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Abstract: The torrefaction (mild pyrolysis) process modifies biomass chemical and physical properties
and is applied as a thermochemical route to upgrade solid fuel. In this work, the catalytic effect of
thermo-acoustic on oxidizing woody torrefaction is assessed. The combined effect of two acoustic
frequencies (1411, 2696 Hz) and three temperatures (230, 250, and 290 ◦C) was evaluated through
weight loss and its deviation curves, calculated torrefaction severity index (TSI), as well as proximate,
calorific, and compression strength analysis of Eucalyptus grandis. A new index to account for the
catalytic effects on torrefaction (TCEI) was introduced, providing the quantitative analysis of acoustic
frequencies influence. A two-step consecutive reaction numerical model allowed the thermo-acoustic
experiment evaluation. For instance, the thermogravimetric profiles revealed that the acoustic field
has a catalytic effect on wood torrefaction and enhances the biomass oxidation process for severe
treatments. The kinetic simulation of the acoustic coupling resulted in faster conversion rates for
the solid pseudo-components showing the boosting effect of acoustic frequencies in anticipating
hemicellulose decomposition and enhancing second step oxidizing reaction.

Keywords: woody biomass torrefaction; thermoacoustic; catalytic effect; numerical modeling;
severity factors

1. Introduction

Renewable energy accounts for 45.2% of the Brazilian internal energy supply [1]. Biomass (firewood
and charcoal) is the third most representative renewable source (8.4%) [1]. Biomass is considered to be
a carbon-neutral fuel from a climate change perspective [2]. Nevertheless, biomass as a raw material
has less energy density, more moisture, and volatiles than coal [3]. Energetical conversion process
(pyrolysis, torrefaction, and gasification) are required to overcome these issues and upgrade biofuels
replacing more conventional energy sources [4]. Torrefaction appears as a promising thermochemical
conversion route. In this process, the biomass is heated at 200–300 ◦C in a partial or total absence of
oxygen, aiming to produce a solid fuel more homogeneous, hydrophobic, and with a higher carbon
content than the raw material [3,4].

Processes 2020, 8, 1361; doi:10.3390/pr8111361 www.mdpi.com/journal/processes



Processes 2020, 8, 1361 2 of 15

Major factors governing chemical reactions in a porous medium include chemical kinetics and
heat and mass transfer, which are decisive in many devices of the chemical and energy industries [5].
Given the development of thicker boundary layers by larger-sized biomass particles during torrefaction,
some limitations arise from problems related to heat and mass transfer issues [6]. The motivation for
this research work came from the potential use of this wood thermal treatment combined with an
acoustic system to improve torrefaction treatment [5].

Some studies on heat and mass transfer showed connections between acoustic energy and thermal
processes. The phenomena as combustion instabilities [7,8], Rijke tubes, [9] and thermoacoustic heat
engines [10,11] are thermoacoustic problems well explored. The attempt to enhance heat transfer by
modifying the interaction between solids and ambient gas by applying a strong acoustic field was
discussed in [12,13]. Results showed that the heat transfer rate between a preheated wire and ambient
gas could be enhanced under the application of sound waves. The heat transfer coefficient increases
with the sound strength in both standing and traveling sound waves.

New technologies coupled to thermal modification torrefaction reactors as a vacuum
atmosphere [14–17], microwaves [18–21], wet-torrefaction [22,23], and potassium impregnation [24–26]
have been explored to improve the thermal pre-treatment. Some studies with ultrasound for
biomass pre-treatment explore the sonochemical and mechanoacoustic pre-treatments effects [23].
The mechanoacoustic effect alters the surface structure of the biomass, while the sonochemical
production of oxidizing radicals leads to a chemical attack of the components [23]. Yang et al., (2019)
explored two fuel upgrading actions (torrefaction and pelleting) simultaneously with the assistance of
ultrasonic vibration [27]. It was found that the torrefied pellets had improved physical, thermochemical,
and hygroscopic properties and increased carbon content, indicating higher heating values (HHV) of
torrefied pellets over non-torrefied biomass [27].

Our earlier study proposed a thermo-acoustic torrefaction reactor [5]. This study showed that
temperature coupled to acoustic frequencies modified the interaction between the oxidative atmosphere
and wood surface and a catalytic behavior for solid yield evolution and higher conversion rates was
reported [5]. Based on these findings, this work aimed to investigate the acoustic catalytic effect
on the torrefaction treatment dynamics and the torrefied biomass properties [5], providing a better
understanding of the innovative technological process.

2. Material and Methods

2.1. Feedstock and Sample Analysis

In this work, a common hardwood species used in Brazil, Eucalyptus grandis, was employed
due to its industrial importance. A 15-year old monitored growing tree was harvested and cut into
3× 3× 3 cm blocks with approximately the same physical characteristics (density, size, and mass) [5].
Before the experiments, the cubic samples were arranged in an oven at 105 ◦C until dry conditions
were obtained [5]. The anhydrous weight (w0) was determined at the end of the drying process.

The proximate, calorific, and mechanical compression analyses were conducted on raw and
torrefied samples to examine its basic properties and how the thermoacoustic affects the final product.
All analyses were made in duplicate. The fixed carbon (FC), volatile matter (VM), and ash contents
were determined in grinded samples sieved to a particle size of <60 mesh, following the ISO standard
18123:2015 and ISO 18122 procedure. Raw and torrefied biomass HHVs were obtained with a PARR
6400 bomb calorimeter, according to ISO standard ISO 18125.

Compression strength (CS) analysis allowed an indirect assessment of the wood friability under
different temperatures and thermoacoustic treatments. The CS was determined with a Universal
Testing Machine, Model DL30000, from EMIC. The cubic samples were compressed at a continuous rate
of 0.6 mm·min−1 until failure. The maximum load of the wood cube rupture was calculated following
the ASTM D143/2000 standard. The proximate, calorific, and compression strength results for the raw
material are shown in Table 1.
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Table 1. Proximate, calorific, and compression strength analyses of Eucalyptus grandis.

Raw Material Eucalyptus grandis

Proximate analysis a

Fixed carbon (%) 18.51
Volatile matter (%) 81.4

Ash (%) 0.09
HHV (MJ kg−1) 20.09
Max. load (kgf) 10,874.16

a Dry basis.

2.2. Thermal Gravimetric (TG) Experimental Analysis

The thermal gravimetric (TG) behavior during the torrefaction experiment was evaluated through
a series of experiments carried out in a developed thermoacoustic reactor [5]. Reactor setup and
acoustics details are described in a previous study [5]. The acoustic system, coupled with the existing
reactor [10], is illustrated in Figure 1.

Figure 1. General diagram of the thermoacoustic torrefaction system. The device involved four
subsystems: acoustic (A), heat treatment (B), power and recording (C), and gas feeding (D). System
components: (1) Wave generator; (2) Sound speaker; (3) N2 cylinder; (4) Gas pump; (5) O2 control;
(6) Reactor chamber; (7) Wood sample support; (8) Electric resistances; (9) Thermocouples; (10) System
control; (11) Computer; and (12) Electric weight balance [5].

The acoustic subsystem (A) was comprised of a wave generator and one speaker connected by a
flexible duct to transmit the acoustic energy to the reactor [5]. The oxidative atmosphere was controlled
by N2 injection. The heat treatment subsystem (B) was composed of a reactor chamber, a support for
the wood sample connected to a mass balance (Sartorius LP2200S) with an accuracy of 10−3 grams,
two electric resistances and two type K special thermocouples (IEC 584-3) with a bead size of 1 mm
and a tolerance value of 1.1 ◦C to determine the temperatures of the wood surface and wood core [5].
To control the reactor temperatures and heating rate, a programmable proportional-integral-derivative
(PID) was utilized based on data from a thermal sensor PT100 placed within the system in the center of
the reactor to record the atmosphere temperature [5]. The system provides continued acquisition data
with a 100 Hz sampling rate (e.bloxx A4-1TC Multichannel) recording thermocouples temperature
profiles and mass weight during the wood heat treatment [5].

Torrefaction treatment was conducted for 60 min and evaluated for the three severity classifications,
Light, Mild, and Severe according to a previous study [2]. The cubic samples were heated at a linear
heating rate of 5 ◦C min−1 until the temperatures of 230, 250, and 290 ◦C were obtained. The oxidizing
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atmosphere of 10% O2 was chosen due to increased operating costs with inert gas supply [28] and
continuously controlled by N2 (99.99%) injection within the reactor chamber [5]. A triplicate was
performed for each combination of temperature and frequency.

The control experiments were performed without acoustic conditions for all temperatures.
The thermoacoustic torrefaction sets of experiments were performed for the three temperatures coupled
to the identified 1411, 2696 Hz acoustic frequencies in a previous study [5]. Within the system limits,
those frequencies can produce the maximum superficial velocity around the wood sample affecting the
interaction between the oxidizing gaseous environment and wood surface [5]. Each frequency was
sustained throughout the full experimentation [5]. The temperature and frequency coupling effect was
assessed by the TGA, its deviation (DTG) curves, and torrefied solid product analysis. The torrefaction
treatment parameters are listed in Table 2.

Table 2. Thermo-acoustic torrefaction parameters.

Thermoacoustic Torrefaction Conditions

Raw Material Eucalyptus grandis

Duration 60 min
Heating rate 5 ◦C min−1

Atmosphere 10% O2
Final temperature/acoustic frequency

230 ◦C a/-
230 ◦C/1411 Hz
230 ◦C/2696 Hz
250 ◦C a/-
250 ◦C/1411 Hz
250 ◦C/2696 Hz
290 ◦C a/-
290 ◦C/1411 Hz
290 ◦C/2696 Hz

a Control experiment.

The normalized weight loss evolution over time for each temperature is expressed as TG(F)
T,exp(t) and

was obtained by the calculated ratio between the continuously weighted wood sample wi(t) and
anhydrous weight (w0), according to Equation (1) [29].

TG(F)
T,exp(t) =

wi(t)
w0
× 100 (1)

where T is the treatment temperature (230, 250, and 290 ◦C); F is the acoustic condition of control (no
acoustic), 1411, and 2696 Hz; and t is the continuous treatment time.

2.3. Thermoacoustic Kinetics Modeling

The two-step, first-order mechanism kinetics model, originally proposed [30] and modified for
thermal sensitivity analysis [29,31], was conducted in this study. Modeling inputs and boundary
conditions are detailed in past studies [29,31,32]. The two consecutive step reactions of Di Blasi and
Lanzetta (1997) model are represented by three solid pseudo-components A (feedstock), B (intermediate
solid), and C (residue) and two volatiles V1 and V2 as Equations (2) and (3) [29]:

1st reaction step :

 A
k1
→ B

A
kV1
→ V1

(2)
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2nd reaction step :

 B
k2
→ C

B
kV2
→ V2

(3)

The modeling provided the numerical calculation of the kinetic rates ( k1, k2, kV1 , kV2 ) to analyze
the influence of temperature and acoustic frequency into thermoacoustic torrefaction. The numerical
calculate solid yield SY(F)

T,cal(t) is obtained by the sum of Y(F)
T,A(t), Y(F)

T,B(t) and Y(F)
T,C(t) [29,31–33] using

Equations (4)–(7).

Y(F)
T,A(t) =

dmA(t)
dt

= −
(
k1 + kV1

)
×mA(t) (4)

Y(F)
T,B(t) =

dmB(t)
dt

= k1 ×mA(t) −
(
k2 + kV2

)
×mB(t) (5)

Y(F)
T,C(t) =

dmC(t)
dt

= k2 ×mB(t) (6)

SY(F)
T,cal(t) = Y(F)

T,A(t) + Y(F)
T,B(t) + Y(F)

T,C(t) (7)

The released volatiles are described in Equations (8) and (9) by the sum of V1 and V2 [31–33].

Y(F)
T,V1

(t) =
dmV1(t)

dt
= kV1 ×mA(t) (8)

Y(F)
T,V2

(t) =
dmV2(t)

dt
= kV2 ×mB(t) (9)

The Arrhenius kinetic parameters ( k1, k2, kV1, kV2) provided quantitative information about the
reaction rates. These parameters are determined with a minimization function in a Matlab® routine
by fitting the numerical calculate solid yield SY(T)

cal (t) to experimental TG curves evolution TG(F)
T,exp(t)

according to Equation (10) [29]:

ki = k0,iexp
(
−Ea,i

RT

)
(10)

where Ea,i (J·mol−1) and k0,i (min−1) are respectively the activation energies and the pre-exponential
factors of the reactions, R is the universal gas constant (J·mol−1

·K−1), and T is the absolute
temperature (K) [29].

3. Results and Discussions

The thermo-acoustic torrefaction results are presented in Section 3.1 for the 230, 250, and 290 ◦C
temperatures. In Section 3.2, the effect of thermoacoustic treatment on physical and chemical properties
is exposed. Section 3.3 describes the obtained result for the kinetic simulation analysis.

3.1. Thermoacoustic Experiments

3.1.1. TG and DTG Curve Assessment

For the acoustic catalytic effect analysis on the thermal process, the TG and DTG profiles’
evolution over time under the influence of 1411 and 2696 Hz frequencies are shown in Figure 2a,d,
Figure 2b,e, and Figure 2c,f for 230, 250, and 290 ◦C, respectively. Previous studies showed that
lignocellulosic biomass degradation takes place between 180–200 ◦C [34]. For better interpretation,
the TG(F)

T,exp(t) profiles were normalized at 170 ◦C [29].
Torrefaction severity highly influences wood component degradation [33]. The thermal stability

for control experiments (without acoustic) agrees with the literature [35,36], starting degradations at
181.7 ◦C. The control TG profile becomes rough with higher temperatures and the final product solid
yield is 93.9, 87.2, 66.2% for Light (230 ◦C), Mild (250 ◦C), and Severe (290 ◦C), respectively, agreeing
with previous studies [14,18].
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Figure 2. Thermogravimetric (TG) and deviation of thermo-gravimetric (DTG) profiles of
thermoacoustic torrefaction for control, 1411, and 2696 Hz under (a,d) 230, (b,e) 250, and (c,f) 290 ◦C
temperature treatments.

For both acoustic frequencies, an earlier degradation was evidenced. Regarding 230, 250,
and 290 ◦C TG curves, the catalytic effect starts at around 14.5 min for both acoustic frequencies.
However, the resulting values for the final solid yield did not show significant differences, agreeing
with the first results [5].

Analyzing the DTG curves, two peaks were identified. The 1st DTG denotes the conversion rate
of the solid wood into volatile compounds. The 1st DTG peaks were found in different treatment times
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between 20 and 40 min. It was observed that the catalytic effect of acoustic in enhancing degradation
rates is more evident at 230 ◦C, decreasing with increasing temperatures. Analyzing 230 ◦C torrefaction,
1st DTG peaks intensities were 18.17 (31 min), 22.26 (28 min), 24.07 (30 min) %·min−1, respectively
for control, 1411, and 2696 Hz. For 250 ◦C, intensities were 66.62 (32 min), 72.52 (29 min), and 71.49
(30 min) %·min−1 for control, 1411, and 2696 Hz, respectively.

Regarding 290 ◦C, the effect of acoustic was not observed at the 1st peak (at about 35 min),
with intensities around 120% min−1 for control, 1411, and 2696 Hz. However, as the treatment time
progressed, samples displayed a slight 2nd DTG peak at 46 min. The catalytic acoustic effect can be
observed at this 2nd DTG peak for both thermoacoustic experiments, becoming greater for higher
frequencies (Figure 2f). The 2nd DTG peaks exhibit intensities of 69.56, 75.80, and 83.97%·min−1 for
control, 1411, and 2696 Hz, respectively. This second stage of decomposition could be related to
biomass oxidation, occurring successively to ordinary torrefaction [37]. Therefore, for the conditions
tested in this work (10% O2 and cubic particle size of 3 cm), 290 ◦C seems to be the temperature where
the biomass oxidation becomes significant.

According to a previous work [38], this oxidation stage during oxidative torrefaction is dominated
by surface oxidation, which intensifies the internal heat and mass transfer when the temperature
and superficial velocity rise. Higher temperatures within the wood sample (core) were evidenced
for higher temperature treatments during thermoacoustic torrefaction [5]. Therefore, the catalytic
effect of acoustic in increasing oxidation could be due to faster particle velocities around the wood
sample, modifying the interaction between released volatiles and the sample’s surface, promoting an
increase in the superficial area, thus intensifying internal heat and mass transfer because of the higher
surface oxidation.

Even if further studies are still needed to determine the real potential applicability of acoustic
frequencies coupled to torrefaction, this approach holds the promise of conducting thermal treatment
within shorter durations or lower temperatures, especially under oxidative atmospheres, reducing,
therefore, the energy consumption in torrefaction plants.

3.1.2. Torrefaction Severity Index (TSI) for the Catalytic Process

The TSI accounts for the severity degree of the biomass at different torrefaction conditions [39].
The torrefaction severity index, firstly proposed in a study [39], was shown to integrate all TG physical
meaning, being suitable to perform different torrefaction condition comparisons and mitigating the
weight loss variability. For this study, the TSI was analyzed for each temperature separately. The TSI
was calculated for the three acoustic conditions, no acoustic (control), 1411, and 2696 Hz. The TG
experiments (Figure 2) showed that the catalytic effect was higher for 2696 Hz, this acoustic condition
being the reference as the tough treatment at the final treatment time t f . The TSI was defined for
each temperature as Equation (11). The TSI displays the torrefaction severity normalized between
0 and 1 for the three temperatures, allowing a better comparison between Light, Mild, and Severe
torrefaction. To obtain a qualitative catalytic behavior pattern between thermo-acoustic treatments,
the adimensional torrefaction catalytic effect index (TCEI) was introduced and defined as Equation (12):

TSIF
T(t) =

100− TG(F)
T,exp(t)

100− TG(2696)
T,exp

(
t f

) (11)

TCEIF
T(t) = 1−

TSIF
T(t)

TSIcontrol
T (t)

(12)

In Figure 3, the calculated TSI and TCEI indexes are displayed, allowing a quantitative assessment
of the catalytic acoustic effect.



Processes 2020, 8, 1361 8 of 15
Processes 2020, 8, x FOR PEER REVIEW 8 of 16 

 
Figure 3. Torrefaction severity index (TSI) and torrefaction catalytic effect index (TCEI) profiles of 
thermoacoustic torrefaction for control, 1411, and 2696 Hz under (a) 230, (b) 250, and (c) 290 °C 
temperature treatments. 

The TSI curvatures for acoustic treatment presented greater slopes compared to control. 
Physically, the higher the curvature in the profile, the more sensitive the biomass weight loss to 
torrefaction operation is [39]. Four distinguishing regions were identified with the index analysis 
and are presented in Figures 2 and 3. The green region comprehends the first 14.5 min and 
temperatures between 170–235 °C, where degradations start, and weight loss promotes dissimilar 

Figure 3. Torrefaction severity index (TSI) and torrefaction catalytic effect index (TCEI) profiles of
thermoacoustic torrefaction for control, 1411, and 2696 Hz under (a) 230, (b) 250, and (c) 290 ◦C
temperature treatments.

The TSI curvatures for acoustic treatment presented greater slopes compared to control. Physically,
the higher the curvature in the profile, the more sensitive the biomass weight loss to torrefaction
operation is [39]. Four distinguishing regions were identified with the index analysis and are presented
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in Figures 2 and 3. The green region comprehends the first 14.5 min and temperatures between
170–235 ◦C, where degradations start, and weight loss promotes dissimilar oscillations. The blue region
emphasizes the first acoustic catalytic zone, having different durations: 14.5–27 min for light and mild
and 14.5–31 min for severe torrefaction. Within the blue zone in Figure 3, the TCEI values increase,
reach a maximum, followed by a decrease. The first catalytic zone is evidenced in Figure 2 by the
earlier solid degradation and the anticipated and greater 1st DTG peaks (hemicelluloses degradation).

A third region (pink) between 40–60 min is exclusive of severe torrefaction (290 ◦C), presenting
the second catalytic effect region. Regarding the 290 ◦C thermoacoustic experiments, a rough TSI
profile slope and a minor second peak of TCEI are evidenced in Figure 3c. In Figure 2, the pink
region depicts the 2nd DTG peak (enhancing cellulose oxidation) and the increase between weight loss
profile distances.

For instance, TCEI maximum values (blue region) for light torrefaction were 0.3828 and 0.3947,
for 1411 and 2696 Hz, respectively. For 250 and 290 ◦C temperatures, the maximum values were
0.287, 0.230 for 1411 Hz, and 0.437, 0.381 for 2696 Hz. The 250 ◦C temperature showed higher values
compared to 290 ◦C temperature within the first catalytic effect blue zone. Nevertheless, the 290 ◦C
temperature had extended catalytic effect influence during treatment. The gray region in the treatment’s
end is characterized by TCEI flat profiles, showing no enhancing on catalytic effect and no changes
between the solid yield.

3.2. Physical and Chemical Property Analysis

The obtained values for the volatile matter (VM), fixed carbon (FC), and HHV are presented in
Figure 4a–c, respectively. The higher the temperature treatments, the lower the volatiles values and the
greater fixed carbon, and consequently, HHV. The VM, FC, and HHV results for control treatment are
according to reported literature values [28].

Figure 4. Results for (a) volatile mater, (b) fixed carbon, (c) higher heating values (HHV), and (d)
compression strength in function of TSI for control, 1411, and 2696 Hz under 230, 250, and 290 ◦C
temperature treatments.
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As evaluated in Figure 2, the solid yield value does not vary expressively, being the catalytic effect
of acoustic noticeable during the treatment, not at this end [5]. Therefore, the final product analysis
results did not show significant differences. The compression strength (CS) was analyzed and is
displayed in Figure 4d. The previous study reported a higher core temperature for acoustic treatment [5].
The 290 ◦C acoustics experiment results for CS were lower than control. This behavior might be
attributed to higher thermal stress of the woody structure due to the higher temperature gradients.
The catalytic effect could affect the anisotropic woody structure due to the fast conversion rates of wood
components (hemicelluloses) and cellulose oxidation [37]. The thermoacoustic torrefaction conferred
an improved torrefied product grindability. This leads to more efficient processes enhancing added
final value [40].

3.3. Thermoacoustic Kinetic Modeling

The calculated solid yield SY(F)
T,cal(t) of the three acoustic conditions is displayed in Figure 5a–c for

the 230, 250, and 290 ◦C torrefaction, respectively. The obtained pre-exponential factors and activation
energies of kinetic parameters for thermoacoustic torrefaction are in Table 3, and the Arrhenius plot is
displayed in Figure 5d.

Table 3. The obtained kinetic parameters under control and thermoacoustic torrefaction experiments
(1411 and 2696 Hz) for 230, 250, and 290 ◦C.

Reaction A→B A→V1 B→C B→V2
Kinetic Constant Ki K1 KV1 K2 KV2

Control

Ea,i (kJ·kg−1) 106,757 139,152 35,434 129,916
ko,i (min−1) 2.85 × 109 4.55 × 1011 32.61 8.22 × 109

230 ◦C 2.35 × 10−2 1.63 × 10−3 6.84 × 10−3 2.68 × 10−4

250 ◦C 6.24 × 10−2 5.81 × 10−3 9.45 × 10−3 8.78 × 10−4

290 ◦C 3.57 × 10−1 5.64 × 10−2 1.69 × 10−2 7.33 × 10−3

1411 Hz

Ea,i (kJ·kg−1) 102,176 152,936 42,891 142,169
ko,i (min−1) 1.66 × 109 1.87 × 1013 229.56 1.37 × 1011

230 ◦C 4.09 × 10−2 2.48 × 10−3 8.10 × 10−3 2.39 × 10−4

250 ◦C 1.04 × 10−1 1.00 × 10−2 1.20 × 10−2 8.77 × 10−4

290 ◦C 5.52 × 10−1 1.22 × 10−1 2.41 × 10−2 8.94 × 10−3

2696 Hz

Ea,i (kJ·kg−1) 101,122 152,864 42,558 141,767
ko,i (min−1) 1.58 × 109 2.14 × 1013 238.45 1.53 × 1011

230 ◦C 5.03 × 10−2 2.89 × 10−3 9.11 × 10−3 2.94 × 10−4

250 ◦C 1.27 × 10−1 1.17 × 10−2 1.34 × 10−2 1.07 × 10−3

290 ◦C 6.60 × 10−1 1.42 × 10−1 2.69 × 10−2 1.09 × 10−2

Ea,i : Activation energies; ko,i : pre-exponential factors (i = 1, 2, V1 and V2).

The thermoacoustic TG profiles over time served as input data for the Matlab® routine to predict
solid yield and obtain reaction rate competition [29]. The resulting solid yield displays an accurate
fitting with experimental data for treatment beginning and end, agreeing with previous studies [29,32].
The chosen three-stage approach can allow to obtain decent results for the whole torrefaction range for
macroparticles of Eucalyptus grandis, as expected [29]. The predicted curves could reduce experimental
procedures and provide valuable insights and information concerning treatment residence time,
conversion rates, and biomass thermal degradation mechanisms for the torrefaction industry.

The thermoacoustic reaction rates were faster than the controls, the first step being more
distinguished than the second step. The reaction rate ranking had two behaviors. For light torrefaction,
the ranking was k1 > k2 > kv1 > kv2. The 1st reaction step was faster than the second for Mild and Severe
torrefaction showing a competition rank of k1 > kv1 > k2 > kv2, as pointed out by previous results [29].
Figure 5d shows that the transition between both aforementioned competition rate behaviors was
anticipated for acoustic treatments, taking place at 250 ◦C, while for control, it took place around
260 ◦C. Figure 5d shows that the first step is highly enhanced (hemicellulose) for acoustic conditions,
with a lesser enhancement of the second step (cellulose oxidation).
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Figure 5. Simulated and experimental curve fitting for (a) control and acoustic treatments (b) 1411 and
(c) 2696 Hz performed at 230, 250, and 290 ◦C temperature treatments. (d) Arrhenius plot of reaction
rates for control, 1411, and 2696 Hz treatments.

The solid and volatiles pseudo-component evolution for 230, 250, and 290 ◦C treatments are
displayed in Figure 6. The catalytic effect is clearly for the three conditions, the catalysis effect
being ranked as 2696 Hz > 1411 Hz > control, agreeing with experimental results. The identified
regions during an index analysis were displayed for a better interpretation of pseudo-components’
physical meaning.

Regarding the 230 ◦C treatment, A was not entirely consumed for the control experiment,
remaining at 16.17%. Meanwhile, for the acoustic treatments, A was almost wholly consumed and
can be compared to the 250 ◦C control treatment in terms of degradation rate. The intermedia solid
B had 58.54% of the final solid product and, differently of both acoustic treatments, did not start its
decreasing. The C evolution started around 20 min with an almost linear increase, the final acoustic
values being higher than the control ensuing frequency intensity. The catalytic effect (blue region)
started after the green region (14.5 min) with A decomposition, B formation, and V1 releasing, having
acoustic treatment faster rates than control. For lower temperatures, the hemicelluloses were mainly
consumed [33], having almost no V2 volatile group and smaller values for V1.

During 250 and 290 ◦C, a faster and earlier B formation followed by its higher consumption was
observed, leading to an earlier release of V1, therefore a smaller extent for the acoustic treatments
at the final step of the treatment compared to control. The C and V2 profiles showed rough slopes,
the acoustic ones being faster and anticipated for Mild and Severe treatments.
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For Severe treatment (Figure 6e,f), throughout the blue region (attribute for the catalysis region
during index analysis), A is almost entirely consumed and B and V1 formed. This first step reaction is
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mainly attributed to hemicelluloses decomposition with a minor cellulose consumption [33]. The shift
in time of thermoacoustic profiles shows the role of acoustic frequencies in anticipating hemicellulose
decomposition. The slower second stage is mainly due to cellulose decomposition, with little lignin [33].
The pink region is evidenced for the 2nd DTG peak (cellulose oxidative reactions), showing the boosting
effect of acoustic frequencies in the oxidizing reaction by the faster and higher releasing of C and V2.

4. Conclusions

The acoustic catalytic effect on the torrefaction process and its torrefied product has been
investigated. Earlier wood degradation was evidenced. It was observed a more evident effect in
enhancing degradation rates at 230 ◦C, decreasing with increasing temperatures. The higher treatment
temperatures presented a second stage of decomposition that could be related to biomass oxidation.
The catalytic effect of acoustic in increasing oxidation could be due to faster particle velocities around
the wood sample, promoting higher surface oxidation and intensifying the internal heat and mass
transfer. An adimensional torrefaction catalytic effect was introduced, allowing the identification of the
two distinct catalytic regions. The final product analysis results did not show significant differences for
proximate and HHV analysis. However, the higher thermal stress of the woody anisotropic structure
due to the higher temperature gradients promoted lower compression strength values for both acoustic
frequencies. The acoustic coupling kinetic simulation resulted in faster conversion rates leading to a
highly enhanced first step reaction (hemicellulose) and a lesser enhancement of the second (cellulose
oxidation) for acoustic conditions. Concerning mild to severe torrefaction, the thermoacoustic design
could reduce residence time and improve wood particle’s grindability reducing processes energy
consumption and adding value to the torrefied product.

From these results, the construction of a new pilot unit has started. The obtained results will guide
further adjustments on torrefaction parameters, acoustic intensities, and reactor design. Experiments
exploring a cylindrical reactor configuration, higher acoustic intensities (ultrasound), volatile inline
analysis, and acoustic effect on the wood components’ thermal behavior will be subject to further
investigation in a forthcoming study.

Author Contributions: E.A.S.: Reactor device concept and validation, data analysis, writing, and editing draft;
L.G.O.G.: Reactor device validation, data collection, and writing; L.A.d.M.: Data analysis, project administration,
supervision, and writing-review of the manuscript; I.A.S.: Data collection and analysis; B.S.C.: Data collection and
analysis; M.V.G.d.M.: Reactor device concept and supervision; P.R.: Reactor device concept and writing-review of
the manuscript; A.C.-P.: Reactor device concept, funding acquisition, project administration, and supervision.
All authors have read and agreed to the published version of the manuscript.

Funding: This research received no external funding.

Acknowledgments: This research was funded by the Brazilian National Council for Scientific and Technological
Development (CNPq), Coordenação de Aperfeiçoamento de Pessoal de Nível Superior—Brasil (CAPES)—Grant
number 001, Distrito Federal Research Support Foundation (FAPDF), and Fundação Universidade de Brasília
FUB/UnB/DPI/DPG.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. EPE Balanço energético nacional: Ano base 2018. EPE—Empres. Pesqui. Energ. 2019, 67, 23.
2. Chen, W.-H.; Peng, J.; Bi, X.T. A state-of-the-art review of biomass torrefaction, densification and applications.

Renew. Sustain. Energy Rev. 2015, 44, 847–866. [CrossRef]
3. Mamvura, T.A.; Danha, G. Biomass torrefaction as an emerging technology to aid in energy production.

Heliyon 2020, 6, e03531. [CrossRef] [PubMed]
4. Cahyanti, M.N.; Doddapaneni, T.R.K.C.; Kikas, T. Biomass torrefaction: An overview on process parameters,

economic and environmental aspects and recent advancements. Bioresour. Technol. 2020, 301, 122737.
[CrossRef] [PubMed]



Processes 2020, 8, 1361 14 of 15

5. Silveira, E.A.; De Morais, M.V.G.; Rousset, P.; Caldeira-Pires, A.; Pétrissans, A.; Galvão, L.G.O. Coupling of
an acoustic emissions system to a laboratory torrefaction reactor. J. Anal. Appl. Pyrolysis 2017, 129, 29–36.
[CrossRef]

6. Turner, I.; Rousset, P.; Rémond, R.; Perré, P. An experimental and theoretical investigation of the thermal
treatment of wood (Fagus sylvatica L.) in the range 200–260 ◦C. Int. J. Heat Mass Transf. 2010, 53, 715–725.
[CrossRef]

7. Santos, E.A.; Martins, C.A.; Nascimento, C.L. A new approach to treating pressure oscillations in combustion
instability phenomena. Appl. Acoust. 2016, 114, 27–35. [CrossRef]

8. Cintra, B.F.C.; Fernandes, E.C. Thermoacoustic instabilities of lean disc flames. Fuel 2016, 184, 973–986.
[CrossRef]

9. Matveev, K.I.; Culick, F.E.C. A study of the transition to instability in a Rijke tube with axial temperature
gradient. J. Sound Vib. 2003, 264, 689–706. [CrossRef]

10. Garrett, S.L. TA-1: Thermoacoustic engines and refrigerators. Am. J. Phys. 2004, 72, 11–17. [CrossRef]
11. Guédra, M.; Bannwart, F.; Penelet, G.; Lotton, P. Parameter estimation for the characterization of

thermoacoustic stacks and regenerators. Appl. Therm. Eng. 2015, 80, 229–237. [CrossRef]
12. Komarov, S.; Hirasawa, M. Enhancement of gas phase heat transfer by acoustic field application. Ultrasonics

2003, 41, 289–293. [CrossRef]
13. Bennett, G.J.; Mahon, J.; Murray, D.; Persoons, T.; Davis, I. Heat Transfer Enhancement in Ducts Due to Acoustic

Excitation. In Proceedings of the 7th World Conference on Experimental Heat Transfer, Fluid Mechanics and
Thermodynamics (ExHFT-7), Krakow, Poland, 28 June 2009.

14. Lin, B.J.; Colin, B.; Chen, W.H.; Pétrissans, A.; Rousset, P.; Pétrissans, M. Thermal degradation and
compositional changes of wood treated in a semi-industrial scale reactor in vacuum. J. Anal. Appl. Pyrolysis
2018, 130, 249–255. [CrossRef]

15. Chen, W.H.; Lin, B.J.; Colin, B.; Chang, J.S.; Pétrissans, A.; Bi, X.; Pétrissans, M. Hygroscopic transformation
of woody biomass torrefaction for carbon storage. Appl. Energy 2018, 231, 768–776. [CrossRef]

16. Carrier, M.; Hardie, A.G.; Uras, Ü.; Görgens, J.; Knoetze, J. Production of char from vacuum pyrolysis of
South-African sugar cane bagasse and its characterization as activated carbon and biochar. J. Anal. Appl. Pyrolysis
2012, 96, 24–32. [CrossRef]

17. Garcìa-Pérez, M.; Chaala, A.; Pakdel, H.; Kretschmer, D.; Roy, C. Vacuum pyrolysis of softwood and
hardwood biomass. Comparison between product yields and bio-oil properties. J. Anal. Appl. Pyrolysis 2007,
78, 104–116. [CrossRef]

18. Huang, Y.F.; Sung, H.T.; Chiueh, P.T.; Lo, S.L. Co-torrefaction of sewage sludge and leucaena by using
microwave heating. Energy 2016, 116, 1–7. [CrossRef]

19. Huang, Y.F.; Cheng, P.H.; Chiueh, P.T.; Lo, S.L. Leucaena biochar produced by microwave torrefaction:
Fuel properties and energy efficiency. Appl. Energy 2017, 204, 1018–1025. [CrossRef]

20. Huang, Y.-F.F.; Sung, H.-T.T.; Chiueh, P.-T.T.; Lo, S.-L.L. Microwave torrefaction of sewage sludge and
leucaena. J. Taiwan Inst. Chem. Eng. 2017, 70, 236–243. [CrossRef]

21. Mohd Fuad, M.A.H.; Hasan, M.F.; Ani, F.N. Microwave torrefaction for viable fuel production: A review on
theory, affecting factors, potential and challenges. Fuel 2019, 253, 512–526. [CrossRef]

22. Bach, Q.V.; Tran, K.Q.; Skreiberg, Ø. Comparative study on the thermal degradation of dry- and wet-torrefied
woods. Appl. Energy 2017, 185, 1051–1058. [CrossRef]

23. Bhutto, A.W.; Qureshi, K.; Harijan, K.; Abro, R.; Abbas, T.; Bazmi, A.A.; Karim, S.; Yu, G. Insight into progress
in pre-treatment of lignocellulosic biomass. Energy 2017, 122, 724–745. [CrossRef]

24. De Macedo, L.A.; Commandré, J.M.; Rousset, P.; Valette, J.; Pétrissans, M. Influence of potassium carbonate
addition on the condensable species released during wood torrefaction. Fuel Process. Technol. 2018, 169,
248–257. [CrossRef]

25. Khazraie Shoulaifar, T.; Demartini, N.; Karlström, O.; Hupa, M. Impact of organically bonded potassium on
torrefaction: Part 1. Experimental. Fuel 2016, 165, 544–552. [CrossRef]

26. Safar, M.; Lin, B.-J.J.; Chen, W.-H.H.; Langauer, D.; Chang, J.-S.S.; Raclavska, H.; Pétrissans, A.; Rousset, P.;
Pétrissans, M. Catalytic effects of potassium on biomass pyrolysis, combustion and torrefaction. Appl. Energy
2019, 235, 346–355. [CrossRef]

27. Yang, Y.; Sun, M.; Zhang, M.; Zhang, K.; Wang, D.; Lei, C. A fundamental research on synchronized
torrefaction and pelleting of biomass. Renew. Energy 2019, 142, 668–676. [CrossRef]



Processes 2020, 8, 1361 15 of 15

28. Silveira, E.A.; Galvão, L.G.O.; Sá, I.A.; Silva, B.F.; Macedo, L.; Rousset, P.; Caldeira-Pires, A.; Luce, B.F.S.;
Caldeira-Pires, A. Effect of torrefaction on thermal behavior and fuel properties of Eucalyptus grandis
macro-particulates. J. Therm. Anal. Calorim. 2019, 138, 3645–3652. [CrossRef]

29. Silveira, E.A.; Lin, B.J.; Colin, B.; Chaouch, M.; Pétrissans, A.; Rousset, P.; Chen, W.H.; Pétrissans, M.
Heat treatment kinetics using three-stage approach for sustainable wood material production. Ind. Crops Prod.
2018, 124, 563–571. [CrossRef]

30. Di Blasi, C.; Lanzetta, M. Intrinsic kinetics of isothermal xylan degradation in inert atmosphere.
J. Anal. Appl. Pyrolysis 1997, 40, 287–303. [CrossRef]

31. Lin, B.J.; Silveira, E.A.; Colin, B.; Chen, W.H.; Pétrissans, A.; Rousset, P.; Pétrissans, M. Prediction of
higher heating values (HHVs) and energy yield during torrefaction via kinetics. In Proceedings of the 10th
International Conference on Applied Energy (ICAE2018), Hong Kong, China, 23 August 2019; Volume 158,
pp. 111–116.

32. Lin, B.-J.; Silveira, E.A.; Colin, B.; Chen, W.-H.; Lin, Y.-Y.; Leconte, F.; Pétrissans, A.; Rousset, P.; Pétrissans, M.
Modeling and prediction of devolatilization and elemental composition of wood during mild pyrolysis in a
pilot-scale reactor. Ind. Crops Prod. 2019, 131, 357–370. [CrossRef]

33. Bates, R.B.; Ghoniem, A.F. Biomass torrefaction: Modeling of volatile and solid product evolution kinetics.
Bioresour. Technol. 2012, 124, 460–469. [CrossRef] [PubMed]

34. Candelier, K.; Thevenon, M.F.; Petrissans, A.; Dumarcay, S.; Gerardin, P.; Petrissans, M. Control of wood
thermal treatment and its effects on decay resistance: A review. Ann. For. Sci. 2016, 73, 571–583. [CrossRef]

35. Rousset, P.; Macedo, L.; Commandré, J.M.; Moreira, A. Biomass torrefaction under different oxygen
concentrations and its effect on the composition of the solid by-product. J. Anal. Appl. Pyrolysis 2012, 96,
86–91. [CrossRef]

36. Rodrigues, T.O.; Rousset, P.L.A. Effects of torrefction on energy properties of Eucalyptus grandis wood.
Cerne 2009, 15, 446–452. [CrossRef]

37. Uemura, Y.; Omar, W.; Othman, N.A.; Yusup, S.; Tsutsui, T. Torrefaction of oil palm EFB in the presence of
oxygen. Fuel 2013, 103, 156–160. [CrossRef]

38. Chen, W.H.; Lu, K.M.; Liu, S.H.; Tsai, C.M.; Lee, W.J.; Lin, T.C. Biomass torrefaction characteristics in inert
and oxidative atmospheres at various superficial velocities. Bioresour. Technol. 2013, 146, 152–160. [CrossRef]

39. Chen, W.H.; Huang, M.Y.; Chang, J.S.; Chen, C.Y. Thermal decomposition dynamics and severity of microalgae
residues in torrefaction. Bioresour. Technol. 2014, 169, 258–264. [CrossRef]

40. Acharya, B.; Sule, I.; Dutta, A. A review on advances of torrefaction technologies for biomass processing.
Biomass Convers. Biorefin. 2012, 2, 349–369. [CrossRef]

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

© 2020 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 (http://creativecommons.org/licenses/by/4.0/).

Powered by TCPDF (www.tcpdf.org)

http://www.tcpdf.org

