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Abstract 

Biochar modified by metal ions—particularly Mg—is typically used for the effective recovery of phosphorous. In this 
study, MgO-modified biochars were synthesized via the direct co-pyrolysis of MgO and raw materials such as rice 
straw, corn straw, Camellia oleifera shells, and branches from garden waste, which were labeled as MRS, MCS, MOT, 
and MGW, respectively. The resulting phosphate (PO) adsorption capacities and potential adsorption mechanisms 
were analyzed. The PO adsorption capacities of the biochars were significantly improved after the modification 
with MgO: MRS (24.71 ± 0.32 mg/g) > MGW (23.55 ± 0.46 mg/g) > MOT (15.23 ± 0.19 mg/g) > MCS (14.12 ± 0.21 mg/g). 
PO adsorption on the modified biochars was controlled by physical adsorption, precipitation, and surface inner-
sphere complexation processes, although no electrostatic attraction was observed. Furthermore, PO adsorbed 
on modified biochars could be released under acidic, alkaline, and neutral conditions. The desorption efficiency 
of MRS was modest, indicating its suitability as a slow-release fertilizer.
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Graphical Abstract

Introduction
Phosphorus is a non-renewable resource widely used as 
a fertilizer in agriculture. In this context, it is primar-
ily derived from phosphate (PO) ore, which is currently 
overexploited (Reitzel et  al. 2019; Schroder et  al. 2011). 
Additionally, large amounts of PO-containing sewage are 
being discharged directly into rivers and oceans without 
treatment, which results in the eutrophication of water 
bodies and large-scale deterioration of the water qual-
ity, harming aquatic life and human health (Peyman et al. 
2017). To simultaneously address the problems of water 
eutrophication and the shortage of PO ore resources, 
strategies should be developed to recover phosphorous 
from high-PO-content wastewater for subsequent use in 
agriculture (Ribeiro et al. 2020).

The standard methods for recovering phosphorous 
from wastewater include chemical precipitation, bio-
logical treatment, adsorption, ion exchange, and electric 
flocculation (Gao et  al. 2019; Yeoman et  al. 1988; Zhou 
et  al. 2022). Among these, chemical precipitation has 
the advantages of simple operation and excellent stabil-
ity; however, it can cause secondary pollution (Huang 
et  al. 2017). Similarly, biological treatment is low-cost 
but is characterized by poor stability and reliance on the 

treatment environment (Bunce et al. 2018). Alternatively, 
adsorption has attracted attention because it has advan-
tages such as simple operation, low cost, and reusabil-
ity—particularly when biochar is used as the carrier to 
adsorb PO from wastewater, which can then be reused in 
agricultural applications (Bryant et al. 2012). Biochar is a 
C-rich solid obtained via biomass pyrolysis under anaer-
obic or hypoxic conditions (Gong et  al. 2020; Lehmann 
et  al. 2006). Owing to its abundant functional groups, 
developed pore structure, and large specific surface area 
(Liu et  al. 2019), biochar is often used as an adsorbent 
for various pollutants. However, it is a large anion with 
a negative charge. Thus, it can adsorb positively charged 
materials, such as heavy-metal ions, but exhibits a poor 
adsorption ability for anions (Cha et al. 2016; Chun et al. 
2021). It has even been reported to it has even been 
reported to exert a repulsion effect during phosphate and 
nitrate salt adsorption during PO and nitrate salt adsorp-
tion (Pinto et  al. 2019). Therefore, physical and chemi-
cal modifications are needed to improve the adsorption 
effect of biochar on anions.

Previous studies have indicated that the PO removal 
efficiency of biochar can be significantly increased via 
modification with metal ions. For example, Xu et  al. 
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(2019) prepared lignocellulose biochar via  LaCl3 modi-
fication, which exhibited an adsorption capacity of up 
to 36.06  mg/g for PO adsorption. Furthermore, Wu 
et al. (2020) modified rice straw-derived biochar with 
ferrous chloride (Fe(II)) and ferric chloride (Fe(III)), 
reporting an adsorption capacity of 39.20  mg/g for 
the Fe(II) biochar. Iron oxide particles were found to 
enhance the PO adsorption ability while reducing the 
phosphorous loss. Thus, iron-modified biochar had 
enhanced availability for PO. Zhang et  al. (2022) fab-
ricated a low-cost biochar via co-precipitation modi-
fication using seawater as a modifying agent. The 
as-prepared seawater-modified biochar exhibited a 
maximum adsorption capacity of 181.07  mg/g for 
PO owing to the loading of Mg. These findings indi-
cate that the PO adsorption capacity of biochar can 
be significantly improved via modification with met-
als—particularly Mg. Notably, Mg is a medium trace 
element required by plants and has beneficial environ-
mental effects (Hoo et al. 2004). Therefore, the appli-
cation of Mg-modified biochar in PO adsorption has 
attracted the attention of researchers.

Modifying biochar by Mg typically involves two 
steps: (i) soaking in  MgCl2 and (ii) pyrolysis. Wu et al. 
(2019) synthesized MgO-modified biochar by com-
bining 50  g of biochar with 1  M  MgCl2, followed by 
heating in a muffle furnace at 600  °C, which resulted 
in a maximum PO adsorption capacity of 18.94 mg/g. 
Similarly, Fang et al. (2020) prepared Mg/Ca-modified 
biochars by soaking sugarcane bagasse in  MgCl2·6H2O 
and  CaCl2·2H2O solutions for 1  h, followed by oven-
drying and pyrolysis at 700 °C, achieving an adsorption 
capacity of up to 129.79 mg/g. These findings indicate 
that biochar modified via impregnation with  MgCl2 
exhibits a markedly improved PO adsorption capacity; 
however, this method requires complex technological 
processes and high costs. Moreover, previous studies 
have indicated that MgO is the main active functional 
group during PO adsorption in  MgCl2-modified bio-
chars (Fang et al. 2022; Li et al. 2022).

The present study addresses the need for a one-
step preparation process for MgO-modified biochar 
for PO adsorption. Four types of agricultural and for-
estry waste (rice straw, corn straw, Camellia oleifera 
shells, and branches from garden waste) were used as 
raw materials, which were subjected to co-pyrolysis 
with MgO to prepare MgO-modified biochars. The 
PO adsorption capacities and efficiencies of the as-
prepared MgO-modified biochars were examined to 
provide a scientific basis for utilizing agricultural and 
forestry waste.

Materials and methods
Preparation of biochar and Mg‑modified biochar
Rice straw, corn straw, Camellia oleifera shells, and 
branches from garden waste were obtained from Guang-
zhou city in Guangdong province and used as raw mate-
rials. They were pre-treated by flushing with tap water 
to remove dust, followed by washing with distilled water 
for deionization, and oven-dried for 24  h at 80  °C. The 
resulting dried raw materials were shredded to 0.5–
1.0  cm before use. Next, the pre-treated raw materials 
were pyrolyzed in a tube furnace at 700 °C for 2 h with a 
shielding gas of  N2 and a heating rate of 10 °C/min. After 
cooling naturally, the samples were washed with deion-
ized water and ethanol three times each. The resulting 
as-prepared biochars were labeled RS, CS, OT, and GW. 
MgO-modified biochar was prepared using the same pro-
cess, except the pre-treated raw material was mixed with 
MgO at a mass ratio of 3:1 before pyrolysis. The resulting 
as-prepared biochars were labeled MRS, MCS, MOT, and 
MGW.

PO adsorption experiment
PO adsorption
Next, the PO adsorption capacities of the as-prepared 
biochars were determined. Briefly, 0.10 g of as-prepared 
biochar was mixed with a 100-mg/L  KH2PO4 solution 
(25  mL, pH = 5.22) in 50-mL centrifuge tubes, followed 
by mixing in a shaker at 25  °C for 24  h. The samples 
were then centrifuged, and the resulting supernatants 
were filtered (0.45 mm) and tested using the ammonium 
molybdate spectrophotometric method (GB11893-1989). 
Lastly, the PO adsorption capacity of the samples was 
calculated according to the difference between the PO 
contents in the supernatant before and after adsorption 
using the following equation (Chen et al. 2018):

where  Qe represents the PO adsorption capacity (mg/g); 
 C0 and  Ce represent the initial and equilibrium PO con-
centrations in the aqueous solution, respectively (mg/ L); 
V represents the volume of PO solution (L); and M repre-
sents the mass of the as-prepared biochar sample (g).

Kinetic studies
The kinetics of PO adsorption for MRS, MCS, MOT, and 
MGW were evaluated by diffusing 0.10 g of as-prepared 
biochar in 50-mL centrifuge tubes containing 25  mL of 
 KH2PO4 solution (100  mg/L, pH = 5.22). The centrifuge 
tubes were shaken in a shaker at a constant temperature 
of 25 °C for 30, 90, 120, 150, 360, 1200, and 1440 min, fol-
lowed by centrifugation. The resulting supernatants were 

(1)Qe = (C0 − Ce) V/M
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filtered using a 0.45-μm filter membrane and evaluated 
using a spectrophotometer (UV-1280; Shimadzu, Japan) 
at 700 nm.

To quantitatively depict the kinetics of PO adsorption, 
pseudo-first-order, pseudo-second-order, and intra-parti-
cle diffusion models were used (Liu et al. 2022):

where  qt and  qe (mg/g) represent the amounts of PO 
adsorbed at time t and equilibrium, respectively, and  k1 
 (min−1),  k2 (g/ (mg min)), and  kp (g/(mg min)) are the 
first-order kinetic rate constant, second-order kinetic 
rate constant, and apparent diffusion rate constant, 
respectively. C is a constant (mg/g) that denotes the 
boundary layer thickness.

PO adsorption isotherm analysis
Isotherm analysis was conducted for the kinetic study 
procedures. Briefly, 0.10  g of MRS, MCS, MOT, and 
MGW was diffused in 50-mL centrifuge tubes containing 
25 mL of  KH2PO4 solution (pH = 5.22) at concentrations 
of 0, 10, 50, 100, 200, 300, 500, and 1000 mg/L, followed 
by shaking in a shaker at a constant temperature of 25 °C 
for 24 h. The Langmuir and Freundlich models were used 
to quantitatively expound the adsorption isotherms (Li 
et al. 2016a, b):

where  Ce represents the equilibrium adsorption con-
centration (mg/L);  Qm represents the maximum adsorp-
tion capacity (mg/g);  KL is the Langmuir constant, which 
is related to the interaction energies;  KF is the Freun-
dlich affinity coefficient, which is related to the adsorp-
tion capacity; and n is the Freundlich constant, which is 
related to the adsorption intensity.

PO desorption experiment
To evaluate the PO desorption performance of the sam-
ples, MRS, MCS, MOT, and MGW were soaked in 
 KH2PO4 solution to produce PO-saturated biochar, and 
the resulting samples were labeled as MRS–PO, MCS–
PO, MOT–PO, and MGW–PO, respectively. Then, 0.10 g 
of MRS–PO, MCS–PO, MOT–PO, and MGW–PO was 
suspended in 25  mL of NaOH solution (0.05  mol/L), 

(2)pseudo-first-order: ln(qe − qt) = ln qe − k1t

(3)pseudo-second-order: t/qt = 1/
(

k2q
2
e

)

+ t/qe

(4)
intra-particle diffusion equation: qt = kpt

1/2
+ C

(5)Langmuir model: qe = KLQmCe/(1 + KLCe)

(6)Freundlich model: qe = KFC
1/n
e

citric acid solution (2%), or distilled water and oscillated 
for 24 h before the released PO was measured, as follows:

Here, D (%) represents the desorption rate, C repre-
sents the PO concentration in the aqueous solution after 
desorption, V represents the volume of the PO-contain-
ing solution (L), Q represents the equilibrium adsorption 
capacity (mg/g), and m represents the mass of PO-satu-
rated biochar (g).

Characterization of biochar and Mg‑modified biochar
Fourier transform infrared spectroscopy (FTIR) (TEN-
SOR27; Germany) was used to identify the surface func-
tional groups and chemical bonds of the biochar samples 
before and after PO absorption. Before testing, 0.5 mg of 
biochar was thoroughly mixed with 100  mg of KBr via 
grinding in a mortar and then subjected to a pressure of 
20 MPa using a tablet press. The spectra were obtained 
via 60 scans, with wavenumbers ranging from 4000 to 
500   cm−1. X-photoelectron spectroscopy (XPS) (ESCA 
Lab 250Xi; USA) was conducted to examine the compo-
sitions, chemical states, and electronic states of the ele-
ments on the surfaces of the biochar samples. Scanning 
electron microscopy (SEM) (S-4800; Japan) was con-
ducted to examine the surface morphologies of the as-
prepared biochars. The zeta potential of the as-prepared 
biochar was investigated by dispersing 0.01 g of biochar 
in 50 mL of deionized water (the solution pH varied from 
2.0 to 9.0), followed by 12 h of ultrasonic treatment. The 
surface charge of the sample was measured using a laser 
particle size analyzer.

Statistical method
Origin 2021 was used to calculate the coefficient of deter-
mination  (R2), standard deviation, and other statistical 
parameters.

Results and discussion
The PO adsorption capacities of the RS, CS, OT, GW, 
MRS, MCS, MOT, and MGW biochar samples are 
presented in Additional file  1: Fig. S1 and Table  1. As 
unmodified biochar is typically negatively charged and 
tends to hinder PO adsorption (Yao et al. 2012), far lower 
adsorption capacities were observed in the four unmodi-
fied biochars (RS, CS, OT, and GW). GW exhibited a 
larger specific surface area, more adsorption sites (Zhang 
et  al. 2020), and a slightly higher PO adsorption capac-
ity (1.87 ± 0.21  mg/g) than the other samples, although 
the differences were insignificant. In comparison, the PO 
adsorption capacity of the biochar samples was increased 
multi-fold after modification with MgO. Among the 
MgO-modified biochars, MRS exhibited the highest 

(7)D (%) = (C*V)/(Q*m)
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adsorption capacity (24.71 ± 0.32  mg/g), followed by 
MGW (23.55 ± 0.46 mg/g), MOT (15.23 ± 0.19 mg/g), and 
MCS (14.12 ± 0.21 mg/g). This result is attributed to the 
larger specific surface area and the loading of MgO dur-
ing modification. Although MCS had the largest specific 
surface area, it also exhibited the lowest PO adsorption 
capacity. This observation suggests that the relationship 
between the PO adsorption capacity and specific surface 
area is not proportional in biochars. Taking into account 
the adsorption-capacity results, the MgO-modified 

biochars (MRS, MCS, MOT, and MGW) were selected 
for further study.

Characteristics of as‑prepared biochars
FTIR analysis
FTIR is commonly used to characterize the functional 
groups of samples (Bekiaris et  al. 2016). In this study, 
FTIR was used to evaluate the PO adsorption and the 
transformation process in biochar. As shown in Fig.  1, 
clear absorption bands appeared at approximately 

Table 1 Special surface areas and adsorption capacities of biochars from rice straw, corn straw, Camellia oleifera shells, and branches 
from garden waste before and after MgO modification

RS CS OT GW MRS MCS MOT MGW

Special surface area  (m2/g) 202.7 ± 5.54 211.22 ± 4.73 301.67 ± 4.72 322.92 ± 7.29 259.33 ± 5.32 373.72 ± 7.19 350.42 ± 7.41 375.74 ± 6.89

Adsorption capacity (mg/g) 0.61 ± 0.05 0.89 ± 0.05 1.35 ± 0.04 1.87 ± 0.09 24.71 ± 0.12 14.12 ± 0.10 15.23 ± 0.11 23.55 ± 0.12
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1064 ± 5   cm−1 and 591 ± 3   cm−1 for MRS, MCS, MOT, 
and MGW after PO desorption, which were assigned to 
the P–O asymmetric stretching vibration of the  PO4

3− 
group and the bending vibration of O–P–O, respectively 
(Li et  al. 2020; Wang, et  al. 2018). Additionally, weak 
peaks appeared at approximately 591 ± 3  cm−1 before PO 
adsorption, and the peaks at approximately 1064 ± 5  cm−1 
for MRS, MCS, MOT, and MGW are attributed to 
the stretching and bending vibrations of Mg–O and 
Mg–OH (Tongamp et  al. 2007). The peak intensity 
at 1064 ± 5   cm−1 for MRS, MCS, MOT, and MGW 
increased after PO desorption, indicating that these 
biochars successfully adsorbed additional PO ions. The 
peaks at approximately 1553 ± 3   cm−1 may correspond 
to C=C vibrations (Liao et  al. 2018). Additionally, the 
weak peaks observed at approximately 3372–3525   cm−1 
and 1381 ± 8  cm−1, which are attributed to –OH bending 
vibrations, nearly disappeared after PO adsorption, indi-
cating the interaction between PO and the –OH group 
(Liao et al. 2018).

XPS analysis
XPS—an effective method for analyzing the types and 
forms of elements present on the surfaces of materials—
was used to evaluate the different biochar samples (Yang 
et al. 2009). The obtained XPS spectra of the unmodified 
biochars (RS, CS, OT, and GW) and the MgO-modified 
biochars (MRS, MCS, MOT, and MGW) before and after 
the PO adsorption are presented in Additional file 1: Fig. 
S2. As shown in Additional file  1: Fig. S2 and Table  S1, 
all the biochars were found to be rich in C and O. Fur-
thermore, higher levels of Mg were detected in MRS, 
MCS, MOT, and MGW compared with the unmodi-
fied biochars (RS, CS, OT, and GW), indicating the suc-
cessful loading of Mg in biochars via the co-pyrolysis of 
MgO with biomass. Notably, MRS exhibited the highest 
Mg loading capacity (11.90 at.%), which explains why it 
had the highest adsorption capacity. Moreover, the peak 
intensities of PO (136.36 ± 0.19 eV) were increased after 
PO adsorption, which confirmed the successful adsorp-
tion of PO in MRS, MCS, MOT, and MGW and was con-
sistent with previous results.

The XPS spectra of P2p were evaluated in MRS, MCS, 
MOT, and MGW before and after PO adsorption. As 
shown in Fig. 2, although the P2p peaks for MRS, MCS, 
MOT, and MGW before PO adsorption were negligi-
ble, clear peaks appeared after PO adsorption (range 
125 to 145  eV) at binding energies of 134.96 ± 0.23, 
136.36 ± 0.19, and 138.08 ± 0.21  eV, which were assigned 
to  PO4

3−,  HPO4
2−, and PO analogs, respectively (Yao 

et al. 2013; Zhu, et al. 2020). These results indicate that 
PO adsorption is due to the reaction of PO anions and 
MgO, as well as surface deposition (Yao et al. 2013). To 

confirm these findings, the Mg1s spectra for MRS, MCS, 
MOT, and MGW after PO desorption were evaluated. As 
shown in Additional file 1: Fig. S2, peaks were observed 
at binding energies of 1308.38 ± 0.30, 1306.00 ± 0.34, 
and 304.28 ± 0.32  eV, which were assigned to  MgHPO4, 
Mg(H2PO4)2, and MgO (Zhu et  al. 2020), respectively, 
confirming the above results.

SEM
SEM images of the unmodified biochars (RS, CS, OT, and 
GW), modified biochars (MRS, MCS, MOT, and MGW), 
and PO-loaded biochars (MRS–PO, MCS–PO, MOT–
PO, and MGW–PO) are presented in Fig.  3. As shown, 
the unmodified biochars had smooth surfaces, indicat-
ing small specific surface areas (Table  1). The modified 
biochars exhibited rougher and more porous morpholo-
gies, which is attributed to the pyrolysis and the deposi-
tion of MgO nanoparticles during co-pyrolysis (Zhu et al. 
2020). Moreover, clusters of flakes were observed on the 
PO-loaded biochars (MRS–PO, MCS–PO, MOT–PO, 
and MGW–PO). Energy-dispersive X-ray spectroscopy 
(EDX) mapping of MRS–PO confirmed the homogenous 
distribution of C, O, Mg, and P. Together with the XPS 
results, these findings confirm the formation of  MgHPO4 
and Mg(H2PO4)2 on the surfaces of the MgO-modified 
biochars.

Point of zero charge  (pHpzc)
Previous studies have indicated that both the PO species 
and the adsorption reactions vary with respect to the pH 
(Li et al. 2016a, b; Wu et al. 2020). In this context, nega-
tively charged  H2PO4

− was predominant at pH values of 
2.10–7.20, whereas  HPO4

2− was the dominant species at 
pH values of 7.20–12.30.  PO4

− may exist in large quan-
tities at pH values of 10.67–12. Moreover, inner-sphere 
PO complex formation and ligand exchange are more 
likely to occur in  H2PO4

− compared with  HPO4
2−. This 

is attributed to the far higher adsorption-free energy of 
 HPO4

2− (Li et al. 2019; Lin et al. 2019). Hence, the pH of 
solutions significantly affects the PO adsorption. Accord-
ing to Liu et  al. (2016), when pH <  pHpzc, Mg oxides on 
the surfaces of the biochars become protonated and 
synthesise  MgOH+, increasing the pH of the solution. 
Biochars with  MgOH+ on their surfaces are inclined to 
bond with PO ions via electrostatic attraction. As the pH 
increases, the protonation effect of Mg oxides gradually 
becomes weaker, and the biochar surface becomes nega-
tively charged, leading to an electrostatic interaction that 
is repulsive toward PO anions and a reduced PO adsorp-
tion capacity, which results in chemical precipitation and 
complexation reactions (Li et  al. 2019; Li, et  al. 2016a, 
b). The zeta potentials of MRS, MCS, MOT, and MGW 
at different pH values are presented in Additional file 1: 
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Fig. S3. The corresponding points of zero charge  (pHpzc) 
were 4.19, 2.01, 3.07, and 2.23, respectively. MRS exhib-
ited the highest pHpzc among the samples, confirming its 
highest PO adsorption capacity. The pH of the  KH2PO4 
solution (pH = 5.22) was higher than the  pHpzc values of 
MRS, MCS, MOT, and MGW, indicating poor (or a lack 
of ) electrostatic interactions in the MgO-modified bio-
chars. The previously observed PO desorption may have 
been due to chemical precipitation and complexation 
reactions.

PO adsorption mechanism
Kinetics of PO adsorption
Adsorption kinetics describe the retention rate of a sol-
ute under given conditions and reflect the retention time 
of an adsorption unit to achieve a required solute con-
centration, which indicates the adsorption speed of a 
material. The PO adsorption kinetics of the unmodified 

biochar (RS) and modified biochars (MRS, MCS, MOT, 
and MGW) at an initial concentration of 100 mg/L were 
analyzed, and the results are presented in Fig.  4 and 
Additional file  1: Fig. S5. MRS, MCS, MOT, and MGW 
exhibited a two-stage absorption process. After PO 
adsorption in the first stage (0–150 min), the adsorption 
rate increased significantly and reached saturation in the 
second stage (360–1440 min). The adsorption rate of the 
modified biochars in this paper was far more rapid than 
that of  MgCl2-modified biochars derived from ground 
coffee waste and corn stalks (Shin et al. 2020; Zhu et al. 
2020). The rapid adsorption observed in the first stage is 
attributed to electrostatic forces and the rapid precipita-
tion reaction on the surfaces of the biochar samples. In 
contrast, the slow adsorption in the second stage indi-
cated the occurrence of the physical adsorption and 
intra-particle diffusion of the PO dissolved into the bio-
char (Fang et al. 2020; Yang et al. 2021a, b). However, RS 
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Fig. 3 SEM images of unmodified biochars (RS, CS, OT, and GW), modified biochars (MRS, MCS, MOT, and MGW), and PO-loaded biochars (MRS–PO, 
MCS–PO, MOT–PO, and MGW–PO) and EDX mapping of MRS–PO
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was found to absorb little PO and only exhibited a slow 
one-stage absorption process, which is attributed to the 
physical adsorption (Additional file 1: Fig. S4).

Next, the absorption data for RS, MRS, MCS, MOT, 
and MGW were further analyzed via fitting with pseudo-
first-order and pseudo-second-order models. These 
models agreed with the experimental data. They exhib-
ited significant correlation coefficients, indicating that 
both physical and chemical adsorption occurred (Wu 
et al. 2020). Moreover, the correlation coefficients of the 
pseudo-second-order model for MRS  (R2 = 0.998), MCS 
(R2 = 0.990), MOT  (R2 = 0.971), and MGW  (R2 = 0.994) 
exceeded those of the pseudo-first-order model (Table 2). 
The pseudo-second-order model may be better suited to 
describe PO adsorption by MRS, MCS, MOT, and MGW, 
as the  Qe values were closer to the experimental values. 
Thus, PO adsorption mainly occurred via chemisorp-
tion in MRS, MCS, MOT, and MGW (Buates and Imai 

2020). MRS exhibited the highest adsorption capacity 
and smallest specific surface area, and MCS exhibited 
the lowest adsorption capacity and largest specific sur-
face area, confirming the dominance of chemisorption 
in MRS, MCS, MOT, and MGW. However, RS appeared 
to fit the pseudo-first-order model more closely, indicat-
ing the occurrence of intra-particle diffusion and physical 
processes (Additional file 1: Table S2) (Jung et al. 2015).

Isotherm of PO adsorption
Adsorption isotherms reflect the interactions between 
adsorbates and adsorbents and are thus crucial for 
characterizing the capacity of adsorbents from which 
the corresponding adsorption systems can be derived. 
Adsorption isotherm analysis was performed to gain 
insights into the PO adsorption properties of MRS, MCS, 
MOT, and MGW. The data corresponding to this analy-
sis are presented in Fig. 5. The intensity of PO adsorption 
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increased with an increasing concentration of PO in 
the solution. Furthermore, although the adsorption iso-
therms of PO were nonlinear, they exhibited a concave 
downward shape, and the PO adsorption capacities of 

MRS, MCS, MOT, and MGW increased with the equilib-
rium concentration.

To examine the differences in PO adsorption capacity 
between the different biochar samples, two-parameter 

Table 2 Kinetic parameters of PO adsorption in MRS, MCS, MOT, and MGW based on pseudo-first-order and pseudo-second-order 
models

Materials Pseudo first‑order Pseudo second‑order

qe (mg/g) K1/min−1 R2 qe (mg/g) K2/min−1 R2

MRS 23.031 0.024 0.967 24.686 0.040 0.998

MCS 13.375 0.019 0.970 14.241 0.033 0.990

MOT 14.192 0.013 0.967 15.110 0.022 0.971

MGW 23.019 0.021 0.971 24.052 0.037 0.994
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equations, i.e., the Langmuir and Freundlich models, 
corresponding to the homogenous and heterogeneous 
sorbent surfaces, respectively, were used to fit the experi-
mental data (Ifthikar et  al. 2017). Figure  5 and Table  3 
show that both models adequately reproduced the 
adsorption data, indicating a strong interaction between 
PO and the biochar samples. The Langmuir model exhib-
ited a correlation coefficient (R2) of 0.91–0.99, which 
exceeded that of the Freundlich model (0.86–0.94), indi-
cating that the Langmuir model was a better fit for the 
experimental data. The model assumed monolayer PO 
adsorption in MRS, MCS, MOT, and MGW, with MgO 
reacting with PO on the homogeneous surfaces of the 
four modified biochars. MRS exhibited the highest the-
oretical PO adsorption capacity (167.29  mg/g), which 
was approximately 2.02, 2.31, and 2.39 times higher than 
those of MGW (82.90  mg/g), MCS (72.49  mg/g), and 
MOT (69.86 mg/g), respectively, and significantly higher 
than those of most previously reported biochars (Addi-
tional file  1: Table  S3). These results indicate that MgO 
co-pyrolysis can efficiently provide a high PO adsorp-
tion capacity during biochar modification. Addition-
ally, the correlation coefficients in the Langmuir model 
were < 0.95, whereas the n values were > 3. This suggests 
that all four modified biochars (MRS, MCS, MOT, and 
MGW) had high capacities for PO adsorption, which was 
dominated by monolayer adsorption (Zhang et al. 2015).

Adsorption mechanism analysis
Previous studies have indicated that the processes of 
physical adsorption, precipitation, electrostatic attrac-
tion, and inner-sphere complexation contribute to PO 
adsorption in Mg-modified biochars (Li et  al. 2016a, b; 
Wu et al. 2019; Yao et al. 2013). According to the results 
of the PO adsorption capacity and adsorption kinet-
ics analysis, RS with a larger specific surface area had a 
higher PO adsorption capacity, indicating that physi-
cal adsorption may occur in biochars with large specific 
surface areas and rich pore structures. The XPS results 
indicated the existence of Mg(H2PO4)2 and  MgHPO4 on 
the surfaces of the biochar samples after PO adsorption, 
which was attributed to the precipitation of Mg oxyhy-
droxides upon their reaction with  HPO4

2− and  H2PO4
−. 

Furthermore, the clusters of flakes observed on the sur-
faces of the PO-loaded biochars confirmed the precipita-
tion of Mg–PO. In addition, the FTIR results highlighted 
the asymmetric vibration of P–O bonds at 1064 ± 5  cm−1, 
indicating the interaction between the Mg–OH group 
and PO ions and the occurrence of surface inner-sphere 
complexation processes. However, as the surfaces of 
the biochar samples were negatively charged when 
pH >  pHPZC  (KH2PO4 solution, pH = 5.52), electrostatic 
attraction was unlikely.

These results suggest that PO adsorption on the MgO-
modified biochars (prepared via the co-pyrolysis of MgO 
with biomass) was controlled by a combination of physi-
cal adsorption, precipitation, and surface inner-sphere 
complexation processes. Additionally, no electrostatic 
attraction was observed (Fig. 6).

PO desorption efficiency
PO desorbability is crucial for the practical applica-
tion of MgO-modified biochars as PO-loading carriers 
and the subsequent use of recovered PO as fertilizer 
in agriculture. In this study, to determine the PO des-
orbability of the MgO-modified biochars, the PO des-
orption efficiencies of MRS–PO, MCS–PO, MOT–PO, 
and MGW–PO were evaluated in 2% citric acid, 0.05% 
NaOH, and water (Fig. 7). Phosphate was found to be 
effectively released by MRS, MCS, MOT, and MGW 
in all the solutions. Regarding the high solubility of 
Mg(H2PO4)2 and  MgHPO4 under acidic conditions 
(Shin et al. 2020; Yang et al. 2021a, b) and the dissolv-
ability of the magnesium PO compounds in citric acid 
(Nardis et  al. 2022), a PO desorption efficiency of up 
to 90.53–95.71% was observed in 2% citric acid, which 
was higher than those in 0.05% NaOH (57.83–73.44%) 
and water (4.52–14.54%). These results indicate that 
acidic and alkaline conditions were adequate for PO 
desorption, and that the PO desorption efficiencies of 
MRS, MCS, MOT, and MGW differed among the solu-
tions tested, suggesting that the interplay between PO 
and the biochars differed. Moreover, MCS exhibited 
the highest PO desorption efficiency at 2% citric acid. 
In contrast, most PO was released by MOT in 0.05% 

Table 3 Isotherm parameters of PO adsorption in MRS, MCS, MOT, and MGW based on Freundlich and Langmuir models

Langmuir Freundlich

Qm (mg/g) KL (L/mg) R2 n Kf R2

MRS 167.290 0.039 0.911 3.296 27.96154 0.905

MCS 72.485 0.038 0.972 3.816 14.05847 0.930

MOT 69.860 0.025 0.975 3.430 10.85208 0.940

MGW 82.906 0.105 0.981 4.457 22.23913 0.900
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NaOH, and MRS exhibited the highest desorption in 
water. In the context of a slow-release fertilizer, if PO 
is released too slowly or too quickly, its value with 
regard to agricultural usage is reduced. Thus, owing to 
its PO adsorption capacity, MRS is deemed the most 
suitable material for this application.

Conclusion
Biomass in the form of rice straw, corn straw, Camellia 
oleifera shells, and branches from garden waste was used as 
feedstock to prepare MgO-modified biochars (MRS, MCS, 
MOT, and MGW) via one-step co-pyrolysis. Because of the 
large corresponding specific surface areas and MgO loads, 
the resulting MgO-modified biochars exhibited signifi-
cantly higher PO adsorption capacities than unmodified 
biochars: MRS (24.71 ± 0.32  mg/g) > MGW(23.55 ± 0.46  m
g/g) > MOT (15.23 ± 0.19 mg/g) > MCS (14.12 ± 0.21 mg/g). 
The phosphate adsorption in these MgO-modified bio-
chars followed pseudo-second-order kinetics, suggesting 
that PO adsorption mainly occurred via chemisorption. 
Furthermore, the isotherm data fit well with the Lang-
muir and Freundlich models, indicating an effective inter-
action between PO and the biochar samples evaluated. 
XPS results indicated the existence of Mg(H2PO4)2 and 
 MgHPO4 on the surfaces of the biochar samples after PO 
adsorption, which was attributed to the precipitation of 
Mg oxyhydroxides that reacted with  HPO4

2− and  H2PO4
−. 

Moreover, clusters of flakes observed on the surfaces of the 
PO-loaded biochars indicated the precipitation of Mg–PO. 
FTIR spectra indicated that the interactions between the 
Mg–OH group and PO ions occurred via surface inner-
sphere complexation processes. Additionally, PO adsorbed 
by the MgO-modified biochars could be released under 
acidic, alkaline, or neutral conditions. As the desorption 

Fig. 6 Mechanisms of PO adsorption in MRS
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efficiency of MRS was modest, MgO-modified biochars 
obtained from rice straw are likely to be suitable for use as a 
slow-release fertilizer.

Supplementary Information
The online version contains supplementary material available at https:// doi. 
org/ 10. 1186/ s40643- 023- 00670-3.

Additional file 1: Table S1. Percentage of the surface elements calcu-
lated based on the XPS results (at. %) Table S2. Parameters of adsorption 
kinetic models. Table S3. Comparison of adsorption properties of differ-
ent adsorbents for phosphate adsorption. Figure S1. P adsorption capac-
ity of the as-prepared biochars. Figure S2. XPS spectras of unmodified 
biochars (RS, CS, OT and GW), MgO modified biochars (MRS, MCS, MOT 
and MGW) before and after the P adsorption. Figure S3. High-resolution 
XPS spectra of Mg1s after P desorption: (a) MRS, (b) MCS, (c) MOT, and (d) 
MGW. Figure S4. Zeta potentials of MRS, MCS, MOT and MGW at different 
pH. Figure S5. P adsorption kinetics and models for unmodified biochar 
(RS) and MgO modified biochar (MRS).

Acknowledgements
The authors are thankful to Dr. Faisal Hayat for carefully modification the 
language of this manuscript.

Author contributions
PT and GZ: Formal analysis, data curation, writing original draft, writing—
review and editing. LD and HY: Conceptualization, methodology, resources, 
supervision. GW, YC and BH: Investigation, visualization. YL and JL: Investiga-
tion, data curation.

Funding
This work was financially supported by Basic and Applied Basic Research 
Foundation of Guangdong Province (2022A1515010941), Science and tech-
nology plan projects of Guangzhou (202206010069), Meizhou Science and 
Technology Project (2021A0304001), Key-Area Research and Development 
Program of Guangdong Province (2020B020215003).

Availability of data and materials
All data supporting this article’s conclusion are available.

Declarations

Ethics approval and consent to participate
Not applicable.

Consent for publication
All authors approved the consent for publishing the manuscript to Biore-
sources and Bioprocessing.

Competing interests
The authors declare no competing interests.

Author details
1 Institute of Biomass Engineering, South China Agricultural University, Guang-
zhou 510642, People’s Republic of China. 2 Zhongkai University of Agriculture 
and Engineering, Guangzhou 510225, People’s Republic of China. 3 Guangzhou 
Institute of Energy Conversion, Chinese Academy of Sciences, Guang-
zhou 510640, China. 

Received: 22 May 2023   Accepted: 28 July 2023

References
Bekiaris G, Peltre C, Jensen LS, Bruun S (2016) Using FTIR-photoacoustic spec-

troscopy for phosphorus speciation analysis of biochars. Spectrochim 
Acta a 168:29–36

Bryant RB, Buda AR, Kleinman PJA, Church CD, Saporito LS, Folmar GJ (2012) 
Using flue gas desulfurization gypsum to remove dissolved phosphorus 
from agricultural drainage waters. J Environ Qual 413:664–671

Buates J, Imai T (2020) Biochar functionalization with layered double hydrox-
ides composites: preparation, characterization, and application for effec-
tive phosphate removal. J Water Process Eng 37:101508

Bunce JT, Ndam E, Ofiteru ID, Moore A, Graham DW (2018) A review of 
phosphorus removal technologies and their applicability to small-scale 
domestic wastewater treatment systems. Front Env Sci-Switz 6:8

Cha JS, Park SH, Jung SC, Ryu C, Jeon JK, Shin MC, Park YK (2016) Production 
and utilization of biochar: a review. J Ind Eng Chem 40:1–15

Chen QC, Qin JL, Sun P, Cheng ZW, Shen GQ (2018) Cow dung-derived 
engineered biochar for reclaiming phosphate from aqueous solution and 
its validation as slow-release fertilizer in soil crop system. J Clean Prod 
172:2009–2018

Chun Y, Lee SK, Yoo HY, Kim SW (2021) Recent advancements in biochar pro-
duction according to feedstock classification, pyrolysis conditions, and 
applications: a review. BioResources 163:6512–6547

Fang L, Li JS, Donatello S, Cheeseman CR, Poon CS, Tsang DCW (2020) Use of 
Mg/Ca modified biochars to take up phosphorus from acid-extract of 
incinerated sewage sludge ash (ISSA) for fertilizer application. J Clean 
Prod 244:118853

Fang Y, Ali A, Gao Y, Zhao P, Li R, Li X (2022) Preparation and characterization 
of MgO hybrid biochar and its mechanism for high efficient recovery of 
phosphorus from aqueous media. Biochar 41:40

Gao Q, Wang CZ, Liu S, Hanigan D, Liu ST, Zhao HZ (2019) Ultrafiltration 
membrane microreactor (MMR) for simultaneous removal of nitrate and 
phosphate from water. Chem Eng J 355:238–246

Gong HF, Chi J, Ding Z, Zhang F, Huang JJ (2020) Removal of lead from two 
polluted soils by magnetic wheat straw biochars. Ecotox Environ Safe 
205:111132

Hoo H, Hashidoko Y, Islam MT, Tahara S (2004) Requirement of a relatively high 
threshold level of Mg2+ for cell growth of a rhizoplane bacterium, Sphin-
gomonas yanoikuyae EC-S001. Appl Environ Microb 709:5214–5221

Huang WY, Zhang YM, Li D (2017) Adsorptive removal of phosphate from 
water using mesoporous materials: a review. J Environ Manage 
193:470–482

Ifthikar J, Wang J, Wang QL, Wang T, Wang HB, Khan A (2017) Highly efficient 
lead distribution by magnetic sewage sludge biochar: sorption mecha-
nisms and bench applications. Bioresource Technol 238:399–406

Jung KW, Jeong TU, Hwang MJ, Kim K, Ahn KH (2015) Phosphate adsorp-
tion ability of biochar/Mg-Al assembled nanocomposites prepared by 
aluminum-electrode based electro-assisted modification method with 
 MgCl2 as electrolyte. Bioresource Technol 198:603–610

Lehmann J, Gaunt J, Rondon M (2006) Bio-char sequestration in terrestrial 
ecosystems–a review. Mitig Adapt Strat Glob Change 112:403–427

Li RH, Wang JJ, Zhou BY, Awasthi MK, Ali A, Zhang ZQ (2016a) Enhancing 
phosphate adsorption by Mg/Al layered double hydroxide functionalized 
biochar with different Mg/Al ratios. Sci Total Environ 559:121–129

Li RH, Wang JJ, Zhou BY, Awasthi MK, Ali A, Zhang ZQ (2016b) Recovery of 
phosphate from aqueous solution by magnesium oxide decorated mag-
netic biochar and its potential as phosphate-based fertilizer substitute. 
Bioresource Technol 215:209–214

Li J, Li B, Huang HM, Lv XM, Zhao N, Guo GJ, Zhang DD (2019) Removal of 
phosphate from aqueous solution by dolomite-modified biochar derived 
from urban dewatered sewage sludge. Sci Total Environ 687:460–469

Li J, Li B, Huang HM, Zhao N, Zhang MG, Cao L (2020) Investigation into lantha-
num-coated biochar obtained from urban dewatered sewage sludge for 
enhanced phosphate adsorption. Sci Total Environ 714:136839

Li AY, Ge WZ, Liu LH, Qiu GH (2022) Preparation, adsorption performance and 
mechanism of MgO-loaded biochar in wastewater treatment: a review. 
Environ Res 212:113341

Liao TW, Li T, Su XD, Yu X, Song HY, Zhu Y, Zhang YM (2018) La(OH)(3)-modified 
magnetic pineapple biochar as novel adsorbents for efficient phosphate 
removal. Bioresource Technol 263:207–213

https://doi.org/10.1186/s40643-023-00670-3
https://doi.org/10.1186/s40643-023-00670-3


Page 14 of 14Tu et al. Bioresources and Bioprocessing           (2023) 10:49 

Lin JW, He SQ, Wang XX, Zhang HH, Zhan YH (2019) Removal of phosphate 
from aqueous solution by a novel Mg(OH)(2)/ZrO2 composite: adsorp-
tion behavior and mechanism. Colloid Surface a 561:301–314

Liu SB, Tan XF, Liu YG, Gu YL, Zeng GM, Hu XJ (2016) Production of biochars 
from Ca impregnated ramie biomass (Boehmeria nivea (L.) Gaud.) and 
their phosphate removal potential. RSC Adv 67:5871–5880

Liu MH, Che YY, Wang LQ, Zhao ZJ, Zhang YC, Wei LL, Xiao Y (2019) Rice straw 
biochar and phosphorus inputs have more positive effects on the yield 
and nutrient uptake of Lolium multiflorum than arbuscular mycorrhizal 
fungi in acidic Cd-contaminated soils. Chemosphere 235:32–39

Liu MJ, Li RH, Wang JW, Liu X, Li SL, Shen WB (2022) Recovery of phosphate 
from aqueous solution by dewatered dry sludge biochar and its feasibil-
ity in fertilizer use. Sci Total Environ 814:152752

Nardis BO, Franca JR, Carneiro JSD, Soares JR, Guilherme LRG, Silva CA, Melo 
LCA (2022) Production of engineered-biochar under different pyrolysis 
conditions for phosphorus removal from aqueous solution. Sci Total 
Environ 816:151559

Peyman N, Sany SBT, Tajfard M, Hashim R, Rezayi M, Karlen DJ (2017) The status 
and characteristics of eutrophication in tropical coastal water. Environ 
Sci-Proc Imp 198:1086–1103

Pinto M, David da Silva D, Amorim Gomes AL, Menezes dos Santos RM, Alves 
de Couto RA, Ferreira de Novais R (2019) Biochar from carrot residues 
chemically modified with magnesium for removing phosphorus from 
aqueous solution. J Clean Prod 222:36–46

Reitzel K, Bennett WW, Berger N, Brownlie WJ, Bruun S, Christensen ML (2019) 
New training to meet the global phosphorus challenge. Environ Sci 
Technol 5315:8479–8481

Ribeiro ICA, Teodoro JC, Guilherme LRG, Melo LCA (2020) Hydroxyl-eggshell: 
a novel eggshell byproduct highly effective to recover phosphorus from 
aqueous solutions. J Clean Prod 274:123042

Schroder JJ, Smit AL, Cordell D, Rosemarin A (2011) Improved phosphorus 
use efficiency in agriculture: a key requirement for its sustainable use. 
Chemosphere 846:822–831

Shin H, Tiwari D, Kim DJ (2020) Phosphate adsorption/desorption kinetics and 
P bioavailability of Mg-biochar from ground coffee waste. J Water Process 
Eng 37:101484

Tongamp W, Zhang Q, Saito F (2007) Preparation of meixnerite (Mg–Al–OH) 
type layered double hydroxide by a mechanochemical route. J Mater Sci 
4222:9210–9215

Wang SD, Kong LJ, Long JY, Su MH, Diao ZH, Chang XY (2018) Adsorption of 
phosphorus by calcium-flour biochar: isotherm, kinetic and transforma-
tion studies. Chemosphere 195:666–672

Wu LP, Wei CB, Zhang SR, Wang YD, Kuzyakov Y, Ding XD (2019) MgO-modified 
biochar increases phosphate retention and rice yields in saline-alkaline 
soil. J Clean Prod 235:901–909

Wu LP, Zhang SR, Wang J, Ding XD (2020) Phosphorus retention using iron (II/
III) modified biochar in saline-alkaline soils: adsorption, column and field 
tests. Environ Pollut 261:114223

Xu QY, Chen ZB, Wu ZS, Xu F, Yang DX, He Q (2019) Novel lanthanum doped 
biochars derived from lignocellulosic wastes for efficient phosphate 
removal and regeneration. Bioresource Technol 289:121600

Yang D, Velamakanni A, Bozoklu G, Park S, Stoller M, Piner RD (2009) Chemical 
analysis of graphene oxide films after heat and chemical treatments 
by X-ray photoelectron and Micro-Raman spectroscopy. Carbon 
471:145–152

Yang F, Chen YC, Nan HY, Pei L, Huang YD, Cao XD (2021a) Metal chloride-
loaded biochar for phosphorus recovery: noteworthy roles of inherent 
minerals in precursor. Chemosphere 266:121600

Yang SM, Katuwal S, Zheng W, Sharma B, Cooke R (2021b) Capture and recover 
dissolved phosphorous from aqueous solutions by a designer biochar: 
mechanism and performance insights. Chemosphere 274:129717

Yao Y, Gao B, Zhang M, Inyang M, Zimmerman AR (2012) Effect of biochar 
amendment on sorption and leaching of nitrate, ammonium, and phos-
phate in a sandy soil. Chemosphere 8911:1467–1471

Yao Y, Gao B, Chen JJ, Yang LY (2013) Engineered biochar reclaiming phos-
phate from aqueous solutions: mechanisms and potential application as 
a slow-release fertilizer. Environ Sci Technol 4715:8700–8708

Yeoman S, Stephenson T, Lester JN, Perry R (1988) The removal of phosphorus 
during wastewater treatment: a review. Environ Pollut 493:183–233

Zhang MM, Liu YG, Li TT, Xu WH, Zheng BH, Tan XF (2015) Chitosan 
modification of magnetic biochar produced from Eichhornia crassipes 

for enhanced sorption of Cr(VI) from aqueous solution. RSC Adv 
558:46955–46964

Zhang ZR, Yu HQ, Zhu RX, Zhan X, Yan LG (2020) Phosphate adsorption 
performance and mechanisms by nanoporous biochar-iron oxides from 
aqueous solutions. Environ Sci Pollut R 2722:28132–28145

Zhang MD, He MZ, Chen QP, Huang YL, Zhang CY, Yue C (2022) Feasible 
synthesis of a novel and low-cost seawater-modified biochar and its 
potential application in phosphate removal/recovery from wastewater. 
Sci Total Environ 824:153833

Zhou Q, Sun H, Jia L, Wu W, Wang J (2022) Simultaneous biological removal of 
nitrogen and phosphorus from secondary effluent of wastewater treat-
ment plants by advanced treatment: a review. Chemosphere 296:134054

Zhu DC, Chen YQ, Yang HP, Wang SH, Wang XH, Zhang SH, Chen HP (2020) 
Synthesis and characterization of magnesium oxide nanoparticle-
containing biochar composites for efficient phosphorus removal from 
aqueous solution. Chemosphere 247:125847

Publisher’s Note
Springer Nature remains neutral with regard to jurisdictional claims in pub-
lished maps and institutional affiliations.


	Enhanced phosphate adsorption and desorption characteristics of MgO-modified biochars prepared via direct co-pyrolysis of MgO and raw materials
	Abstract 
	Introduction
	Materials and methods
	Preparation of biochar and Mg-modified biochar
	PO adsorption experiment
	PO adsorption
	Kinetic studies
	PO adsorption isotherm analysis

	PO desorption experiment
	Characterization of biochar and Mg-modified biochar
	Statistical method

	Results and discussion
	Characteristics of as-prepared biochars
	FTIR analysis
	XPS analysis
	SEM
	Point of zero charge (pHpzc)

	PO adsorption mechanism
	Kinetics of PO adsorption
	Isotherm of PO adsorption
	Adsorption mechanism analysis

	PO desorption efficiency

	Conclusion
	Anchor 25
	Acknowledgements
	References


