processes

Article

Surface Hydrophobic Modification of Biochar by Silane
Coupling Agent KH-570

Muxi Zhang 12, Hongxiang Zhu 3, Beidou Xi "2, Yuxin Tian "2, Xiaojie Sun 1'%, Hongxia Zhang 1>*

and Beibei Wu 12

check for
updates

Citation: Zhang, M.; Zhu, H.; Xi, B.;
Tian, Y.; Sun, X.; Zhang, H.; Wu, B.
Surface Hydrophobic Modification of
Biochar by Silane Coupling Agent
KH-570. Processes 2022, 10, 301.
https://doi.org/10.3390/pr10020301

Academic Editor: Carmen Branca

Received: 27 December 2021
Accepted: 31 January 2022
Published: 2 February 2022

Publisher’s Note: MDPI stays neutral
with regard to jurisdictional claims in
published maps and institutional affil-

iations.

Copyright: © 2022 by the authors.
Licensee MDPI, Basel, Switzerland.
This article is an open access article
distributed under the terms and
conditions of the Creative Commons
Attribution (CC BY) license (https://
creativecommons.org/licenses /by /
4.0/).

Guangxi Key Laboratory of Environmental Pollution Control Theory and Technology,

Guilin University of Technology, Guilin 541004, China; zhangmuxi2022@163.com (M.Z.);
xibeidou@263.net (B.X.); ttianyyxx@163.com (Y.T.); beibei_wu@webmail.hzau.edu.cn (B.W.)

Guangxi Collaborative Innovation Center for Water Pollution Control and Water Safety in Karst Area,
Guilin University of Technology, Guilin 541004, China

College of Light Industry and Food Engineering, Guangxi University, Nanning 530004, China;
zhx@gxu.edu.cn

State Environmental Protection Key Laboratory of Simulation and Control of Groundwater Pollution,
Chinese Research Academy of Environmental Sciences, Beijing 100012, China

*  Correspondence: sunxiaojie@glut.edu.cn (X.S.); zhx75@glut.edu.cn (H.Z.); Tel.: +86-15078329789 (X.S.)

Abstract: Biochar-amended soil cover (BSC) in landfills can improve the oxidation of methane.
However, adding biochar can cause a larger amount of rainwater to enter the soil cover and landfill
because it increases the permeability of the soil cover, which increases leachate production. Improving
the hydrophobicity and waterproof ability of BSC is expected to reduce rainwater that goes into
landfills. Silane coupling agent KH-570 is used to modify biochar to improve its hydrophobicity and
waterproof ability after being added to the soil cover. The waterproofness of hydrophobic biochar-
amended soil cover (HBSC) was studied by conducting a precipitation simulation test. Results
showed that the optimum hydrophobicity of the surface-modified biochar was obtained when the
mass fraction of KH-570 was 7%, the biochar dosage was 7 g, and the modification temperature was
60 °C. In these conditions, the contact angle was 143.99° and the moisture absorption rate was 0.10%.
The analysis results of thermogravimetric, X-ray diffractometer and scanning electron microscopy
before and after the biochar modification showed that KH-570 formed a hydrophobic organic coating
layer on the biochar surface, indicating that the surface hydrophobic modification of biochar was
successfully carried out by silane coupling agent. The waterproof ability of HBSC was significantly
better than that of BSC in the simulated precipitation test.

Keywords: silane coupling agents; biochar; hydrophobic modification; landfill cover

1. Introduction

Landfill soil cover has been used to oxidize methane to reduce methane emission [1,2].
The CH4 emission reduction of landfill depends on the choice of soil cover material. In
contrast to traditional soil cover, the biocover in landfill have been extensively studied to
increase the aerobic oxidation of methane [3]. Many kinds of biocover materials include
compost [4-6], mineralized refuse [7], and solidified sludge [8]. However, CH, oxidation
capacity of traditional landfill soil cover material was generally insufficient [9,10]. Biomass-
based carbon materials have attracted attention due to their economical, sustainable, and
environmentally friendly features [11]. Biochar can be considered as a suitable and alternate
material as a final cover system for landfills because its high specific surface area and
high porosity can improve the permeability of the biocover and promote the growth and
reproduction of methanotrophs [1,12-14]. Prior studies noted that average CH4 removal
efficiencies were up to 85.2% for biochar-amended soil cover (BSC) [6].

However, a number of hydrophilic groups, such as carboxyl and hydroxyl groups,
are on the surface of biochar (C > 60%) [15]. As the content of biochar added to the soil
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cover increases, so does the permeability coefficient of the cover. Studies have shown
that the permeability coefficient of the soil with 10% biochar added has been more than
10~7 cm/s [16]. The increase of permeability coefficient leads to the increase of rainwater
into the methane oxide layer and landfill. Water content has been found to be an important
environmental factor that controls methane oxidation and adsorption capacity of landfill
cover soil [17,18]. The increase of rainwater entering the methane oxide layer decreases
methane oxidation and adsorption efficiency [19]. In addition, the increase of rainwater
entering the landfill leads to the increase of leachate production, thereby increasing the
cost of leachate treatment. Therefore, a problem to be solved is how to reduce rainwater
entering the soil cover after adding biochar.

KH-570 is an environmentally friendly hydrophobic modifier that has been studied
and applied in environmental pollution control [20]. For example, Chen [21] used four
kinds of silane coupling agents to modify the interfaces of composites and found that
KH-570 modified composite possessed the best mechanical properties and water resis-
tance. Therefore, in this study, silane coupling agent KH-570 was selected as the modifier
to conduct an experiment on hydrophobic modification of biochar, thereby improving
its hydrophobicity and reducing rainwater that enters the soil cover and landfill. The
hydrophobic properties of biochar were tested under various concentrations of modifier,
dosages, and modification temperatures to determine the optimal hydrophobic modifi-
cation conditions. A simulated landfill cover precipitation experiment was conducted to
study the waterproof ability of modified biochar. The hydrophobic modification of biochar
was conducted to develop materials to improve the hydrophobic permeability of the landfill
cover layer, providing technical support for methane emission reduction in landfills.

2. Experimental
2.1. Materials

Biochar was purchased from Desheng Carbon Industry Co. Ltd., silane coupling agent
KH-570 from Sinopharm Chemical Reagent Co. Ltd., ethanol absolute (analytically pure)
from Cologne Chemicals Co. Ltd., and acetic acid (analytically pure) from Sinopharm
Chemical Reagent Co. Ltd. (all manufacturers are based in China).

2.2. Preparation of Biochar

The biochar used was produced by pyrolysis of discarded rice straw in a completely
anoxic environment through pyrolysis at 500 °C [15]. Total pore volume of adsorption was
0.07 cm3/g. The biochar used in the test was alkaline, with high C content (64.2%) and low
P (0.16%) and K (0.33%) contents. The main component of rice straw was cellulose, and its
main structures were sieve tube and conduit, which mainly account for the large specific
surface area of rice straw biochar [15].

2.3. Surface Modification of Biochar with KH-570

First, biochar was added to alcohol-water solution to hydrolyze it sufficiently. The
volume proportion of ethanol absolute and water was 1:1, and 0.1 mol/L acetic acid was
used to adjust pH to 4. Then, the mixture was stirred in a water bath at 30 °C-70 °C for
30 min. Second, the prepared silane coupling agent KH-570 was added into the above
solution and stirred for 2 h. Third, the reaction products were filtered and washed with
ethanol absolute several times. Finally, the surface hydrophobic modified biochar was
obtained by drying in an electric blast drying oven at 50 °C for 6 h.

2.4. Hydrophobic Modification Mechanism of KH-570

Silane coupling agent KH-570 represents a type of important difunctional group
modifiers that can react with adsorbed water on organic molecules and inorganic surfaces
to form a strong bond [22]. Figure 1 shows the surface hydrophobic modification reaction
mechanism of KH-570. This silane coupling agent undergoes hydrolysis, dehydration, and
condensation to form oligomers. The dehydration of oligomers and hydroxyl groups on
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the surface of the biochar formed partial covalent bonds, which coated the biochar surface
with coupling agent and increased the hydrophobicity [15].
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Figure 1. Hydrophobic modification mechanism of KH-570.

2.5. Characterization Analysis

The changes of functional groups of biochar before and after modification were char-
acterized by Fourier transform infrared spectroscopy (FTIR) (IS10, Thermo Fisher Scientific,
Madison, WI, USA). The morphology and structure of biochar before and after modification
were characterized by scanning electron microscopy (SEM) (JSM-7900F Plus, Nidec Cor-
poration, Kyoto, Japan). The thermogravimetric (TGA) curves of biochar before and after
modification were measured by synchronous thermal analyzer to characterize its thermal
stability (SDT-Q600, Waters, Milford, MA, USA, USA). The phase of biochar before and
after modification was analyzed by X'Pert3 Power multifunctional X-ray diffractometer
(XRD) (PANalytical B.V., Alemlo, The Netherlands). Surface contact angle was an important
parameter for evaluating hydrophobicity or hydrophilicity. JC2000D1 contact angle tester
(Shanghai Zhongchen Digital Technology Equipment Co. Ltd., Shanghai, China) was used
to determine the wettability of biochar before and after modification. The contact angle
was less than or equal to 90° for hydrophilicity and greater than 90° for hydrophobic-
ity [23]. Hygroscopicity refers to the ability of a solid material to absorb water from air.
The lower the moisture content, the better its hydrophobicity [23,24]. Then, 4 g of dried to
constant weight original biochar and modified biochar were evenly spread on glass sheets
and placed at room temperature for 24 h. Their mass changes were measured and their
moisture absorption rates were calculated. The moisture absorption rates can be calculated
as follows:

moisture absorption rates = [(my — mj) / m;] x 100% 1

where m; is the drying mass, g; and m; is the mass after 24 h of hygroscopicity, g.

2.6. Waterproofing Experiment

In this study, a simple model was designed to simulate the actual landfill soil cover
(Figure 2) to compare the waterproof performance of biochar before and after modification.
Biochar-amended soil and hydrophobic biochar-amended soil, in which the volume propor-
tion of biochar or modified biochar and soil was 1:5 [16], were, respectively, added into the
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model. The material was repeatedly compacted, with one side flush with the water guide
plate. The slope of the top was adjusted to 7% according to the Technical Specification for
Sealing of Sanitary Landfill Sites of Domestic Waste (China, 2017). The initial water content
of the cover material was adjusted to approximately 22%. Then, 2.5 L water was evenly
sprayed by simulated precipitation at the top of the compacted slope, and the water flowed
out of the water guide plate into the collection container. The volume of outflow water
was measured.

| ,.
| ;

——T

Figure 2. Schematic and physical map of a simple landfill soil cover model.

3. Results and Discussion
3.1. Effect of Mass Fraction of KH-570 on Surface Hydrophobic Properties of Modified Biochar

Under the biochar dosage of 5 g and modification temperature of 70 °C, the effects
of various mass fractions of KH-570 on the surface hydrophobicity of biochar were in-
vestigated. As shown in Figure 3, the contact angle of biochar was 7.04° and the water
absorption rate was 0.22% without the addition of KH-570. With the increase of the mass
fraction of KH-570, the contact angle of the modified biochar increased initially, and then
showed a trend of fluctuation and decline. The reason was that when the mass fraction
of KH-570 continued increasing (<7%), the hydrophobic performance improved as more
hydrophilic groups on the biochar surface were replaced by hydrophobic groups. However,
when the mass fraction of KH-570 exceeded 7%, the siloxane anion generated by the hydrol-
ysis of KH-570 formed a bridge, leading to the flocculation of the powder, thereby affecting
the hydrophobic modification effect of the biochar [25]. The contact angle of modified
biochar reached 131.99° and the water absorption rate was 0.04% when the mass fraction of
KH-570 was 7%. Therefore, the optimal mass fraction of KH-570 was 7% when the biochar
dosage was 5 g and the modification temperature was 70 °C.

3.2. Effect of Biochar Addition on Surface Hydrophobic Properties

The effect of the additional amount of biochar on the surface hydrophobic performance
was studied at 70 °C modification temperature and 7% mass fraction of KH-570. As shown
in Figure 4, the contact angle reached a maximum value of 141.99°, and the moisture
absorption rate correspondingly had a minimum value of 0.08% when the biochar dosage
was 7 g, indicating that the hydrophilic groups on the surface of biochar were basically
replaced by the hydrophobic groups of KH-570, forming a hydrophobic organic cover on the
surface of biochar in the form of chemical bonding, which resulted in the transformation of
biochar from hydrophilic surface to hydrophobic surface [25]. However, when the biochar
dosage increased from 7 g to 13 g, the contact angle decreased from 141.99° to 125.49°, and
the moisture absorption rate increased from 0.08% to 0.10%, indicating that the hydrophilic
group on the surface of biochar could not be completely replaced, and the hydrophobic
effect worsened. Therefore, the optimal dosage of biochar was 7 g when the mass fraction
of KH-570 was 7% and the modification temperature was 70 °C.
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Figure 3. (a) Contact angles and moisture absorption rates of biochar modified by KH-570, and
(b) contact angle of modified biochar when KH-570 mass fraction was 7%.
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Figure 4. (a) Contact angles and moisture absorption rates of modified biochar with different dosage,
and (b) contact angle of modified biochar when the dosage of biochar was 7 g.

3.3. Effect of Reaction Temperature on Surface Hydrophobicity of Modified Biochar

The effect of the reaction temperature on the surface hydrophobicity of biochar was
studied when the mass fraction of KH-570 was 7% and the biochar dosage was 7 g. The test
results of the contact angle and moisture absorption rates under 30, 40, 50, 60, and 70 °C are
shown in Figure 5. The hygroscopicity decreased greatly when the reaction temperature
reached 50 °C, and modified biochar changed from hydrophilic surface to hydrophobic
surface. The maximum contact angle of modified biochar was 143.99°, and the minimum
moisture absorption rate was 0.10% until the reaction temperature reached 60 °C. When
the reaction temperature was increased, the contact angle decreased and the moisture
absorption rate increased. This result may be due to the fracture and release of a large
amount of hydrophilic oxygen-containing functional groups in biomass [24]. Therefore, the
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optimal modification temperature was 60 °C when the mass fraction of KH-570 was 7%
and the biochar dosage was 7 g.
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Figure 5. (a) Contact angles and moisture absorption rate of modified biochar at different reaction
temperatures, and (b) contact angle of modified biochar when temperature was 60°C.

In summary, the hydrophobic modified biochar was prepared under the following
conditions: 7% mass fraction of KH-570, 7 g biochar dosage, and 60 °C modification
temperature. In these conditions, the contact angle was 143.99° and the moisture absorption
rate was 0.10%. Compared with the original biochar, the contact angle of the modified
biochar increased by 136.95° and the moisture absorption rate decreased by 0.12%.

3.4. FT-IR and TGA Analysis

The surface functional groups of the original and modified biochar were detected
using FT-IR spectroscopy [26]. As shown in Figure 6a, the spectra of the biochar before
and after modification were basically consistent, indicating that the biochar was the same
substance before and after modification, but the microstructure changed. Some proper
functional groups on the surface of biochar were effectively identified such that the intensity
of the wide adsorption band around 3400 cm ™! could be attributed to O-H stretching of
acid or to alcohol structures, that around 2368-2381 cm™~! could indicate the presence
of carbon dioxide (O=C=0), and around 1590-1850 cm~! may indicate C=C stretching
from alkenes, around 1360 cm~! may indicate the presence of C-O, C=0 and probably
C-H bending modes. The stretching vibration absorption peak around 1050 cm~! of the
modified hydrophobic biochar was significantly stronger and wider than that of the original
biochar, indicating that the modified biochar was grafted with the modifier and generated
a large amount of C-O-5i and Si-O [20,26-31]. Hydrophobic groups in KH-570 effectively
bound to the surface of the biochar, forming a hydrophobic organic coating [20].

The thermal stabilities of the biochar before and after powder modification in an
atmosphere of N, were measured using TGA [9]. As shown in Figure 6b, the first weight
loss occurred at 100 °C, which was attributed to the removal of adsorbed water [32]. Before
200 °C, the weight loss rate of original biochar was 5.21%. However, the weight loss rate
of the modified biochar was 2.11%, which was significantly reduced, indicating that the
surface hydrophobicity of the modified biochar was enhanced and the moisture absorption
rate decreased. The second weight loss occurred at 400-600 °C due to the combustion of
free carbon and ash in biochar. The decreasing trend of the modified biochar mass was
smoother than that of the original biochar, indicating that the silane coupling agent coated
on the surface of biochar delayed the combustion of carbon and ash. The results showed
that the modified biochar exhibited better thermal stability than the original biochar.
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Figure 6. (a) Fourier transform infrared spectroscopy spectra and (b) thermogravimetric curves of
biochar before and after modification.

3.5. XRD Analysis

The effects of silane coupling agent modification on the biochar were explored by
characterizing them through XRD analysis. As shown in Figure 7, biochar before and after
modification basically coincided, indicating that the surface hydrophobicity modification of
the biochar by KH-570 had no significant effect on the phase composition of the biochar [21].
The XRD pattern of the biochar before and after modification was dominated by crystalline
structures with a signal centered around 27° corresponding to the (002) reflection as the
most predominant [33]. High peak density was observed in the modified biochar, indicating
that higher crystalline structures were formed [34]. The impurity characteristic peak of
modified biochar decreased compared with that of original biochar, indicating that the
modifier KH-570 had been coated on the surface of biochar.

Modified Biochar

Intensity(a.u.)

Biochar

10 15 20 25 30 35 40 45 S0 55 60
20(°)

Figure 7. X-ray diffractometer images of biochar before and after modification.
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3.6. SEM Analysis

Figure 8 shows the surface morphology of biochar before and after modification. As
shown in Figure 8a, rice biochar was tubular porous with a honeycomb-like structure and a
rough surface [34]. Figure 8b shows that the porous structure of the modified biochar does
not change due to modification, and the surface of the modified biochar has an obvious
covering layer [20], which was consistent with the previous characterization results.

Figure 8. (a) Scanning electron microscope images of biochar and (b) modified biochar.

3.7. Waterproof Performance

The measured infiltration water of the biochar-amended soil was 200 mL, and that
in the hydrophobic biochar-amended soil was 20 mL, which was significantly less than
that in the biochar-amended soil. This result indicates that the waterproofing ability of
the hydrophobic biochar-amended soil was significantly better than that of the biochar-
amended soil.

4. Conclusions

In this study, the biochar was modified by silane coupling agent KH-570 to improve its
hydrophobicity. The optimum conditions for preparation of surface hydrophobic biochar
were as follows: mass fraction of KH-570 was 7%, biochar dosage was 7 g, and modification
temperature was 60 °C. The contact angle and hygroscopicity tests confirmed that the
hydrophobicity of the surface-modified biochar was greatly increased compared with that
of the original biochar. The contact angle of the modified biochar was 143.99°, which was
136.95° higher than that of the original biochar. The moisture absorption rate was 0.10%,
which was 0.12% lower than that of the original biochar. The analysis results of TGA, XRD,
and SEM before and after the biochar modification showed that the hydrophobic organic
coating was formed on the surface of the modified biochar, resulting in the biochar turning
from hydrophilic to hydrophobic surface. The simulated precipitation test indicated that
the waterproof ability of the HBSC was significantly better than that of BSC.
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