II), qt (mg·g−1), at a time t on CMs was determined
using Equation (1),

qt =
(Co − Ct) V

M
(1)

where qt (mg·g−1) denotes the adsorption amount at time t, Co is the initial solution
concentration (mg·L−1), Ct is the solution concentration at time t (mg·L−1), V is the solution
volume (L), and M is the mass of the heavy metal adsorbent (g).

To determine the adsorption rate of lead (II) at equilibrium, qe (mg·g−1), Equation (2)
can be employed,

qe =
(Co − Ce) V

M
(2)

where qe (mg·g−1) denotes the adsorption amount at equilibrium, and Ce represents the
equilibrium solution concentration (mg·L−1).

In contrast, the removal efficiency can be established via Equation (3):

R(%) =
(Co − Ce)

Co
× 100 (3)

The pHpzc value of the activated sample was determined using a procedure cus-
tomized from reported studies [32,33]. Initially, multiple closed Erlenmeyer flasks were
filled with 50 mL of a NaCl 0.01 M solution. Each flask’s pH was adjusted to a value
between 2 and 10 by adding solutions of either 0.1 M NaOH or 0.1 M HCl. Each flask
was then filled with an amount of 0.15 of the sample and, after 48 h of agitation at room
temperature, the final pH was determined. The point at which the pH final vs. pH initial
curve crosses the pH final = pH initial line defines the pHpzc. For each of the activated
samples, the procedure was repeated. To completely remove the impact of CO2 on pH, N2
was flashed onto the solutions for 10 min.

2.6. Multistage Remove and Unregenerated Reuse of Adsorbent

In order to achieve deep adsorption of lead (II), a sequence of adsorption cycles was
performed. In this way, after a first extraction cycle, the treated lead (II) solution was filtered
and exposed to fresh AL. This process was repeated until an extremely low concentration
of lead (II) was obtained.

Additionally, a study on unregenerated reuse was conducted to evaluate the ability
of the adsorbent to reabsorb lead (II) ions and inspect its adsorption capacity without
undergoing a regeneration or washing step between uses. The activated sample underwent
a reusability study with multistage adsorption, where 200 mL of a lead-containing solution
was introduced to 100 mg of the AL. The experiment was conducted at room temperature
for 300 min. After adsorption, the adsorbent must be effectively separated from the solution
to isolate all suspended particles by filtration. The reusability of the adsorbent was assessed
by reintroducing the unregenerated adsorbent to a new 200 mg/L of lead (II) solution for
an additional 300 min. This process was repeated for three adsorption stages, each aiming
to test the adsorbent’s performance. To gauge the effectiveness of the adsorbent in each
stage of the batch adsorption process, the percentage of removal (%) was calculated.

3. Results and Discussions

Table 1 shows the BET surface areas for the three samples: before activation, UAL,
calcined without H3PO4, L-Cal, and after activation, AL. The UAL sample exhibited a low
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surface area of about 2.2 m2·g−1, indicating very low porosity. It had a biomass conversion
yield of 52%. In contrast to the UAL sample, L-Cal showed an increase in surface area,
reaching 268.71 m2·g−1. AL, on the other hand, showed a significant increase in surface area
of 808 m2·g−1 after treatment with phosphoric acid, as pores formed on the microspheres’
surfaces. This shows that the internal pores were not fully formed on the CM particles prior
to activation. As shown in Table 1, the pore volume of L-Cal and AL increased dramatically
after activation. From the data presented in Table 1, the three samples can be classified as
mesoporous, in line with the International Union of Pure and Applied Chemistry (IUPAC)
categorization, with pore sizes ranging from 3.33 nm to 18.04 nm.

Table 1. The CMs’ BET surface area, pore volume, and pore size.

Sample BET Surface Area (m2·g−1) Pore Volume (mL·g−1) Pore Size (nm)

UAL 2.21 0.0086 18.04

L-Cal 268.71 0.119 8.46

AL 808 0.156 3.33

Figure S1 shows the pore size distribution of the synthesized samples and nitrogen
physisorption isotherms. The N2 adsorption in UAL’s isotherms only became noticeable
at low relative pressure, which indicates the isotherms belong to type I in the IUPAC
classification. UAL exhibited microporosity with a small fluctuation in uptake seen at
slightly higher P/P◦ values. L-Cal and AL, on the other hand, is classified as quasi-type IV
due to the small hysteresis loops, indicating minor mesoporosity, but it cannot be purely
classified as type IV because of the absence of a plateau at the end of hysteresis. L-Cal
and AL have increased pore volumes due to the presence of mesoporosity within the
20 to 50 Ångstrom range. The Barrett–Joyner–Halenda (BJH) method was used for both
the determination of pore volume and pore size. The mesopores may exhibit selective
adsorption behavior. Different pores sizes can preferentially adsorb certain ions based on
their size and chemical properties. In the case of lead (II), the mesopores in this range might
offer optimal conditions for effective adsorption, i.e., improvement of the diffusion of lead
(II) ions into the interior of the carbon microspheres, thereby promoting faster adsorption
kinetics. On the other hand, smaller pores may lead to slower kinetics due to restricted
diffusion, while larger pores might allow for quicker access, but may not provide sufficient
adsorption sites.

The spherical aggregates that are typical of HTC biomass are presented in Figure 1,
which examines the morphology of three samples: UAL (before activation), L-Cal (calcined
without H3PO4), and AL (after activation) using SEM. Figure 1a illustrates microspheres’
tendency to aggregate, forming spherical nuclei with an average diameter of approximately
6 µm. Meanwhile, Figure 1b displays the morphology of CMs at 230 ◦C and 8 h after
calcination without H3PO4 treatment, where microspheres continue to exhibit a propensity
to aggregate. Finally, Figure 1c depicts the microspheres’ morphology at 230 ◦C and 8 h
following activation, showing their tendency to aggregate and form spherical nuclei with
an average diameter of about 6 µm, despite activation. It is noteworthy that while the
CMs maintain their average size and propensity to aggregate after activation, the overall
morphology is not as uniform as observed in simple sugars such as glucose [34].

The elemental analysis (C, H, O, N, and S) for the raw leaflets, UAL, and AL results are
summarized in Table 2. The elemental contents of C, H, O, N, and S in the AL sample were
70.1, 2.57, 1.24, 25.4, and 0.72 wt%, respectively. Clearly, the AL sample gave the highest
percentage of C, 70.1%, followed by the UAL sample, 59.0%. The alterations in elemental
profile from biomass to HTC carbon microspheres were thoroughly examined using the
traditional van Krevelen diagram, as shown in Figure 2. Based on the diagram, the shifts
seen in the two atomic ratios (O/C and H/C) from biomass to microspheres (hydrochars)
align with a dehydration process [27].
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Table 2. Elemental analysis for raw leaflets, UAL, and AL Samples.

Sample
Chemical Composition O/C (Atomic) H/C (Atomic)

C (wt%) H (wt%) N (wt%) S (wt%) O (wt%)

Raw * 46.50 5.69 0.66 - 47.15 0.90 1.50

UAL 58.99 ± 0.53 6.58 ± 0.13 21.65 ± 0.24 0.92 ± 0.007 11.86 ± 0.13 0.15 1.34

AL 70.12 ± 0.63 2.57 ± 0.05 25.35 ± 0.27 0.72 ± 0.006 1.24 ± 0.01 0.01 0.44

L-Cal 65.36 ± 0.74 3.74 ± 0.09 24.52 ± 0.31 0.78 ± 0.006 5.60 ± 0.08 0.06 0.69

* Raw leaflets [35].
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Figure 2. The van Krevelen diagram for raw leaflets, unactivated leaflets (UAL), and activated
leaflets (AL).

The UAL, L-Cal, and AL materials were analyzed using FTIR (Figure 3). The sam-
ples’ main peaks were visible at approximately 1090, 1519, 1565, 1630, 2900, and 3350 to
3450 cm−1 [29,36,37]. All samples presented the characteristic peak of the widening vibra-
tion of the C=O carbonyl group at 1665 cm−1, while the peak at 2900 cm−1 represents the
presence of aliphatic C-H groups. The bands at 1519 cm−1 are assigned to C=C. The -OH
rounded broad band appeared at 3350 to 3450 cm−1. The vibration band 1080 cm−1 is due
to the broadening of the C-O group [29]. A potential vibration might be related to P=O
stretching in phosphate (or polyphosphate) groups at around 1300 cm−1. The presence of
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these functional groups is consistent with regularly produced hydrochars originating from
agricultural biomass, according to the FTIR data [38,39].
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3.1. Adsorption Studies
3.1.1. Effect of pH

The adsorption properties of a material can be affected by a change in pH, which is
caused by the protonation/deprotonation of the adsorbed material [40]. The influence of
initial pH on the removal of lead (II) onto the prepared CMs was examined at different pH
values, ranging from pH 2 to 7. The fixed constant parameter concentration of 200 g·L−1 of
heavy metal ions and an adsorbent dose of 0.25 g·L−1 was used in this study. The pHpzc
relates to the zero surface charge density, that is, to equal amounts of negative and positive
charges generated by proton equilibria [41]. Therefore, the establishment of the pHpzc
would essentially give an inclination of the specificity of adsorption. The pHpzc of the
sample was determined to be 2.39 (Figure S1 in the Supplementary Materials), which can
be compared to the pHpzc of palm shell activated carbon (1.43) reported by Issabayeva
and coresearchers [41]. Mullet and coresearchers [42] indicated that greater adsorption of
metal ions on the surface was stimulated when the solution pH was greater than pHpzc.
Since the pHpzc was found to be relatively low, lead ion adsorption could be expected to
be facilitated within the pH range from 2.5 to 6.

Results showed that at a pH level of 2, the AL particles were positively charged,
causing them to repel lead (II) ions from their surface. This repulsion can be explained by
the abundance of H+ ions competing with lead (II) ions for adsorption sites. As a result,
lead (II) adsorption is diminished, leading to potential electrostatic repulsion. On the other
hand, at pH 6, the negatively charged AL particles had a favorable interaction with the
surface and ions, resulting in increased adsorption of lead (II) ions onto the AL surface. It
has been determined that pH 6 is the optimum pH for lead (II) adsorption, with a maximum
adsorption capacity of 175 mg·g−1 (Figure 4). After pH 6, the adsorption capacity of lead
(II) gradually decreased.



C 2024, 10, 26 9 of 20

C 2024, 10, x FOR PEER REVIEW 9 of 20 

(II) adsorption is diminished, leading to potential electrostatic repulsion. On the other
hand, at pH 6, the negatively charged AL particles had a favorable interaction with the
surface and ions, resulting in increased adsorption of lead (II) ions onto the AL surface. It
has been determined that pH 6 is the optimum pH for lead (II) adsorption, with a maxi-
mum adsorption capacity of 175 mg⸱g−1 (Figure 4). After pH 6, the adsorption capacity of
lead (II) gradually decreased.

Figure 4. Effect of pH on the adsorption of lead (II) on activated sample. 

3.1.2. Influence of Adsorbent Dose 
To investigate the influence of the quantity of adsorbent on the adsorption of lead (II) 

from an aqueous solution, a series of adsorption experiments were performed. These ex-
periments entailed varying the adsorbent amount while maintaining a pH of 6, an initial 
metal concentration of 200 mg⸱L−1, a shaking speed of 150 rpm, and a temperature at room 
temperature. As depicted in Figure 5, an augmentation in adsorbent dosage resulted in an 
increase in the percentage of adsorption. This effect is ascribed to the expansion of the 
adsorbent’s surface area, enhancing the availability of binding sites for adsorption. How-
ever, beyond a specific dosage of the adsorbent, the percentage of adsorption reached a 
plateau. This occurs when all binding sites on the adsorbent become occupied by lead (II) 
ions [43]. Notably, a minimum dosage of 0.5 g⸱L−1 of carbon microspheres proved ade-
quate to achieve a maximum removal of 31.4% of lead (II).  

Figure 5. Effect of dose on adsorption of lead (II) on activated sample. 

Figure 4. Effect of pH on the adsorption of lead (II) on activated sample.

3.1.2. Influence of Adsorbent Dose

To investigate the influence of the quantity of adsorbent on the adsorption of lead
(II) from an aqueous solution, a series of adsorption experiments were performed. These
experiments entailed varying the adsorbent amount while maintaining a pH of 6, an initial
metal concentration of 200 mg·L−1, a shaking speed of 150 rpm, and a temperature at room
temperature. As depicted in Figure 5, an augmentation in adsorbent dosage resulted in
an increase in the percentage of adsorption. This effect is ascribed to the expansion of
the adsorbent’s surface area, enhancing the availability of binding sites for adsorption.
However, beyond a specific dosage of the adsorbent, the percentage of adsorption reached
a plateau. This occurs when all binding sites on the adsorbent become occupied by lead
(II) ions [43]. Notably, a minimum dosage of 0.5 g·L−1 of carbon microspheres proved
adequate to achieve a maximum removal of 31.4% of lead (II).
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3.1.3. The Effect of Initial Concentration and Contact Duration

The AL sample’s capability for adsorbing lead (II) solution was examined across vari-
ous concentrations of the heavy metal, ranging from 50 to 500 mg·L−1. All experiments
maintained a contact time of 300 min, reaching equilibrium after 60 min. Initially, the
removal of lead (II) ions from the solution was rapid, gradually slowing until reaching
equilibrium. Figure 6 illustrates the quantity of lead (II) adsorbed by AL at 25 ◦C. The
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prepared samples exhibited heightened adsorption capacity with increasing lead (II) con-
centrations. Notably, the maximum adsorption capacity reached 136.04 ± 5.1 mg·g−1 for
AL, surpassing the adsorption capacity of UAL, which was determined to be 51.6 mg·g−1.
It is also noteworthy that the adsorption capacity of the calcined sample (L-Cal) at 550 ◦C
without H3PO4 treatment was 94.94 mg·g−1. These findings suggest a direct correlation: as
the initial concentration of lead (II) rises, the adsorption capacity of AL also increases.
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3.2. Adsorption Isotherm

A graphical representation is employed to illustrate the equilibrium correlation be-
tween the sum of a substance adsorbed on a solid surface and the concentration of that sub-
stance in the surrounding fluid phase, which is referred to as the adsorption isotherm [44].
It is a valuable tool for understanding adsorption’s fundamental principles and designing
effective adsorption systems. The previously obtained results on the influence of initial
concentration against contact time were used to analyze the adsorption isotherm models
further. The linearized version of the Langmuir adsorption isotherm was utilized. All
the parameters involved in each adsorption isotherm model were calculated to construct
the graphical plot. Through comparing all the graphical plots, an inference can be made
regarding the compatibility of the experimental data with the adsorption isotherm model,
which will summarize the behavior of the adsorbate–adsorbent interaction that occurs in
this batch process [45].

3.2.1. Langmuir Isotherm

The model that assumes adsorption happens in a single layer on noninteracting active
sites on the surface is called the Langmuir adsorption model [46], and it can be written
as follows:

qe =
qmKLCe

1 + KLCe
(4)

where qm is the adsorption capacity of AL, and KL denotes the Langmuir constant.
Equation (4) can be written in a linear expression as in Equation (5), and the plot of
(Ce/qe) versus Ce is plotted, where qm and KL are calculated and listed in Table 3.

Ce

qe
=

1
qm

Ce +
1

KLqm
(5)
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Table 3. Langmuir, Freundlich, Redlich–Peterson, and Temkin isotherm constants for the AL.

CM
Samples

Langmuir Constants Freundlich Constants

Qmax
(mg·g−1)

KL
(L·mg−1) R2 1/n KF

(mg1−1/n·L1/n·g−1) R2

AL 142.86 0.051 0.999 0.22 39.99 0.931

Redlich–Peterson Constants Temkin Constants

B A R2 B A R2

AL 0.781 39.99 0.994 21.613 1.852 0.948

The Langmuir equation was strongly supported by the experimental data, as evi-
denced by the high linear regression value (R2) of 0.999 (Figure 7).
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The Langmuir isotherm can be mathematically related to separation factor (RL), which
is a dimensionless constant used to determine the type of adsorption process. The mathe-
matical expression for RL is given as follows:

RL =
1

(1 + KLCo)
(6)

where Co denotes the initial concentration of lead in the solution (mg·L−1). A value of RL
less than 1 indicates a favorable adsorption process, and an RL of 1 implies a linear adsorp-
tion process. In contrast, an RL value greater than 1 suggests an unfavorable adsorption
process, and an RL value of 0 signifies an irreversible adsorption process. In the present
study, the values of RL were between 0.0377 and 0.2817 for concentrations between 500 and
50 mg·L−1, respectively. The obtained values indicate that the adsorption of lead (II) onto
AL is a favorable process across all ranges of lead concentrations.

3.2.2. Freundlich Isotherm

The relationship between adsorption capacity (qe) and the concentration substance
in the solution (Ce) is described by the Freundlich adsorption model equation [47]. The
equation is given by

qe = KFC1/n
e (7)
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where KF and n are constants, where KF is expressed as (mg1−1/n·L1/n·g−1). The hetero-
geneity factor (1/n) measures the nonlinearity of the adsorption process. A higher value
of 1/n indicates a more nonlinear process. When the value of 1/n tends towards zero, the
adsorption is said to be more heterogeneous. This means that adsorption occurs at different
points on the surface and adsorption capacity is not the same at all points, and when 1/n is
closer to 1, the adsorption is said to be more homogeneous. This means that the adsorption
takes place at all sites on the surface and that the adsorption capacity is the same at all
sites [48]. The constants are figured out from the linear plot of log qe versus log Ce, as in
Equation (8):

ln qe = ln K f +
1
n

ln Ce (8)

The data were plotted based on the linearized Freundlich equation in Figure 8. The
linear regression value, R2 for AL was 0.931.
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3.2.3. Redlich–Peterson Isotherm

The Redlich–Peterson isotherm model [49] is a hybrid model that integrates the Lang-
muir and Freundlich isotherm models to describe adsorption on heterogeneous surfaces.
The model can be used to be applied to describe adsorption systems where the adsorbate
can be adsorbed in either a single layer or multiple layers, and is a common model to study
adsorption phenomena. To create a linear graphical representation of ln(Ce/qe) against
ln(Ce), (Figure 9) was performed to obtain the values of β and A, where β is the slope and
ln A is the intercept. The relationship is described by Equation (9):

ln
(

Ce

qe

)
= β ln Ce − ln A (9)

where β and A were computed and documented in Table 3. The linear regression value, R2

for AL is 0.994. The results showed that AL favorably adsorbs lead (II).
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3.2.4. Temkin Isotherm

The Temkin isotherm model [50] is represented by Equation (10):

qe =
RT
bT

ln(ATCe) (10)

where R is the gas constant, T is the temperature, and bT and AT are constants. A linearized
plot can be derived to Equation (11):

qe = B ln AT + BCe (11)

The isotherm assumes that the adsorption energy of each molecule is the same, but as
the coverage of the adsorbent surface increases, there is a corresponding linear decrease in
the value of qe. This is because the adsorbed molecules interact with each other, reducing
the free energy of each molecule [50]. This isotherm is based on the idea that all surface
sites in a homogeneous material have the same affinity for the adsorbate. This means
that the amount of adsorbate adsorbed onto each site will be the same, regardless of the
order in which the sites are filled. The Freundlich isotherm, in contrast, does not make
this assumption. It allows for the possibility that some surface sites may have a higher
affinity for the adsorbate than others. This makes it more suitable for modeling adsorption
on heterogeneous materials, where the surface sites may have different properties [51].

The calculated values of B and AT are presented in Table 3, and the plot is shown
in Figure 10. The linear regression value was 0.948. Compared to all R2 values listed
in Table 3, the data obtained from the experiment agreed with the Langmuir isotherm
and Redlich–Peterson isotherms for AL. Langmuir and Redlich–Peterson isotherm plots
indicate that all the points plotted were close to the trend line, giving the highest linear
regression coefficient. The fact that the heavy metal molecules in the solution did not
aggregate on top of the adsorbed heavy metal molecules on the activated samples is also
consistent with monolayer adsorption.
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3.3. Adsorption Kinetics

Adsorption kinetic analysis was used to investigate the rate of attachment of a solute
onto an adsorbent material, explore the mass transfer mechanism and reaction rate, and
uncover the fundamental principles that govern the adsorption process. The Lagergren
pseudo-first-order kinetic model [52] and the pseudo-second-order kinetic model were
employed to elucidate the dynamic of the adsorption process.

The pseudo-first-order approach operates under the core assumption that the adsorp-
tion rate is directly tied by two key factors: the availability of adsorption sites on the surface
of the adsorbent and the concentration of the solute in the solution. The model can be
expressed via Equation (12):

ln(qe − qt) = ln qe − k1t (12)

where parameter k1 represents the rate constant (min−1), further equates to the mass
transfer coefficient involved in design calculations [53]. Moreover, t is the contact time.
To evaluate the data, the plot of ln(qe − qt) versus t was generated (Figure 11). From this,
the linear regression value (R2) and rate parameter (k1) were determined and recorded
in Table 4. Parameter k1 was obtained from the linear trendline slope, while adsorption
capacity (qe) was derived from the y-intercept. For specimen AL, the linear regression
was 0.9782. However, it is essential to note that the pseudo-first-order does not always
accurately portray all adsorption processes, especially those involving high initial solute
concentrations or adsorbents with limited adsorption abilities [54]. While this model
provides one method for characterization, alternative kinetic models may prove more
descriptive depending on the system and conditions.

The pseudo-second-order model can be expressed as Equation (13):

t
qt

=
1

k2q2
e
+

1
qe

t (13)

where k2 denotes the second-order rate constant (g·min·mg−1). Equation (13) also includes
qe and qt, the amounts of adsorbate adsorbed at time t (min) and at equilibrium (mg·g−1),
respectively. To apply this model, a t/qt versus t plot was constructed for sample AL
(Figure 12). The plot yielded values for the linear regression (R2) and k2 recorded in Table 4.
The linear regression was 0.999. Notably, as evident from the data in Table 4, in many
adsorption systems, the pseudo-second-order model often exhibits stronger mathematical
correlation with experimental adsorption data compared to the pseudo-first-order model.
Parameters associated with both Langmuir and Freundlich shown in Table 3 reinforce the
suggestion that the chemisorption mechanism predominates in our experiment. Firstly, the
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coefficient of determination for Langmuir is almost unity and higher than the coefficient of
determination for Freundlich. Secondly, it is observed that 1/n value is below unity, which
further implies a governing chemisorption process [55,56]. Chemisorption involves the
formation of chemical bonds between the lead ions and functional groups on the surface of
carbon microspheres, which is expected since the activation using a relatively strong acid
such as phosphoric acid would have induced such functional groups. The presence of such
functional groups was also observed in our previous study [29].
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The enhanced surface area due to the treatment with phosphoric acid plays an essential
role in providing ample active sites for lead ions to interact with. The formation of pores on
the microspheres’ surfaces contributes to increased accessibility, facilitating the adsorption
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process. The pHpzc of the sample at 2.5 is vital in understanding the surface charge
characteristics. At the experimental pH conditions, the carbon microsphere surface is
expected to be positively charged, which may influence the electrostatic interactions with
lead ions in the solution. The chemisorption mechanism involves the formation of chemical
bonds between lead ions and functional groups on the surface of carbon microspheres.
The activation process using phosphoric acid likely introduces functional groups, and the
strength of the acid may induce the formation of reactive sites that play a crucial role in
binding lead ions. In summary, the comprehensive analysis of the adsorption mechanism
suggests that the unique mesoporous structure, surface charge characteristics, and probable
chemisorptive interactions induced by phosphoric acid activation holistically contribute
to the efficient removal of lead (II) by carbon microspheres synthesized from biomass.
These insights afford a more detailed understanding of the core processes governing the
adsorption behavior in our study.

A comparison of the lead (II) removal of different adsorbent-based hydrochars pro-
duced by the HTC process is summarized in Table S3.

3.4. Multistage Removal and Unregenerated Reuse of Adsorbent

The process of adsorption is a popular method of eliminating heavy metals from water
solutions, utilizing activated materials as effective adsorbents. However, important aspects
to consider in practical applications are the multistage remove and reusability of these
adsorbents. The multistage absorption was evaluated by following the evolution of the
amount lead (II) along the adsorption cycles, as depicted in Figure 13A. As expected, after
four successive adsorption steps, lead (II) is deeply removed and less than 4% remains.
These results clearly show the high potential of AL as an adsorbent of lead (II) from aqueous
solution in mild conditions.
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The reusability study plays a critical role in elucidating the adsorbent transfer pathway
between aqueous and solid phase. This metric provides insights into the adsorbent’s ability
to repeatedly capture and release lead (II) ions while maintaining its adsorption capacity.
However, the evaluation of the reusability of AL was shown as a limitation of used AL to
adsorb more lead (II). This underachievement is due to the saturation of its surface with
lead (II), resulting in only 5.7 and 1.5% removal during the second and third reusing of AL,
respectively, as presented in Figure 13B.

4. Environmental Implications

The use of activated carbon microspheres derived from date palm leaflets for the reme-
diation of wastewater could be economical and beneficial. The preparation of hydrochar
using microwave technology is relatively inexpensive and environmentally friendly with-
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out preactivation. However, it is important to know that hydrochar has a small surface
area, which impairs its adsorption capability. To overcome this obstacle, the surface area of
the hydrochar can be drastically increased by various activation methods such as chemical
activation using a range of chemicals, including phosphoric acid and potassium hydroxide.
The activation using phosphoric acid leads to a higher level of mesopores than the activa-
tion using potassium hydroxide [57]. Nevertheless, it requires pyrolysis of the material
at a high temperature of 500–600 ◦C. This causes additional costs for the preparation of
the materials. One of the possible solutions is the introduction of functional groups on the
surface of the spheres. This will be investigated in future research by functionalizing the
hydrochar with other materials such as sulfonic acid or deep eutectic solvents. Intuitively,
the presence of such functional groups (especially sulfonic groups) is considered beneficial
for the extraction of metal ions.

5. Conclusions

1. Through a bespoke two-step hydrothermal carbonization–activation method, the au-
thors created distinct and well-defined carbon microspheres from date palm biomass
native to the Gulf region. Additionally, the authors described previously unreported
findings on lead (II) ion adsorption onto carbon microspheres synthesized from date
palm activated using phosphoric acid.

2. A minimal quantity of 0.5 g·L−1 of activated carbon microspheres was sufficient to
achieve a peak removal rate of 31.4% for lead (II). The findings imply that chemisorp-
tion might exert a more influence than physisorption in determining the absorption
rate for the investigated lead adsorption process.

3. This study’s significance lies in its threefold impact: promoting the sustainable uti-
lization of resources (i.e., biomass), producing valuable industrial microparticles,
and offering direct use in metal-bearing wastewater purification. This data could
potentially be instrumental in upscaling bench-scale adsorption systems to larger,
more practical systems for water decontamination applications.

Supplementary Materials: The following supporting information can be downloaded at: https:
//www.mdpi.com/article/10.3390/c10010026/s1, Figure S1: Experimental determination of pHpzc.
Figure S2: (a) Pore size distribution of the synthesized samples and (b) Nitrogen physisorption
isotherms. Figure S3: Nonlinear fitting of adsorption isotherm models. Figure S4: Nonlinear fitting of
adsorption kinetic models. Table S1: Langmuir, Freundlich, Redlich–Peterson, and Temkin isotherm
constants for the AL. Table S2: Pseudo-first-order and pseudo-second-order constants for the AL.
Table S3: Comparison of various adsorbent-based hydrochars prepared by the HTC process for their
lead (II) removal [58–72].
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