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Relationship between heavy metal consolidation and H2S removal
by biochar from microwave pyrolysis of municipal sludge:
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Abstract
The synergistic effects of pyrolysis byproduct, biochar (BC) on heavy metal consolidation, and H2S removal during and after
from microwave pyrolysis of municipal sludge were studied in this paper. The results showed that above 80% of heavy metals
(Zn and Pb) were enriched in the biochar and the leaching toxicity of both heavy metals was lower than the national emission
standards. The chemical specification analysis found the sum of acid-soluble/exchangeable fraction (F1) and reducible fraction
(F2) for Pb and Znmetals decreased by 26 and 40%; however, the residual fraction (F4) increased 33 and 46%, which contributed
to the good stabilization of heavy metals in biochar. Besides, biochar achieved high H2S removal efficiency of 78.4% compared
with the commercial activated carbon (AC). Furthermore, the biochar prepared by microwave pyrolysis had excellent adsorption
performance, which was attributed to its larger specific surface area of 476.87m2/g under nitrogen atmosphere at 650oC com-
pared with traditional pyrolysis. The mechanism analysis showed that microwave pyrolysis resulted in the high alkaline condition
and formation of a large number of microparticles containing large metal elements on the biochar surface, which mainly
contributed to the stabilization of heavy metals. The metal oxides adsorbed on the surface of biochar can catalyze the oxidation
of H2S absorption, which will change the pH atmosphere of biochar reducing the leaching behavior of heavy metals. This study
provided the good application potential of solid waste (biochar) for simultaneous heavy metal stabilization and H2S capture.
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Introduction

With the formulation of the restrictive legislation and the im-
provement of living standards, sewage treatment has been
entailed more stringent requirements of environmental protec-
tion while providing the rapid and efficient performance.
Global solid waste generation is on the rise, with 2 billion tons
of solid waste being produced annually and expected to in-
crease by 70% to 3.4 billion tons a year by 2050 (Chen et al.

2020). Although municipal sludge is a kind of low-grade bio-
mass resources with high utilization value, the huge amount of
heavy metals and other harmful substances have restricted the
further unitization as resources. The traditional sludge treat-
ment methods, such as direct combustion and landfill, present
obvious some problems and defects, which could hardly be
accepted in practice application of environmental protection.
From the viewpoint of following harmless treatment and re-
source utilization, among which gasification and pyrolysis as
alternative candidates have received widespread attention.
(Bulushev and Ross 2011; Chen et al. 2015; Zhang et al.
2013). It is reported that the main pyrolysis product above
650 °C is biogas, in which H2 and CO accounts contributed
to more than 50% of the total gas production (Zuo et al. 2011).
Therefore, the development of municipal sludge treatment
technology has important practical significance to achieve
sustainable development.

The decomposition products of organic matter in sludge are
seriously complex, and the content of H2S remained in a high
level, which limits the application of pyrolysis biogas as fuel
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(Zhang et al. 2017b; Zhang et al. 2017c). Moreover, biogas
with high H2S content have reduced the calorific value of the
gas, which drastically affect the reliability of transportation
due to the strong corrosion effect on the metal pipeline.
Therefore, gas desulfurization technology has been attracted
more attention in research field of harmful gas removal. Wen
et al. investigated that activated carbon based on municipal
sludge with relatively higher surface area could exhibit excel-
lent adsorption performance during adsorption of gaseous
formaldehyde compared with commercial activated carbon
(Wen et al. 2011). Additionally, an efficient H2S adsorbent
was synthesized by pyrolysis of municipal sludge and mineral
oil, which showed more effective than 230% coconut shell-
based activated carbon (Bagreev and Bandosz 2004). The
relevant research indicates that the synthesis of adsorbents
was mainly concentrated on the conventional heating equip-
ment such as electric furnace, while the studies in the produc-
tion of activated carbon bymicrowave pyrolysis were relative-
ly few. Compared with traditional electric heating processes,
microwave pyrolysis technology has many advantages, in-
cluding uniform heating at the molecular level, process flexi-
bility and equipment portability, lower thermal inertia, faster
response, and energy saving (Zhang et al. 2017; Motasemi
and Afzal 2013). Studies have shown that the adsorbent
SBET and pore volume prepared by microwave are superior
to conventional pyrolysis/carbonization and physical activa-
tion methods (Zhang et al. 2018). Studies have shown that the
leaching rates of heavy metals Zn, Cd, Cr, and Pb in the solid
products of sludge pyrolysis in the traditional electric furnace
are 67.35%, 52.17%, 0.27% and 0.39%, respectively, while
the leaching rates of heavy metals in the solid products obtain-
ed by microwave pyrolysis are, respectively, 9.38, 2.11, 0.04,
and 0.11%. It shows that the leaching rate of various heavy
metals in the microwave pyrolysis sludge is lower, which is
better than the traditional pyrolysis method for fixing heavy
metals (Wu et al. 2015; Ma et al. 2018).

The secondary pollution problem such as heavy metals in
the sludge has been given increasing attention recently (Cai
et al. 2007; Li et al. 2014; Abdelhafez et al. 2014). The activ-
ity, bioavailability, and ecotoxicity of heavy metals mainly
depend on their chemical forms and binding modes (Fuentes
et al. 2004). During the pyrolysis of municipal sludge, Yuan
et al. (2015) studies the effect of pyrolysis temperature on the
biochar characteristics and found that the contents of Cr, Ni,
and Zn in the biochar reached the maximum values at temper-
atures between 500 and 700 °C, while Cu showed different
trends during pyrolysis, but the change of metal speciation and
risk assessment of heavy metals have been few reported.
Bridle and Pritchard (2004) also reported that a relatively high
amount of heavy metals including Zn, Cu, Ni, and Cr were
observed in pyrolysis solid residuals from municipal sludge;
however, the article did not mention the changes of heavy
metal speciation during sludge pyrolysis. There were also a

number of published articles investigating changes in the
chemical forms of heavymetals inmunicipal sludge in various
processes (Dong et al. 2013; Yuan et al. 2011; Xiao et al.
2015). The above researches showed that different sludge
treatment processes had an impact on the distribution and
ecological toxicity of heavy metals. Thus, the migration and
transformation characteristic of heavy metals in sludge pyrol-
ysis deserved special concern.

Previous studies on the heavy metal concentration and H2S
release during sludge pyrolysis were separated, and little was
known about the performances under microwave pyrolysis
condition. Correspondingly, the heavy metal consolidation
behavior of biochar in sludge microwave pyrolysis was first
investigated in this study. Then, obtained biochar from sludge
pyrolysis was tested for the H2S adsorption performance.
Finally, the mechanism of heavy metal stabilization and H2S
removal was conducted in this study.

Material and methods

Materials

The dewatered sludge was collected from the Municipal
Wastewater Treatment Plant of Harbin city, P.R. China. The
reagents of this experimental, including the commercial acti-
vated carbon (AC), were all analytically pure (Tianjin
Benchmark Chemical Reagent Co., Ltd, China), and the char-
acteristic of municipal sludge was shown in Table 1. The
pyrolysis byproduct, biochar, was collected from the solid
residue after pyrolysis experiments, in which dewater munic-
ipal sludge (moisture content about 80%) was used as raw
material for microwave pyrolysis.

Microwave pyrolysis experiments

The sludge pyrolysis experiment was carried out in a micro-
wave device, HAMILAB-C1500 microwave oven produced
by Changsha Longtai Microwave Heating Co., LTD, and its
operation method was given in previous studies (Zhang et al.
2017b, c). In brief, a fixed-bed microwave heating apparatus
was applied to conduct the pyrolysis experiments. First, put
the dried sludge samples into the quartz reactor in the

Table 1 Characteristics of municipal sludge

Proximate analysis (wt%) Ultimate analysis (wt%, daf)

M Ad Vd FCd C H N S O

78 42 55 3 30.94 4.773 4.61 0.72 25.64

Mmoisture content, A ash content, V volatile content, FC fixed carbon, d
dried basis, daf dried and ash-free basis
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microwave cavity. Then, the pyrolysis experiments would
start after heating up at a rate of 50 °C/min to the desired
temperature of 650 °C. Keep constant after reaching this tem-
perature; the samples would still in the cavity for 10 min, and
then the microwave generator was shut off to ensure the com-
plete finish of pyrolysis reactions. Finally, collect the remain-
ing coke and store it in a closed container for next use.

To ensure the inert environment of the pyrolysis experi-
ment, the sample in the quartz reactor was purged with nitro-
gen at 150 ml/min for 10 min before the start of the pyrolysis.
The nitrogen was turned off at the beginning of the experi-
ment. After the end of pyrolysis, continue to inject nitrogen at
150 ml/min for 2 min to exhaust the gas from the pyrolysis
system.

Adsorption performance of H2S

In the experiment, H2S containing pyrolysis gas is used as the
vapor source, and the original biogas first passes through the
tar collection system to avoid the influence of biochar adsorp-
tion on H2S. After the cooling system, the biogas was
discharged into 0.1 mol/L sulfuric acid solution to absorb
alkaline gas. The desulfurization experiments were conducted
in a column fixed bed device with a known adsorbent content
and the adsorption process is kept in a sealed state. The bed
diameter is 100 mm, filling height is 1000 mm, and packing
density is 470–520 g/L. 50 L with H2S concentration of 0.091
mg/m3 biogas flow rate of 50mm/s entered the desulfurization
device, passed through the adsorption layer from the bottom to
the top and then discharge at the outlet valve. The operation
temperature was maintained at 35 °C, and the contact time
between biochar and biogas was around 20 s. The outlet gas
was collected in the gas sampling bag and H2S concentration
analyzed by gas chromatograph method.

Heavy metal extraction and leaching toxicity analysis

Heavy metal speciation analysis was based on the BCR se-
quential extraction procedure (Yuan et al. 2011). Using 0.5 g
dried sludge and 0.5 g biochar samples to extract heavy metals
in different forms and concentrations, take the extraction of
residual fraction; for example, 5 ml of HNO3, 5 ml of HClO4,
and 3 mL of hydrogen peroxide (30%) were added to the
biochar. The mixture evaporated to near dryness on a hot
plate. After cooling to room temperature, 2% HNO3 was used
to dissolve the obtained residues to 10 ml, and then use it to
measure the residual fraction.

The overall concentrations of Pb and Zn in solutions were
measured by ICP-OES (PerkinElmer Optima 5300DV).
Furthermore, the leaching toxicity of heavy metals using
TCLP method was also tested according to the US EPA stan-
dard, SW-846.

Characterization analysis

Surface morphology was observed by a scanning electron
microscopy (SEM-EDS) technique (JSM-6700F, Japan).
Porous structure characteristics of adsorbents were determined
from N2 adsorption and desorption isotherms using standard
volumetric techniques (ASAP 2010, Micromeritics, USA). In
addition, H2S concentration was analyzed in a gas chromato-
graph equipped with a TCD detector (HP 5890, Agilent
China). In the experiment, HP 3 FT Molecular Sieve 13×45/
60 column was used.

Results and discussion

Heavy metal consolidation during microwave
pyrolysis of municipal sludge

To understand the biochar safety on the stabilization of heavy
metals (Pb and Zn), the heavy metal concentrations and
leaching toxicity of biochar produced during microwave py-
rolysis of municipal sludge was measured. The leaching tox-
icity of solid waste is an important basis for determining the
methods of treatment, disposal or resource utilization of solid
wastes. The results can be seen in Table 2.

The overall concentrations of Pb and Zn in the biochar
were higher than those in the raw municipal sludge.
Especially, above 80% of two metals were still maintained
in the biochar product after pyrolysis. This meant that heavy
metals were enhanced in the biochar owing to the decompo-
sition of organic compounds in sludge during sludge pyrolysis
at high temperature. This was similar to the studies of Zorpas
et al. (2001), who reported that above 90% of Cd, Co, Cr, Cu,
Fe, Ni, Pb and Zn metals were remained in the residue after
sludge pyrolysis. Table 2 shows that the leaching toxicity of
both metals was lower than china emission standards (GB
5085.3—2007). What is more, the leaching concentrations
of Pb and Zn in biochar product accounted for about 5% of
those in dried municipal sludge, indicating the heavy metal
ions present in the biochar were effectively stabilized during
sludge pyrolysis process.

The mobility, bioavailability, and environmental damage
of heavymetals are mainly affected by the chemical speciation
in sludge (Jin et al. 2005). Thus, the changes on the chemical
speciation of Pb and Zn during municipal sludge pyrolysis
were studied in order to further elucidate the mechanism of
low leaching toxicity of heavy metals in the biochar, and the
results can be seen in Fig. 1 (acid-soluble/exchangeable frac-
tion F1, reducible fraction F2, oxidizable fraction F3 residual
fraction F4).

From Fig. 1, the content of Pb and Zn in the acid-soluble/
exchangeable fraction (F1) of biochar was decreased signifi-
cantly after sludge pyrolysis. It was found that F1 fraction of
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Zn was negligible and that of Pb was also below 4% in bio-
char. F1 mainly refers to the weak adsorption on the surface of
solid particles and the carbonate formation of metals (Zhang
et al. 2017a). The results evidence that the proportion of
carbonate-bound heavy metals in the biochar was small after
sludge pyrolysis, indicating the heavy metals in biochar were
not easily affected and not sensitive to environmental condi-
tions after pyrolysis, especially for pH influence. The propor-
tion of Zn bound to the reducible fraction (F2) increased by
6%, while that of Pb was decreased by 19% compared with

the corresponding F2 fractions in the dried sludge. The F2
fraction was primarily the iron-manganese oxide and hydrated
oxide compounds, which were also vulnerable to reducing
environmental conditions. Generally, the sum of F1 and F2
fractions were used to describe the ecotoxicity of solid waste.
From Fig. 1, the sum of acid-soluble/exchangeable fraction
(F1) and reducible fraction (F2) for Pb and Zn metals were
decreased by 26 and 40% respectively in comparison with
those in the dried sludge. Therefore, the Pb and Zn in biochar
had a lower direct toxicity after sludge pyrolysis.

Table 2 Concentrations of heavy
metals in the dried sludge and
biochar

Heavy metals Total concentration (mg/kg) Leaching concentration (mg/L)

Dried sludge Biochar Dried sludge Biochar limit

Zn 570 1765 5.09 0.28 100

Pb 60 97 0.38 0.02 2

The limit concentration is from the standard for identification of leaching toxicity of hazardous waste in China
(GB 5085.3—2007)
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Fig. 1 Chemical speciation of Pb and Zn in the Dried sludge and biochar

(a) 

(b) 

0

20

40

60

80

100

BC

R
em

ov
al

 e
ff

ic
ie

nc
y 

(%
)

AC

Fig. 2 H2S adsorption performances of AC and BC adsorbents. a H2S
outlet concentration. b H2S Removal efficiency
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Besides, Pb and Zn distributed in the oxidizable fraction
(F3) were reduced while both metals in the residual fraction
(F4) in biochar were raised significantly 33 and 46%, respec-
tively. The increase of F2 fraction for Zn may be due to the
decomposition of organic matter (F3) during sludge pyrolysis
leading to a more extractible speciation present in F2 form. In
the study of heavy metal distribution of municipal sludge after
ozonation, Zhang et al. (2017a) also found the decrease of F3
fraction accompanied by the increase of F2 fraction in sludge.
It was well known that heavy metals associated with the F4
fraction were incorporated into silicate minerals and it is very
difficult to release them through dissociation (Nemati et al.
2011). Thus, the significant increase of F4 fractions for Zn
and Pb after sludge pyrolysis demonstrated that both heavy
metals were stabilized in biochar effectively. This conclusion
was consistent with the results of total concentration and
leaching concentrations of heavy metals. Heavy metals can
be retained in biochar for two main reasons. The immobilized

precipitation of alkaline substances (especially Ca-
compounds) and phosphate generated by pyrolysis will reduce
the leaching toxicity of heavy metals to below the safe level
(Hu et al. 2013). Besides, the vitrification formed during high-
temperature pyrolysis will embed heavy metals into the solid
solution (Chen et al. 2014)

Adsorption performances of H2S by biochar from
sludge pyrolysis

According to our previous studies, the primary sulfur-
containing pollutant in the process of pyrolysis biogas was
regarded as H2S (Zhang et al. 2017b, c). In order to further
explore the post-removal efficiency of H2S, the 50-L biogas
with H2S concentration of 0.091 mg/m3 was used as the
absorbates, which is prepared by microwave pyrolysis using
municipal sludge as raw materials. And the adsorption perfor-
mance was tested by passing the gas flow through a fixed-bed
reactor containing the same mass of adsorbent. After the ad-
sorption, the biogas concentrations of activated carbon and
biochar are 0.0083 mg/m3 and 0.0196 mg/m3, respectively
(in Fig. 2). The results indicated that the desulfurization effi-
ciency of activated carbon (90.3%) is higher than that of BC
(78.4%), showing high selective adsorption performance.

Previous researches had shown that porous microstructure
was one of the important factors affecting the adsorption per-
formance of carbon adsorbents (Stüber et al. 2011). As shown
in Fig. 3, the specific surface area of the prepared biochar and
commercial activated carbonwas determined byBETmethod.
The adsorption isotherm of both the BC and AC was
corresponded to type I according to the taxonomy of BDDT,
which increased sharply at low relative pressure and formed a
hysteresis loops in the N2 adsorption curve. The results show
that the carbonaceous structure of the two adsorbents is main-
ly characterized by micropores, while the hysteresis loop is
related to capillary condensation of mesoporous solids (Wen

Fig. 3 N2 adsorption and desorption isotherms of AC (a) and BC (b)

Table 3 Characteristics of the porous structure of adsorbents

Samples SBET (m
2/g) SLangmuir (m

2/g) DAve (nm) VTotal (cm
3/g)

AC 532.43 629.35 1.67 0.374

BC 476.87 565.22 2.34 0.212

Table 4 Metal elements contents on the biochar surface

Samples Metal elements (%)

Al Si Ca Fe Cu

Dried sludge 3.52 7.00 18.2 7.49 11.7

Biochar 4.45 23.0 3.14 35.45 16.7
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et al. 2011). And the adsorption capacities of BC and AC
separately reached 72 cm3/g and 100 cm3/g, which increased
gradually by the growth of P/P0 in the range of 0.1–0.75.

The detailed parameters for adsorption and desorption iso-
therms were listed in Table 3. The results showed that SBET
and SLangmuir of BC were 476.87 and 565.22 m2/g, respective-
ly, which were similar to that of the activated carbon.
Compared with biochar obtained in other studies (55 and 49
m2/g), the surface area prepared in this study was significantly
higher (Ros et al. 2007). With regard to the conventional py-
rolysis, the increase of surface area was attributed to the rapid
release of volatiles during microwave pyrolysis, resulting in
the abundant and high porosity after pyrolysis. According to
research reports, it takes less time to reach the required high
temperature in the microwave pyrolysis by simultaneous
heating of sludge inside and outside compared with the tradi-
tional heating (Zhang et al. 2017b, c).

Through the above analysis, it can be clearly conclud-
ed that the desulfurization efficiency was closely related
to a large specific surface area of adsorbents. The re-
search of Wen et al indicated that the average pore size
of adsorbent was another important parameter affecting
the removal efficiency in adsorption of gaseous formal-
dehyde (Wen et al. 2011). The parameters of specific
surface area were described in Table 3. The average pore
size of BC was 2.34 nm, which was larger than that of
AC (1.67 nm). Generally, the larger pore size distribution
could provide support and guarantee for the absorbates to
reach the adsorption sites easily, improving the removal
efficiency. In conclusion, the above results suggest that
the H2S adsorption properties of biochar were mainly
determined by porous structure of adsorbents, among
which the surface area was the most important influence
factor.

Fig. 4 SEM images of Dried
sludge (a) and biochar (b) from
sludge pyrolysis

Fig. 5 The SEM images of
Biochar before (a) and after (b)
adsorption of H2S
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Mechanism of heavy metals stabilization and H2S
removal by biochar

To explore the mechanism of heavy metal consolidation in the
biochar, the SEM-EDS analysis of dried sludge and biochar

particles was carried out. The results can be seen in Table 4
and Fig. 4. From Table 4, it was shows that compared with the
dried sludge, a large amount of Si, Al, Cu, and Fe elements
were enriched on the surface of the biochar particle during the
microwave pyrolysis process. Smoother and denser
microparticles were formed on the surface of biochar.
Meanwhile, after pyrolysis, the biochar pH was found to
increase from 7.36 of raw dried sludge to 11.05 presenting
significantly alkaline ability. Thus, it was referred that the
high alkaline environment and large number of metal
elements on the biochar surface mainly contributed to the
stabilization of Pb and Zn in the biochar. During study on
the combustion of heavy oil, Rink et al. (1995) also discovered
the generation of a large number of microparticles in which a
large number of metal elements were enriched. The authors
suggested that the chemical binding of different metals might
explain the concentrating mechanism of heavy metals. In an
alkaline environment, the repulsive force of positively
charged metal ions decreases as H+ decreases. At the same
time, part of Pb2+ and Zn2+ are converted into PbOH+ and
ZnOH+, respectively. Therefore, the electrostatic interaction
between heavy metal ions and biomass carbon is enhanced,
which in turn increases the amount of heavy metal adsorption
(Lu et al. 2012). In addition, mineral components such as
phosphate and carbonate in biochar can precipitate with heavy
metals as the pH value increases, reducing the leaching toxic-
ity of heavy metals (Hu et al. 2013).

In order to investigate the changes of structure morphology
of biochar before and after adsorption of H2S, the SEM of
adsorbents was illustrated in Fig. 5. The surface porosity of
biochar prepared by microwave pyrolysis of municipal sludge
exhibited a superb pore-scale uniformity in Fig. 5a. Besides,
the great development of the porous structure was primarily
explained in the following aspects: The gas substances pro-
duced by high temperature pyrolysis of sludge certainly con-
tribute to the formation of porous structure. On the other hand,

Fig. 6 S2p XPS spectra of biochars prepared from before (a) and after (b)
H2S adsorption: No.1 inorganic sulfide (163.2ev), No.2 sulfate (170.6ev)

Fig. 7 Removal mechanism of
H2S from biochar loaded with
heavy metal oxides
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the shrinkage and cracking of sludge surface caused by mi-
crowave heating conduction, which greatly increased the sur-
face area and pore volume of biochar (Zhang et al. 2017b).
The micromorphology of biochar after adsorption of H2S was
shown in Fig. 5b, the results showed that part of micro-porous
channel of BC was destroyed and microporous and mesopo-
rous structures were further eroded with the increase of H2S
adsorption amount, resulting in the decrease of pore volumes.
The research (Wallace et al. 2014; Wu et al. 2017) pointed out
that the metal elements on the surface of biochar were bene-
ficial to the catalytic oxidation of H2S during the adsorption
process to form metal sulfates or metal sulfides. The XPS
analysis on the sulfur element also confirmed that the contents
of sulfide and sulfate in the biochar before and after adsorption
were increased correspondingly (Fig. 6). After H2S adsorp-
tion, the leachability of Zn and Pb metals decreased below
the toxic limit. It is suggested that the main reason for reduc-
ing the leaching capacity of heavy metals in biochar through
H2S adsorption was the formation of metal sulfides as shown
Fig. 7. Consequently, BC provided an exercisable strategy for
preparing efficient adsorbents to decrease the content of H2S
from pyrolysis biogas.

Conclusions

In the present study, the interconnective effects of biochar on
heavy metal consolidation and H2S removal from microwave
pyrolysis of municipal sludge were investigated. Biochar
achieved effective stabilization of heavy metals during sludge
pyrolysis. Most (above 80%) of Pb and Zn metals were con-
centrated in the solid biochar, and the chemical speciation of
heavy metals changed significantly. The contents of acid-sol-
uble/exchangeable fraction (F1) plus reducible fraction (F2)
for both metals were decreased by 26 and 40%, respectively,
compared with the raw sludge. The consolidation perfor-
mance of biochar was Pb> Zn under the same reaction condi-
tions. The desulfurization efficiency of biochar during the
post-treatment of H2S-containing pyrolysis biogas could reach
78.4%, which is relatively lower than 90.3% of activated car-
bon. The excellent adsorption performance is attributed to the
higher specific surface area with SBET and SLangmuir of 476.87
m2/g and 565.22 m2/g, respectively. Biochar has double su-
perposition effects on heavy metal fixation and H2S adsorp-
tion due to the formation of metal sulfide on the surface of
biochar reducing the leachability of heavy metals. The re-
search results found that reuse of biochar from sludge pyrol-
ysis displayed great application potential due to its compara-
ble pollutants-control capabilities and low-cost advantage.
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