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Utilization of agricultural waste to produce biochar has already proven to be an efficient method for
transforming waste into valuable resources. In this study, rubber seed shell (RSS) was utilized to prepare
two biochar samples via an in-house built reactor (RSSBC-1) and a pyrolysis reactor (RSSBC-2) under
identical conditions (600 °C for 3 h at a heating rate of 10 °C per min). A comprehensive characterization
of the prepared biochar samples was carried out to reveal the reactor effect on the biochar properties.
For this, proximate and ultimate analyses were carried out which estimated the carbon stability, polarity,
and aromaticity of the biochar samples. For RSSBC-1, C and N content were higher, whereas H and O
content were higher for RSSBC-2, as found from elemental, EDX, and XPS analyses. Point of zero charge
(PZC) values of 7.65 and 6.14 for RSSBC-1 and RSSBC-2, respectively, emphasized the importance of pH
in the removal of ionic contaminants. Furthermore, the superiority of RSSBC-1 in terms of specific
surface area of 336.02 m? g~! compared to 299.09 m? g~* of RSSBC-2 was articulated by BET analysis.
XPS and FESEM analyses revealed the chemical state of surface elements and surface morphology,
respectively of the biochar samples. XRD patterns assured the amorphous nature of biochar samples,
and functional groups were well depicted by FTIR analysis. DLS showed a larger average hydrodynamic
diameter for RSSBC-2 (248.68 nm) with a zeta potential of —14.91 mV compared to RSSBC-1 (115.23 nm)
with a heterogeneous charge distribution (—16.72 mV and +37.61 mV). TGA analysis revealed the thermal
stability of both biochar samples. Overall, the results explicitly depict a distinction in the properties of
biochar samples prepared in two different reactors, where RSSBC-1, with its superior properties suggests
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the in-house built reactor as a promising alternative to expensive pyrolytic reactors for waste valorization.

1. Introduction

The thermal breakdown of plant-derived biomass in the total or
partial absence of oxygen, known as pyrolysis, can be harnessed
to produce a range of valuable byproducts. These include
combustible gases like hydrogen (H,), carbon monoxide (CO),
and methane (CH,), along with volatile oils, tarry vapors, and
a solid residue rich in carbon known as char.* Biochar, a specific
type of char, is a term that lacks a precise definition but is
generally understood as char derived from biomass intended
for soil application. The International Biochar Initiative (IBI)
defines biochar as “a solid material obtained from the
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carbonization and thermochemical conversion of biomass in an
oxygen-limited environment”.”> The term “biochar” was coined to
differentiate activated carbon produced from biomass from that
made from fossil fuels.®* Biochar encompasses a variety of
materials produced under different levels of control, with or
without complete exclusion of oxygen, including traditional
charcoal.* Biochar, like char in general, is primarily composed
of stable aromatic forms of organic carbon. This composition
sets it apart from the carbon found in the original biomass
feedstock, making it resistant to rapid decomposition and
release as carbon dioxide (CO,) back into the atmosphere. Even
under favorable environmental and biological conditions, such
as those found in soil ecosystems, biochar remains relatively
stable and contributes to long-term carbon sequestration.™*
The type of feedstock used in biochar production signifi-
cantly influences its properties. Different feedstocks have
varying compositions that impact characteristics such as
adsorption capacity, nutrient retention, total organic carbon,
mineral elements, surface area, and pH of biochar.>® The
feedstock properties, both physical and chemical, play a crucial

© 2024 The Author(s). Published by the Royal Society of Chemistry
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role in determining biochar parameters like total organic
carbon, fixed carbon, mineral elements, surface area, and pH.”*
The content of labile carbon fractions in biochar, such as water-
soluble carbohydrates (WSC) and dissolved organic carbons
(DOCs), is notably affected by the type of feedstock used.® Bio-
chars derived from food waste tend to have a less aromatic
structure and higher contents of labile carbon fractions, which
can reduce biochar stability compared to biochars from ligno-
cellulosic feedstocks.”'® Therefore, selecting the appropriate
feedstock is crucial for tailoring biochar properties for specific
applications in soil improvement, carbon sequestration, and
environmental remediation.

Different methods of biochar preparation, including pyrol-
ysis," gasification," torrefaction,” and flash carbonization,*
significantly influence the physical and chemical properties of
biochar. Pyrolysis, the most common method, can be slow or
fast, with temperature playing a crucial role in biochar charac-
teristics. Gasification produces biochar along with syngas, while
torrefaction and flash carbonization offer alternative
approaches.® The choice of preparation method impacts bio-
char surface area, aromaticity, recalcitrance, and labile carbon
fractions, affecting its suitability for various applications like
soil improvement and carbon sequestration.” Pyrolysis is
a favored method for biochar production due to its versatility in
utilizing various biomass feedstocks, high biochar yield
potential, and the generation of valuable co-products like bio-
oil and syngas.'® The environmental benefits of biochar, such
as carbon sequestration and soil improvement, further
contribute to its popularity.*® Pyrolysis is scalable to industrial
levels, and ongoing technological advancements continue to
enhance its efficiency and applicability. These factors estab-
lished pyrolysis as a widely accepted and promising method for
biochar production.*

Although pyrolysis has become the most commonly followed
method for biochar preparation, procurement of pyrolytic
reactors has become a tough task due to high initial investment.
As an alternative, an in-house built reactor for biochar prepa-
ration was reported in our previous study where biochar was
prepared from corncob biomass and successfully implemented
for wastewater treatment.” Similar arrangement was also re-
ported in the work of Suwunwong et al'® With such an
arrangement, facile synthesis of biochar is possible, consid-
ering the lower cost associated with the procurement of a labo-
ratory-scale muffle furnaces. To address how this in-house built
reactor affect the biochar properties, herein, we prepared two
biochar samples using a commercial pyrolytic reactor and our
in-house built reactor. Rubber seed shells (RSS), a feedstock
biomass with 30-50% carbon content, were chosen as the
precursor. They are collected from the rubber tree known as
Hevea brasiliensis. Studies have demonstrated that, biochar
produced from RSS exhibits characteristics such as a higher
calorific value, higher fixed carbon content, lower ash content,
and lower moisture content, making it a promising solid fuel
option.*?°

While numerous studies have explored effects of different
factors such as pyrolysis temperature, feedstock type, and resi-
dence time, few have directly compared the impact of different
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reactor designs on biochar properties. For instance, Del Pozo
et al. reported the effect of reactor scale on biochar properties in
terms of TGA, pH, density, proximate and ultimate analyses,
HHYV, FTIR, and GCMS.”" In another study, Das et al. reported
the effect of different pyrolysis reactors (hydrothermal, vertical
and horizontal tube reactor) on the flammability and mechan-
ical properties.”* To address this research gap, a comprehensive
characteristics analysis of biochars prepared by a pyrolytic
reactor and an in-house built reactor was carried out. To the
best of our knowledge, no such comparison was carried out in
order to find whether the in-house system produces biochar
with similar or superior properties to the pyrolytic reactor.

2. Materials and methods

2.1. Materials

The rubber seed shell (RSS) raw material utilized in this study
was sourced from the Fatikchhari rubber garden in Chatto-
gram, Bangladesh (22.6840°N91.7893°E). Sodium hydroxide
(NaOH), hydrochloric acid (HCI), and ethanol (C,H;OH) were
procured from Sigma-Aldrich, UK, through a local supplier.
Deionized (DI) water was employed in preparing solutions for
all experiments.

2.2. Methods

2.2.1 Preparation of biochar. At first, the rubber seeds were
washed with water to remove dirt, and the shells were sepa-
rated, followed by sun drying for 2-3 days and oven drying for
a few hours. The shells were grinded in a tumbler ball mill
(Pascall Engineering, UK) at 50 rpm and then sieved in a 50-
mesh sieve to get a uniform size. The sieved powder (biomass)
was further oven dried at 105 °C and stored in an airtight
container. The dried and powdered biomass was divided into
two portions of 10 g each. One portion was taken in a ceramic
crucible with a lid and introduced into an in-house built
stainless-steel chamber. Details of this custom built chamber
can be found in our previous work.”” The chamber was then
placed in a muffle furnace (Nabertherm L3/11/C6, Germany)
and subjected to pyrolysis at 600 °C for 3 h at a heating rate of
10 °C per min. The other portion of biomass was taken in
a sample holder and introduced in a pyrolytic furnace (Naber-
therm R-252W2ANT, Germany). Pyrolysis temperature, resi-
dence time and heating rate were kept exactly the same except
for the addition of N, air flow at 5 sccm. Upon completion of
pyrolysis in both reactors, the resulting biochar was washed
with distilled water to neutralize the pH. Additionally, washing
with HCI (1 mol L™") and absolute ethanol was conducted to
remove residual ash and organic impurities. Following
washing, the biochar powder was oven dried at 105 °C and
stored under airtight conditions. Biochar produced from the in-
house built reactor was labeled as RSSBC-1, while that from the
pyrolytic chamber was labeled as RSSBC-2. The preparation
procedure for the RSSBC biochar samples from RSS is illus-
trated in Fig. 1.

2.2.2 Characterization of biochar. Proximate analysis of the
RSS biomass and RSSBC biochar samples was done to measure
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Fig. 1 Schematic representation of the preparation procedure of
biochar from rubber seed shell using in-house built reactor and
pyrolytic reactor.

the values of volatile matter, moisture content and ash content.
This analysis aids in assessing the carbon stability and thermo-
degradable fraction of biochar carbon. Moisture content was
determined following the ASTM E871-82 method. For this
determination, a 2 g sample was placed in a dried crucible,
followed by oven drying for 16 h at 105 & 1 °C. The equation
below was used for calculating the moisture content of the RSS
and RSSBC samples.”®

initial weight — final weight

final weight x 100

(1)

Moisture content (%) =

The moisture-free sample (in a dried crucible) was placed in
a muffle furnace at 575 £ 25 °C for 180 min to estimate the ash
content (ASTM E1755-01) and volatile matter (at 950 + 25 °C for
7 min) on dry basis (ASTM D3175-11). The equations below
aided in calculating the ash content and volatile matter.

Ash content (%) = W x 100 (2)
oD
Volatile matter (%) = Wob — W x 100 (3)
oD

Here, W, = mass of ash obtained from the oven-dried sample;
Wop = mass of the oven-dried sample; Wy = mass of residue
obtained. The percentage of fixed carbon was calculated by
subtracting the sum of moisture content, ash content and
volatile matter from 100. The thermostable fraction is defined
as the ratio of fixed carbon to the sum of volatile matter and
fixed carbon and was calculated using the following formula,**

fixed carbon
volatile matter + fixed carbon
x 100

Thermostable fraction (%) =

(4)

The following equation was used to calculate the biochar
yield, which was defined as the mass of the biochar product
divided by the mass of biomass.>

. . f bioch
Biochar yield (%) = % x 100 (5)
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The pH of RSSBC samples was measured by mixing the
sample with deionized water, maintaining a ratio of 1: 10 (w/v),
and then shaking in an orbital shaker at 150 rpm for 2 hours.
The pH of the mixture was then measured with a pH meter
(sensION + pH31) at room temperature.>®

The point of zero charge (PZC), also known as the isoelectric
point, of RSSBC was determined using a modified version of the
pH drift method, as described in existing literature.>”*® 0.02 g of
RSSBC was weighed, and 50 ml of a 0.1 M NaCl solution was
added. The pH of this solution was set at 3, 4, 5, 6,7, 8,9, 10, 11,
and 12 using NaOH and HCI solutions. This mixture was then
subjected to orbital shaking at 150 rpm for 12 hours at RT. After
shaking, the pH of the solutions was recorded. The plot of the
change in pH with respect to the initial pH of the sample
produces a point of intersection on the x-axis which is referred
to as the PZC of the RSSBC samples.*

The elements of RSSBC, more specifically C, H, N, S, and O,
were quantified by an elemental analyzer (Vario EL Cube, Ele-
mentar, Germany). The presence of functional groups in RSSBC
was identified with FTIR (IR Prestige-21, Shimadzu Corp.
MIRacle-10 ATR accessory) and Raman (HORIBA Macro-RAM
with laser wavelength of 785 nm) analysis. The hydrodynamic
diameter as well as the zeta potential of the biochar samples
were determined by a DLS instrument (Malvern Panalytical
Zetasizer Ultra). The samples were finely dispersed in DI water
and sonicated for 30 min before DLS analysis. The specific
surface area of the prepared biochar was determined with the
aid of a BET (Brunauer-Emmett-Teller) sorptometer (BET-201-
A, PMI, Tampa, FL, USA). Pore size distribution was estimated
using the Barrett-Joyner-Halenda (BJH) method. The micro-
pore surface area values were estimated using the ¢plot
method. Phase analysis was carried out by an X-ray powder
diffractometer (XRD) (Rigaku Smart Lab) under the following
operating conditions: 26 range = 10° to 80° scan rate =
30° min~"; voltage and current = 40 kV and 50 mA; 1 of Cu Ko,
radiation = 1.54060 A. X-ray photoelectron spectroscopy (XPS)
was employed (K-Alpha, Thermo Scientific) for the elemental
confirmation and oxidation state of the elements present in the
prepared biochar. FESEM (JEOL JSM-7610F) images were
captured for the morphological study of the prepared biochar
and the integrated EDX machine helped us out with the
elemental analysis. Thermal analysis in terms of TGA (ther-
mogravimetric analysis) and DTG (derivative thermogravimetry)
was carried out using a simultaneous thermal analyzer (STA)
(NETZSCH STA 449F5).

3. Results and discussion

3.1. Proximate and physical property analysis

The results of proximate analysis and physical property evalu-
ation (pH, thermostable fraction, and biochar yield) of the RSS
biomass and the RSSBC samples are compiled in Table 1.
According to the data presented in Table 1, the moisture
content and volatile matter were higher for the RSS biomass,
followed by the RSSBC-1 and RSSBC-2 samples. On the contrary,
ash content was higher for the RSSBC-2 sample, followed by the
RSSBC-1 and RSS biomass samples. Volatile matter and ash

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Table 1 Proximate analysis and physical property evaluation of RSS,
RSSBC-1 and RSSBC-2 samples

Sl. No.  Parameters RSS biomass RSSBC-1  RSSBC-2
1 Moisture content 9.58 2.4 2.2

2 Volatile matter 68.53 15.78 15.21

3 Ash content 1.53 13.78 16.06

4 Fixed carbon 20.36 68.04 66.53

5 Yield — 25.1 25.6

6 pH — 4.73 4.32

7 Thermostable fraction — 230.1 212.7

content are largely influenced by the production process and
type of feedstock. Both the prepared biochar samples possess
high carbon sequestration potential since a volatile matter
content lower than 80% typically indicates such.* The RSSBC-1,
in comparison, has higher carbon sequestration potential. The
pH of the biochar samples is found to be acidic in nature since
biochar prepared from wood feedstocks, biosolids, and herba-
ceous feedstocks demonstrated a neutral to acidic pH.*' Biochar
yield was almost the same, with the RSSBC-2 sample having
a marginally higher yield.

3.2. Elemental analysis

The major elements present in the raw material (RSS biomass)
as well as in the prepared biochar (RSSBC-1 and RSSBC-2), along
with their composition, are presented in Table 2. Apart from
elemental composition, various other molar ratios, such as H/C,
O/C and (O + N)/C are also calculated and tabulated in Table 2.

Analyzing the composition of RSS biomass provides valuable
information on characteristics like polarity index, hydrophi-
licity, and aromaticity. This analysis aids in evaluating the
suitability of biochar for its intended use.” According to the
results obtained, the prepared biochars have a higher C content
than the RSS biomass, albeit the O and H contents are higher in
the biomass. The increase in the C content of the biochar is
possibly due to the removal of hydroxyl (-OH) groups during
dehydration.*® Keeping this in mind, the removal of -OH groups
was higher for RSSBC-1 as it has a higher C content than the
RSSBC-2. The content of O and H declines within the biochar,
compared to the RSS biomass, as the pyrolysis temperature is
applied. This reduction in O content occurs as a result of
dehydration, decarbonylation, and decarboxylation reactions.

Table 2 Elemental composition of RSS, RSSBC-1 and RSSBC-2
samples

Element and ratios ~ RSS (wt%)  RSSBC-1 (Wt%)  RSSBC-2 (wt%)

C 48.63 89.86 85.26
H 6.16 1.96 2.02
N 0.57 0.7 0.67
S J— J— J—

ok 44.64 7.48 12.05
H/C 0.13 0.02 0.02
o/C 0.92 0.08 0.14
(0 + N)/C 0.93 0.09 0.15

“ % of O =100 — (% of C + % of H + % of N + % of S).*
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On the other hand, the reduction of H content is likely a result
of the biochar undergoing aromatization and the subsequent
release of hydrogen gas, as light molecular hydrocarbons are
formed during the pyrolysis process.>® The RSS utilized in the
study has a low N and zero S content, indicating environmen-
tally friendly raw materials with minimal nitrogen oxide and
zero sulfur oxide emissions during pyrolysis.** The aromaticity
index of biochar is determined by its H/C ratio, which exhibited
a decline in both biochars at equal magnitude. As the pyrolysis
temperature was imposed, the H/C ratio decreased, signaling
a shift towards greater aromaticity and carbon content in the
produced biochar, accompanied by the development of
a graphite-like structure.*

The molar ratio of O/C serves as an indicator of biochar
polarity. The findings demonstrate a decline in the O/C ratio for
both biochars. Lower O/C values observed in biochar suggest
a reduction in polar functional groups on its surface. Reduced
ratios of hydrogen to carbon (H/C) and oxygen to carbon (O/C)
result in decreased emissions of CO,, smoke, and water vapor
during combustion, thereby enhancing combustion efficiency.
This makes biochar suitable for use as solid fuel.*” The longevity
of biochar is a critical factor to estimate, determined by its O/C
ratio. When the O/C ratio falls below 0.2, the half-life of biochar
is expected to endure for over 1000 years.*® Based on this
observation, both RSSBC-1 and RSSBC-2 are predicted to have
a half-life exceeding 1000 years.*® The (O + N)/C ratio is a useful
metric for characterizing the chemical properties and potential
applications of biochars. It provides insights into the polarity,
hydrophilicity, and water-holding capacity of the biochar, which
are important considerations in areas like soil amendment,
water treatment, and carbon sequestration.*® The RSSBC-2
sample has a higher (O + N)/C ratio (0.15%) than the RSSBC-2
sample (0.09%). A higher (O + N)/C ratio indicates that there
might be more polar functional groups such as hydroxyl (-OH),
carboxyl (-COOH), and nitrogen-containing groups. These polar
groups can increase the hydrophilicity and reactivity of the
biochar. In contrast, a lower (O + N)/C ratio suggests the pres-
ence of fewer polar functional groups and a more aromatic,
hydrophobic structure. Such biochars may be better suited for
applications like carbon sequestration where high aromaticity
is desirable.*

3.3. Elemental analysis by EDX

Elemental analysis of the prepared biochar samples was also
carried out with the aid of EDX. Qualification and quantifica-
tion of the major elements (C, N, O, and S) along with the molar
ratio based on mass% were done for both the RSSBC-1 and
RSSBC-2 samples. EDX spectra and the respective composition
of elements are presented in Fig. 2.

The C and N content of RSSBC-1 was slightly higher (0.50
mass% and 0.22 mass% higher, respectively) than the RSSBC-2
sample. Conversely, the O content was higher for the RSSBC-2
sample (5.46 mass% higher). A similar trend was also found
in the elemental analysis, as described in the elemental analysis
section. Interestingly, the EDX technique detected the presence
of S content, which wasn't found in the elemental analysis. The

RSC Adv, 2024, 14, 29848-29859 | 29851
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(a) RSSBC-1 (b) RSSBC-2
|
Element | Mass% | Atom% Element | Mass% | Atom%
(& 81.28 87.85 (e 80.78 85.79
N 2.74 2.54 N 2.52 2.30
o 7.3 6.27 o} 13.19 10.51
S 8.25 3.34 S 3.51 1.40
o/c 0.09 o/c 0.16
(0+N)/C 0.13 (O+N)/C 0.19 -

Fig. 2 EDX analysis of the prepared biochar samples: (a) RSSBC-1 and
(b) RSSBC-2.

S content was higher in the RSSBC-1 sample (4.74 mass%
higher). In terms of molar ratios, the O/C and (O + N)/C contents
were higher for the RSSBC-2 sample. The O/C and (O + N)/C
contents of the RSSBC-2 sample were 0.16 mass% and 0.19
mass%, respectively, whereas the RSSBC-1 sample had 0.09
mass% and 0.13 mass%, respectively.

3.4. XPS study

XPS analysis of the prepared RSSBC-1 and RSSBC-2 biochar
samples was carried out to investigate the surface elemental
composition, chemical state, and type of bonding present. Fig. 3

140.0K
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represents the XPS spectrum, which includes survey as well as
narrow scan plots. The survey scan of the prepared biochar
detected the presence of C, N, O, Na, and Mg on both surfaces of
the biochar. Table 3 lists the peak positions, atomic%, area, and
corrected area based on the sensitivity factor of the detected
elements. The % of C content found through this XPS survey
analysis was 82.58 atom% and 77.12 atom% for RSSBC-1 and
RSSBC-2, respectively. On the contrary, the O content was
higher for the RSSBC-2 sample. This finding is well aligned with
the results obtained through elemental and EDX analyses.
The N content was higher for RSSBC-2 (1.49 atom%) than the
RSSBC-1 sample (1.37 atom%). This finding is opposite to the
results of elemental and EDX analyses where N content was
slightly higher for the RSSBC-1 sample. Interestingly, S wasn't
detected through the surface elemental analysis. Lack of surface
homogeneity and a smaller surface area under consideration for
analysis by the XPS technique might be the reasons for this. The
narrow scan spectra of the detected elements for both biochar
samples are presented in Fig. 3b-k. For the RSSBC-1 sample
(Fig. 3b), the deconvoluted narrow scan spectra of C 1s
produced five peaks at 283.08 eV, 284.76 eV, 286.08 eV,
288.03 eV and 290.38 eV which correspond to metal carbide,
graphitic/aromatic hydrocarbon (C-C/C-H), phenolic (C-O-C),
ester (O-C=0), and C 1s satellite, respectively.*"**

The peaks and their corresponding assignments were seen at
282.93 eV, 284.76 €V, 286.07 eV, 287.84 eV, and 290.06 eV for the
RSSBC-2 sample. The deconvoluted narrow scan spectra of N 1s
produced a single peak at 400.36 eV and 400.61 eV for the
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Table 3 Elemental peak positions, quantitative analysis, and area correction based on the sensitivity factor of the prepared biochar samples

Peak (eV) Area (cps eV) Atomic% Sensitivity factor Corrected area (cps eV)
Elements RSSBC-1 RSSBC-2 RSSBC-1 RSSBC-2 RSSBC-1 RSSBC-2 RSSBC-1 RSSBC-2 RSSBC-1 RSSBC-2
C1s 283.99 284.18 1829972.03 2006 634.58 82.58 77.12 1 1829972.03 2006 634.58
N 1s 399.08 399.78 47 165.79 63 784.32 1.37 1.49 1.676 28141.88 38057.47
O 1s 531.95 532.30 781576.87 1218133.58 14.6 18.25 2.881 271286.67 422 816.24
Na 1s 1071.30 1072.09 25369.86 58355.43 0.23 0.43 10.588 2396.09 5511.47
Mg 1s 1303.38 1304.21 111 436.94 310611.3 1.21 2.71 14.941 7458.47 20789.17

RSSBC-1 (Fig. 3d) and RSSBC-2 (Fig. 3e) biochar samples,
respectively. These peaks are attributed to the pyrrolic or
pyridinic N present in the biochar.** For the case of O 1s, both
the deconvoluted high-resolution narrow scan spectra (Fig. 3f
and g) produced three peaks each at around 531 eV, 533 eV, and
535-536 €V. Peaks at around 531 eV correspond to the single-
bonded oxygen and carbon (C-O) of organic molecules like
aromatic rings, phenols, and ethers, while peaks at around
533 eV correspond to the double-bonded oxygen and carbon
(C=0) arising from the carbonyl and quinone structures. The
presence of hydroxyl group produced peaks at around 535-
536 eV on the deconvoluted O 1s spectra. The high-resolution
narrow scan spectra of Na 1s (Fig. 3h and i) produced a single
peak upon deconvolution for both of the biochars. The obtained
peak is at around 1072 eV, which could be attributed to sodium
compounds (in the form of Na,O, NaOH, or Na,COj3). These
chemical states are common for sodium compounds and are
likely to be present in the biochar sample.**** The narrow scan
spectra of the Mg 1s for the RSSBC-2 sample (Fig. 3k) are worth
highlighting since they produced two peaks (1304.93 eV and
1307.23 eV) upon deconvolution, while those of the RSSBC-1
sample (Fig. 3j) produced only one peak at 1304.91 eV. The
peak at around 1304 eV could be attributed to the Mg-O bonds
in magnesium oxide (MgO) or magnesium hydroxide
(Mg(OH),). This indicates the presence of Mg in the form of
MgO or Mg(OH), on the biochar surface.* The peak at
1307.23 eV can be assigned to the MgCO; present in the RSSBC-
2 sample, which is absent in the RSSBC-1 sample.*’

3.5. X-ray powder diffraction study

For materials like biochar, XRD is an important tool that allows
for the detection of the presence of amorphous and crystalline

—(002) — (100)

(b) RSSBC-2

Intensity (Arb. Unit)

(a) RSSBC-1

10 20 30 40 50 60 70 80
20 (degree)

Fig.4 XRD patterns of (a) RSSBC-1and (b) RSSBC-2, both pyrolyzed at
600 °C.

© 2024 The Author(s). Published by the Royal Society of Chemistry

phases within the material. Fig. 4 represents the XRD patterns
of RSSBC-1 and RSSBC-2, prepared from rubber seed shell by
pyrolyzing at 600 °C for 3 h at a heating rate of 10 °C per min.

The patterns of both of the biochars show two wide projec-
tions, one centered at around 22° and another at 44°. Such
patterns were also seen in our previous study' as well as in
other studies,”®* and give the confirmatory indication of
amorphous phase. Projection at 22° and 44° corresponds to the
(002) and (001) planes of turbostratic carbon structure.*® The
presence of the (002) plane could stem from the parallel and
azimuthal alignment of the aromatic, partially carbonized
layers, while the (001) plane may arise from the condensed
arrangement of aromatic carbonized planes.*® A small crystal-
line peak was observed at around 30° in the XRD pattern of
RSSBC-2, which could be attributed to the presence of the
calcite phase.*® Since the XPS analysis confirmed the presence
of MgCO; in the RSSBC-2 sample, this peak at around 30° can
easily be assigned to MgCOj;. The lack of identifiable crystalline
cellulose peaks in the XRD pattern of the RSSBC-1 sample
verifies its predominantly amorphous composition, attributed
to cellulose decomposition. This suggests an amorphous
carbon structure characterized by randomly arranged aromatic
carbon sheets. Apart from the calcite peak, the RSSBC-2 sample
also showed amorphous composition.>

3.6. FTIR analysis

The results of the FTIR analysis are presented in Fig. 5, which
contains the spectrum of the RSSBC-1 and RSSBC-2 samples.
Initially, the absence of a hump-like band at 3400 cm™ " can
easily be detected in both samples; rather, a combination of
small bands is present. This is because of the heat treatment at
a high temperature (600 °C for our samples). These bands
correspond to the -OH group stretching found in organic and
inorganic sources, which either contain hydroxide groups or
residual water.®® The bands at 1558 em ' and 1556 cm *
correspond to the stretching vibrations of the aromatic ring
structure (C=C) for the RSSBC-1 and RSSBC-2 samples,
respectively.”* The band at 1093 cm™* for the RSSBC-2 sample
can be attributed to the aromatic C-O stretching vibration and
the phenolic -OH bending vibrational band, which were absent
in the RSSBC-1 sample.” The presence of bands at 883 cm ™"
and 873 cm ™' in both biochars, respectively, indicates
carbonate (-C=O0) stretching, which is attributed to the calcite
phase and was also detected in the XRD analysis.*® Vibrational
bands below 800 cm ™' were mainly due to the C-H bending
vibrations of heteroaromatic and aromatic compounds. During
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Fig. 5 FTIR spectra of RSSBC-1 and RSSBC-2 biochar samples,
prepared from rubber seed shell biomass.

high-temperature pyrolysis, the breakdown of complex mole-
cules in the rubber seed shell leads to the formation of these
aromatic structures.?®

3.7. Raman analysis

Raman spectroscopy is well-suited for analysing disordered
carbon materials like biochar due to its ability to detect struc-
tural details at a very short-range order.>* Fig. 6 represents the
Raman spectroscopic analysis of the prepared biochar samples.

The Raman spectra of both RSSBC-1 and RSSBC-2 biochar
samples showed two prominent broad peaks at 1331 cm™ " and
1592-1594 cm™'. These peaks are characteristic of carbona-
ceous materials like biochar and are commonly referred to as
the D-band and G-band, respectively.*” The D-band at
1331 cm ™! is associated with disordered or defective graphitic
structures. It arises from the breathing modes of six-membered
carbon rings and is activated by the presence of defects, edges,
or heteroatoms in the graphitic structure. The intensity of the D-
band is related to the degree of disorder in the carbon
lattice.>>® The G-band at 1592-1594 cm ™' corresponds to the
in-plane stretching vibrations of the C=C bonds in the
graphitic layers. It is associated with the ordered, crystalline

D- band

] G- band
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=
[=
=
£
3 D- band (b) RSSBC-2
g 1331 cm” G- band
2 \ 1594 cm”
2 W\_
<
[
9
£
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1000 1500 2000 2500 3000 3500
Raman Shift (cm'1)
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Fig. 6 Raman spectra of (a) RSSBC-1 and (b) RSSBC-2 biochar
samples, prepared from rubber seed shell biomass.
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regions of the carbon structure. The position of the G-band is
sensitive to the degree of graphitization, with a higher wave-
number indicating a more ordered and graphitic structure.’**”

The I/l ratio is a crucial parameter which reflects the
relative intensities of the D-band (defect-induced) and G-band
(graphitic) peaks.>*® A higher Ip/I; ratio indicates a greater
degree of disorder and a higher density of defects within the
carbon structure. The Ip/I ratios for RSSBC-1 and RSSBC-2
samples were found to be 1.22 and 1.23, respectively. These
values suggest a moderate level of disorder in both biochar
samples, with RSSBC-2 exhibiting a slightly higher defect
density than RSSBC-1.

3.8. FESEM surface morphology analysis

One of the crucial parameters that needs to be investigated for
characterizing any biochar sample is the surface morphology
analysis, as it gives valuable information regarding the surface
characteristics.” Fig. 7 represents the surface morphology
investigation of the prepared biochar samples in terms of SEM
micrographs. Upon first glance, both the biochar samples
appeared to be laden with pores.

The RSSBC-1 biochar sample has a corrugated surface
structure, with smaller particles being attached sporadically
(Fig. 7a). On the other hand, the RSSBC-2 sample has a more
rigid and denser surface structure with a lesser number of
smaller particles adhered within (Fig. 7d). The higher magnifi-
cation of microscopic images revealed that the RSSBC-1 biochar
sample exhibits greater surface roughness with pores of ellip-
tical shapes (Fig. 7b). Conversely, the RSSBC-2 sample has lower
surface roughness, although the shape of the pores resembles
surface cracks (Fig. 7e). The type of reactor used for the pyrolysis
of biomass clearly affected the surface morphology of the bio-
char. The pore diameter of the prepared biochar samples was
measured using the image] software following the protocol of
our previous study.® The average pore diameter of RSSBC-1
(Fig. 7c) and RSSBC-2 (Fig. 7f) biochar samples was 0.98 +
0.25 pm and 1.53 £ 0.68 um, respectively (N = 65 in both cases).

3.9. Point of zero charge measurements

The point of zero charge (PZC) is the pH at which the net surface
charge of an adsorbent, such as biochar, is zero. It is an

Average Pore
Diameter
0.98+0.25um
N=65

2 04 06 08 10 12 14 16 18 20 22
Pore diameter (um)

(f) Average Pore
Diameter

1.53+0.68um
N =865

Fig. 7 FESEM images and pore size (diameter) histogram of (a—c)
RSSBC-1 and (d—f) RSSBC-2 biochar samples.
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Fig. 8 Point of zero charge (PZC) measurements of RSSBC-1 and
RSSBC-2 biochar samples.

important parameter that influences the adsorption behavior of
charged species onto the adsorbent surface. The PZC value can
vary depending on the properties of the biochar, such as the
precursor material and the pyrolysis conditions.®* The result of
the PZC measurement of the biochar samples carried out
following the salt addition method is presented in Fig. 8. The
RSSBC-2 sample showed a PZC value of 6.14, while the RSSBC-1
sample had a PZC of 7.65. This difference in PZC values
suggests that the two biochars have different surface properties,
which can be attributed to the variations in pyrolysis conditions
between the two reactors.®* The PZC value indicates the pH at
which the adsorbent surface is neutral. At pH values below the
PZC, the surface of the adsorbent is positively charged, while at
pH values above the PZC, the surface is negatively charged. This
surface charge can influence the adsorption of charged species,
such as ions or dyes, onto the biochar surface.®” The difference
in PZC values between the two biochars suggests that they may
exhibit different adsorption behaviors towards charged species,
depending on the pH of the solution. RSSBC-1 biochar with
a higher PZC (7.65) will have a positively charged surface at
awider range of pH values compared to the biochar with a lower
PZC (6.14) and vice versa.*® The variation in PZC values between
the two biochar samples prepared using different reactors can
be attributed to differences in their surface properties, which
may influence their adsorption performance towards charged
species in aqueous solutions.**-*

3.10. DLS hydrodynamic size and zeta potential
measurements

The particle size of biochar is an important parameter that can
affect its performance in various applications, such as soil
amendment, water treatment, and carbon sequestration.®” The
particle size measurements of the prepared biochar samples in
terms of hydrodynamic diameter were carried out with the aid
of the DLS technique and presented in Fig. 9. The RSSBC-1
sample, produced through the in-house built reactor, had an
average hydrodynamic diameter of 115.23 nm. This relatively
smaller hydrodynamic diameter of particles is likely due to the
limited oxygen availability, specific design, and operating
parameters of the in-house built reactor, which may have

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 9 (a) Hydrodynamic diameter and (b) zeta potential measure-

ments (at solution pH) of the prepared RSSBC-1 and RSSBC-2 biochar
samples based on DLS technique.

facilitated more efficient particle size reduction during the
pyrolysis process.

In contrast, the RSSBC-2 sample, produced in a pyrolytic
reactor, had a larger average hydrodynamic diameter of
248.68 nm. The specific gas flow and heating conditions in the
pyrolytic reactor may have led to larger particle sizes compared
to the in-house built reactor used for RSSBC-1.17%%%

Zeta potential analysis of biochar samples is essential as it
provides crucial insights into the surface charge properties of
biochar, which influence its interactions with other substances
like water, nutrients, and contaminants. Understanding the zeta
potential helps in assessing the biochar's adsorption capacity,
colloidal stability, and its potential applications in soil
improvement and environmental remediation.”®”* The zeta
potential analysis of RSSBC-1 and RSSBC-2 samples reveals
distinct differences in their surface charge properties, as can be
seen from Fig. 9b. The RSSBC-1 sample exhibits two distinct
peaks of zeta potential at —16.72 mV and +37.61 mV. This
suggests that the biochar particles in this sample have a hetero-
geneous surface charge distribution, with some particles carrying
a negative charge and others carrying a positive charge. This
could be attributed to the presence of different functional groups
on the surface of the biochar particles, which can influence their
interactions with other particles or molecules.”” On the other
hand, the RSSBC-2 sample shows a single zeta potential value of
—14.91 mV. This indicates that the biochar particles in this
sample have a more uniform negative surface charge. The
negative zeta potential value suggests that the biochar particles
are likely to repel each other, which can affect their aggregation
behavior and interactions with other particles or molecules.””*

The differences in surface charge properties of the biochar
samples carry different implications for application. For
example, the heterogeneous surface charge of RSSBC-1 may
make it more suitable for certain environmental remediation
applications, where the ability to interact with a wide range of
contaminants is beneficial. On the other hand, the uniform
negative surface charge of RSSBC-2 may make it more suitable
for applications where particle aggregation needs to be mini-
mized, such as in soil amendments or filtration systems.”

3.11. Surface area and porosity analysis

Aside from its chemical structure, the porosity-encompassing
specific surface area and micro-mesopore structures are

RSC Adv, 2024, 14, 29848-29859 | 29855
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Fig. 10 Nitrogen adsorption—desorption isotherm and pore size
distribution of RSSBC-1 (a and c¢) and RSSBC-2 (b and d) biochar
samples.

critical properties that significantly influence the performance
of biochar samples, regardless of the application.”” The
nitrogen adsorption-desorption isotherm of the RSSBC-1 and
RSSBC-2 samples for estimating the specific surface area (SSA)
is presented in Fig. 10a and b.

The RSSBC-1 sample had a higher adsorbed N, gas amount
of 89.22 ¢cm® g~' at the initial relative pressure of 0.04,
compared to 76.67 cm® g ' for the RSSBC-2 sample. This
suggests that the in-house built reactor resulted in biochar with
a higher initial adsorption capacity.”” As the relative pressure
increased, the adsorbed N, gas amount also increased for both
samples, reaching 145.37 cm® g~ at 0.977 relative pressure for
RSSBC-1 and 134.01 cm® g~ " at 0.95 relative pressure for RSSBC-
2. This indicates that both biochars have a high adsorption
capacity at higher relative pressures.” The desorption curves for
both samples did not overlap with their respective adsorption
curves, forming hysteresis loops. This behavior is typical of
mesoporous materials and suggests that both biochars have
a significant number of mesopores.” At the lowest relative
pressure during desorption, the curves did not merge with the
adsorption curves for either sample. For RSSBC-1, the desorp-
tion curve ended at 97.13 cm® g~ adsorbed amount, while for
RSSBC-2, it ended at 89.71 cm® g~'. This suggests that both
biochars have some irreversibly adsorbed N, gas, likely due to
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the presence of micropores.*® The BET specific surface area was
found to be higher for RSSBC-1 at 336.02 m” g~ ' compared to
299.09 m> g~ for RSSBC-2. This indicates that the in-house
built reactor produced biochar with a higher surface area
under the given pyrolysis conditions.

The BJH plots for pore size distribution for the RSSBC-1 and
RSSBC-2 samples are presented in Fig. 10c and d. For the
RSSBC-1 sample, the average pore diameter was 2.67 nm with
a total pore volume of 0.2239 cm® g . In comparison, the
RSSBC-2 sample had an average pore diameter of 2.79 nm with
a total pore volume of 0.2084 cm?® g~ . These findings indicate
that both biochar samples possess mesopores with almost
similar average pore diameters but slightly different total pore
volumes. The micropore surface area was calculated following
the t-plot method. The results of the nitrogen adsorption
desorption study are compiled in Table 4.

According to the data presented in Table 4, the RSSBC-1
sample has a higher microporous surface area and a smaller
pore diameter compared to the RSSBC-2 sample. These findings
are consistent with the FESEM analysis, although the image-
based pore size estimation was higher than the nitrogen
adsorption desorption study. The pore size distribution data
provides insights into the porous nature of the biochars, which
is crucial for understanding their adsorption capabilities and
potential applications in various fields.

3.12. Thermal stability analysis by TGA-DTG

Thermal stability analysis of bichar using TGA and DTG is
crucial for understanding its decomposition behavior and
suitability for high-temperature applications. These techniques
provide insights into the thermal degradation of bichar, which
is essential for developing materials that can maintain their
properties under extreme conditions.**

The TGA-DTG analysis of the prepared biochar samples are
presented in Fig. 11. Both the biochar samples exhibited initial
mass gain. The TGA analysis for RSSBC-1 (Fig. 11a) revealed
that, initially up until 50 °C, 2.39% mass was gained, which was
4.94% for the RSSBC-2 sample. This suggests the adsorption of
moisture by the biochar samples since they can absorb mois-
ture from the environment depending on their preparation and
storage conditions.®

After the initial mass gain, there was a step of mass loss for
the RSSBC-1 sample, which was about 1.34% at 136 °C and
0.17% at 100 °C for the RSSBC-2 sample. The subsequent mass

Table 4 Results of the nitrogen adsorption—desorption isotherm of RSSBC-1 and RSSBC-2 biochar samples

Parameter Method Unit RSSBC-1 RSSBC-2
Specific surface area BET m*g ! 336.02 299.09
Average pore diameter BJH nm 2.67 2.79
Total pore volume BJH em® gt 0.2239 0.2084
Micropore surface area t-plot m’> g ! 262.15 213.18
Macropore and mesopore surface t-plot m*g ! 73.87 85.91
area

Micropore volume t-plot em?® gt 0.1259 0.1023
Micropore area t-plot % 78.02 71.28
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Fig.11 TGA and DTG analysis of (a) RSSBC-1and (b) RSSBC-2 biochar
samples.

loss can be attributed to the breakdown of various organic
components within the biochar."”# Interestingly, there was
a step of mass gain of about 0.39% up to 500 °C observed only
for the RSSBC-2 sample. The subsequent slight increase in mass
up to 500 °C could be linked to the transformation of organic
matter into more stable carbon structures within the biochar.
This phase of mass increase might indicate the formation of
carbonaceous residues or the conversion of volatile compo-
nents into more stable carbon compounds as the temperature
rises.®* Further increase in temperature caused the loss of
mass%, and the residual mass was 92.94% and 99.08% for the
RSSBC-1 and RSSBC-2 samples, respectively. The distinct steps
observed in the DTG curves of both samples suggest varying
decomposition pathways during pyrolysis, possibly influenced
by the reactor design and pyrolysis conditions.

4. Conclusion

This research work investigated the effect of reactor type on
biochar properties. RSS biomass, a wood feedstock, was chosen
for the preparation. RSSBC-1, biochar produced through an in-
house built pyrolysis reactor, had distinct properties from
RSSBC-2, biochar prepared through a commercial pyrolytic
reactor. Although biochar yield was similar, there were some
noteworthy changes in the properties of biochar:

(i) Carbon and nitrogen content were higher for RSSBC-1,
whereas hydrogen and oxygen content were higher for RSSBC-
2. The O/C and (O + N)/C molar ratios were higher for the
RSSBC-2, while the H/C was the same. Similar findings from the
EDX analysis substantiated these results.

(ii) Surface composition analysis detected Mg as one of the
impurities in both biochars where Mg exists as MgO or Mg(OH),
by forming an Mg-O bond. Additionally, presence of Mg as
MgCO; in RSSBC-2 was also confirmed through the deconvo-
luted peak at 1307.23 eV. This was further substantiated by the
detection of MgCO; phase in the XRD pattern of RSSBC-2
sample.

(iii) The FTIR band at 1093 cm ™" for the RSSBC-2 was due to
the presence of aromatic C-O stretching and phenolic -OH
bending, which were absent in the RSSBC-1 sample.

(iv) Surface morphological analysis revealed differences in
pore shape and size where RSSBC-1 has a smaller average pore
diameter. This was bolstered by the findings from the N,
adsorption—-desorption isotherm analysis. With a smaller
average pore size, the RSSBC-1 possesses a higher surface area.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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(v) The DLS average hydrodynamic diameter was higher for
RSSBC-2, congruent with the findings from BET analysis. The
zeta potential analysis revealed that RSSBC-1 exhibits two
distinct peaks at —16.72 mV and +37.61 mV, whereas RSSBC-2
only showed potential at —14.91 mV. This suggests that parti-
cles of RSSBC-1 have a heterogeneous surface charge distribu-
tion compared to the RSSBC-2 sample.

(vi) The thermal stability of RSSBC-2 was higher than that of
the RSSBC-1 sample, although a higher initial mass gain was
observed in the RSSBC-2 sample.

The key findings of this research clearly indicate the differ-
ences in biochar properties due to the type of reactor used,
while the temperature and stay time were kept the same. Bio-
char prepared in the in-house-built pyrolysis system showed
promising properties as compared to biochar produced from
commercial pyrolytic reactors, although this depends on the
type of application.
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