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Abstract: Biomass pellets are a potential renewable and clean energy source. With the advantages
of perfect combustion performance and easy storage and transport, biomass pellets have gradually
replaced fossil fuels and become widely used. Rapid and accurate determination of biomass pellets’
quality is critical to efficient energy use. Laser-induced breakdown spectroscopy (LIBS) combined
with chemometric methods were utilized. The gross calorific value (CV) and ash content (Ash),
volatile matter (VM) and fixed carbon (FC) were firstly measured and analyzed. LIBS spectra and their
corresponding elements of biomass pellet samples were analyzed. Three quantitative analysis models
for quality indexes including partial least-squares regression (PLSR), least squares-support vector
machines (LS-SVM), extreme learning machines (ELM) were further built. All models performed
well, especially the LS-SVM model which obtained the best determination results, with all R? values
over 0.95. Concurrently, the modeling performance of ash was slightly better than that of the other
three quality indexes, which further confirmed the feasibility of using relevant elements to predict
biomass quality indexes. The overall results indicated that LIBS coupled with suitable chemometrics
could be an alternative promising method to determine quality indexes of biomass pellets and further
improve energy utilization by using biomass materials with better quality.

Keywords: biomass pellet; laser-induced breakdown spectroscopy; chemometrics; quality indexes

1. Introduction

The energy crisis is one of the greatest challenges that our society is facing nowadays, so it is
essential to develop sustainable new energy resources to reduce the use of fossil fuels. In recent years,
biomass energy has drawn wide attention around the world as a clean and renewable energy source [1,2].
Especially for biomass pellets there is a growing market demand [3], since have the advantages of
a high combustion efficiency, convenient storage and transport, environmental friendliness and low
cost [4,5]. In order to make full use of this biomass energy source, it is important to analyze the
combustion performance of the biomass pellets. Industrial analysis components including carbon
content, volatile matter content and ash content are all important factors affecting biomass combustion
performance [6-9]. The calorific value is a direct indicator of biomass combustion performance [10,11].
Thus, accurate and fast determination of all these quality indexes are of great importance in the efficient
utilization of energy. Traditional detection methods are mainly industrial technology and chemical
analysis, and detection methods of different indexes are different. It is time, cost, and labor-consuming
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to measure all these indexes simultaneously [12]. Therefore, it is particularly necessary to develop
newly rapid quantitative analysis techniques.

Laser-induced breakdown spectroscopy (LIBS) is a recently emerged spectroscopic technique based
on elemental analysis [13]. It provides a reliable alternative for qualitative and quantitative analysis of
the composition of samples [14,15]. With the merits of fast detection, little sample or no pretreatment,
multi-elemental simultaneous detection capability, LIBS has been widely applied to sample analysis in
many fields ranging from agriculture and biological to industry [16-19]. In recent years, there have
been many researches on energy using LIBS. Li et al. [20] built a PLS quantitative prediction model
for the calorific value of coal based on LIBS combined with different spectral pre-processing methods.
The best result was achieved when using the 11 points smoothing combined with the second-order
derivation, with both the correlation coefficient of calibration set and correlation coefficient above
99%. Yao et al. [21] used artificial neural networks to quantitatively analyze the ash, volatile matter,
fixed carbon, and gross calorific value of coal, and a reliable and accurate result was achieved, with
the correlation coefficients of all prediction models above 97%. Dong et al. [22] employed LIBS and
multiple linear regression combined with the partial least squares regression (PLSR) and support vector
regression (SVR) to analyzed the carbon contents in coal samples. The best results of carbon calibration
were obtained using LIBS coupled with an MLR model-added SVR correction. The determination
coefficient (R?), root mean standard error of cross validation (RMSECV) and root mean standard
error of prediction (RMSEP) were 0.99%, 0.00039%, and 1.43%, respectively. AINTS et al. [23] focused
on the quantitative assessment of the calorific value of Estonian oil shale using LIBS. The ordinary
multivariate regression analysis was applied, and the correlation coefficients of the prediction model
for the calorific value and moisture content were above 90% and 75%, respectively. Lu et al. [24]
investigated the feasibility of using LIBS to determine gross calorific value, carbon content, volatile
matter content and ash content. Several pre-processing methods combined with PLS model were used,
and it was turned out that the PLS model based on spectra that combined baseline correction with
Z-score standardization performed best, with the coefficient of determination of all prediction models
above 96%. To the best of our knowledge, there are no studies focused on quantitative prediction of
biomass fuels properties using LIBS combined with different chemometrics.

Based on the abovementioned situation, the objective of this study was: (1) to explore the feasibility
and accuracy of using LIBS to analyze the properties of biomass pellets; (2) to select important spectral
lines for building the relationships between the important elemental emission lines and quality indexes;
and (3) to build accurate and reliable prediction models for the quality indexes of biomass pellets.

2. Materials and Methods

2.1. Sample Preparation

The biomass pellets were provided by different bioenergy companies, and they are representative
of the most commonly used varieties found on the biofuel market in China. They mainly included rice
husks, pine wood, rubber wood, and red wood. The distance between the sample surface and the lens
for laser focusing will affect the intensity of the spectral signals. Besides, uneven samples will also
cause interference in the spectral signals. Thus, a uniform and regularly shaped sample is of great
importance. In order to obtain accurate and reliable experimental data, the biomass pellets were first
milled and then compressed into a circle tablet using a pressing machine (FY-24, SCJS, Tianjin, China)
for 30 s and under a pressure of 10 MPa. The resulting side length and thickness were 10 mm and 2
mm, respectively. The tablets were then dried at 60 °C for 6 h in an oven. A total of 128 tablets samples
were prepared. They were divided into calibration and prediction sets in a ratio of 3:1 by joint x-y
distances (SPXY) methods [25]. Thus, 96 samples and 32 samples were obtained for calibration and
prediction, respectively. Besides, the four kinds of biomass pellets were distributed in both calibration
and prediction sets to make the analyses more reliable.
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2.2. Determination of Quality Indexes

In this study, industrial analysis components were also determined according to the traditional
methods. Ash content (Ash) and volatile matter (VM) were measured according to ASTM D1102-84
and ASTM E872-82 [26]. The gross calorific value (CV) (MJ-kg™!) was determined in accordance with
the China national standards GB/T30727-2014 using an oxygen bomb calorimeter (5E-AC, Chansha
Kaiyuan Instrument Co., Ltd., Changsha, China). Fixed carbon (FC) was calculated after determining
the Ash and VM content according to the following equation:

FC% = 100% — Ash% — VM% (1)
The values of Ash, VM, and FC were dry basis.

2.3. Experimental Apparatus and LIBS Measurement

A self-built LIBS system (Figure 1) was used in this work. It mainly comprised of a Q-switched
Nd:YAG pulsed laser (Vlite-200, Beamtech Optronics, Beijing, China) with the maximal energy of 200
m] @532 nm for generating laser pulse to ablate samples, an Echelle spectrograph (ME5000, Andor
Technology, Belfast, UK) equipped with an (intensified charge coupled device) ICCD camera (iStar
DH340T, Andor Technology, Belfast, UK) for collecting spectral signals, and a digital delay pulse
generator (DG645, Stanford Research Systems, San Jose, CA, USA) for controlling the delay time
between the laser and the ICCD camera. In addition, lens, mirrors and X-Y-Z stage were used for laser
transmission and sample placement. A Hg: Ar lamp (HG-1, Ocean Optics, Winter Park, FL, USA) and a
Deuterium Halogen light source (DH-2000-BAL-CAL, Ocean Optics, Winter Park, FL, USA) were used
for the calibration of the wavelength and intensity. Experimental parameters were optimized by the
response surface methodology (RSM) to obtain a best signal to noise ratio (SNR) and relative standard
deviation (RSD). Based on the optimization, the energy of laser pulse was 60 mJ with 1 Hz repetition
rate, the delay time was 1.5 us, and the gate width of ICCD was 10 ps. Besides, the distance between
the lens and sample surface was optimized to 98 mm when a good spectral signal was obtained.
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Figure 1. Schematic diagram of the LIBS system.

LIBS measurements were conducted after setting the parameters. First, the laser beam was
adjusted to be focused 2 mm below the sample surface to avoid any interference caused by an uneven
sample surface. The signal detector was then adjusted to ensure that the spectral signal could be
collected. After that, a total of 80 spectra of each sample were obtained by controlling the moving path
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of the X-Y-Z stage. 16 position of each tablet sample were ablated with five successive accumulations.
At last, the average of 80 spectra was used to be the spectrum of the sample.

2.4. Data Pretreatment and Analyze

In order to eliminate the impact caused by experimental instruments and radiation generated
by plasma formation, and further to improve the precision and repeatability of LIBS detection,
several pre-processing methods were introduced, including baseline correction, wavelet transform,
normalization, and outlier discarding. Baseline correction could eliminate background signals,
and wavelet transform could reduce any noise. Normalization could effectively reduce the fluctuation
of each shot and improve signal stability. Detailed information of these methods were mentioned in
our previous work [27]. Outlier discarding could improve the reliability and accuracy of the data.
A self-developed outlier removing algorithm based on median absolute deviation (MAD) was used in
this work. In order to meet our particular demands, a relatively stable spectral line of CN 388.29 nm
was applied to identify outliers. Once the difference between the intensity and median of CN 388.29 nm
exceeded 2.5 times the MAD, the spectrum would be considered as an outlier and be removed. Outliers
removing was repeated until there were no outliers or a maximum of 25% of the original spectra
were removed.

2.5. Chemometrics for Data Analyze

Several chemometric methods were conducted after data pretreatment, including partial least
squares regression (PLSR), least squares-support vector machines (LS-SVM), extreme learning machines
(ELM). The specific procedure of LIBS data analysis is shown in Figure 2.
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Figure 2. Flowchart of data analysis for quality indexes prediction of biomass pellets.

Partial least-squares regression (PLSR) is a widely used linear analysis algorithm for the quantitative
analysis of large datasets, especially for spectra [28-31]. The main principle of this method is to
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convert the large linear original data into independent latent variables which still contain most of
the information of the original variables, and the first few important latent variables will be used for
further analysis [32,33]. In this work, PLSR models were applied based on the value of the biomass
pellets” quality indexes and the intensities of LIBS spectrum. Full cross-validation was used to reduce
the possibility of overfitting of models. Besides, the number of latent variables is also important for
modeling, and it was determined when the minimal mean squared error was obtained [34].

Different from PLSR, the least-squares support vector machine (LS-SVM) is a commonly used
non-linear machine learning method that can be used to deal with both linear and non-linear
problems [35-38]. It has been turned out to be a good choice for quantitative analyses for a small
dataset [39,40]. According to the previous study, kernel function and its parameters including sig2
and gam have a great influence on the performance of the LS-SVM model. Kernel function is the
formula that maps complex data to high-dimensional space for linear calculation. The parameter sig2
reflects the complexity of the sample distribution in the feature space. The parameter gam was used to
control the fitting error of the function. These two parameters together determine the generalization
ability and training error of the function [41]. In this case, radial basis function (RBF) was adopted as a
kernel function due to the advantage of good generalization ability. Then we optimized sig2 and gam
when the minimum value of RMSECV was obtained in the grid-search within the range of 103-10'°.
Besides, full cross-validation was also used as the same as that in PLSR models. The whole process
was conducted in MatLab.

Extreme learning machine (ELM) is a recently developed machine learning algorithm based on
single-hidden layer feedforward neural networks (SLFNN), and it runs in a simpler and easier way than
traditional neural network methods [42,43]. Output weights can be obtained by randomly initializing
input weights and hidden layer biases in global optimization [44,45]. In particular the number of
hidden layer biases is obtained by continuous optimization in a predefined range which is usually less
than the number of samples for modeling. This property makes ELM runs significantly faster with
guaranteed learning accuracy. Besides, it has the advantage of good generalization performance [46]
which makes it suitable for both quantitative and qualitative analysis. In this case, we tried to explore
the feasibility of quantitative prediction for the quality indexes of the biomass pellet.

In addition, performances of all the abovementioned models were evaluated by several indicators,
including the coefficient of determination in calibration and prediction sets (R%c and R?p), root mean
square error (RMSEC and RMSEP). R? reflects the relationship between the predicted value of the
quality indexes of biomass pellet and their reference value, RMSE reflect the prediction error of the
model. The closer the R? to 1, the smaller the RMSE, the better the model will perform.

3. Results and Discussion

3.1. Quality Indexes Statistics

The descriptive statistics of the quality indexes for all samples are listed in Table 1. Due to the
effect of types and processing methods, the quality indexes of the biomass pellets are totally different.
It is obvious that VM took up a large proportion in all components, which varied from 74.96% to
88.99%. FC followed, varying from 10.39% to 21.22%. The Ash contents were in the range of 0.26% to
15.94%. CV varied in the range of 15.1 to 19.54 (MJ-kg™!). These ranges provide the foundation for
developing reliable quantitative prediction models of the quality indexes.

Table 1. Statistical description of four quality indexes for all samples.

Quality Indexes Maximum Minimum Mean Standard Deviation
Ash content (%) 15.94 0.26 443 5.10

Volatile matter (%) 88.99 74.96 80.22 2.71
Fixed carbon (%) 21.22 10.39 15.83 2.63

Calorific value 19.54 15.10 17.71 1.10
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In order to more comprehensively evaluate the quality of biomass pellets, we have explored the
internal relationships of these quality indexes. Table 2 shows the Pearson’s correlation coefficients
among the quality indexes of 128 biomass pellets. It can be clearly seen that CV was significantly
positively related to VM, with correlation coefficients of 0.751. It also had a significant negative
correlation with Ash, and the correlation coefficients was —0.903. Besides, Ash and VM were
significantly negatively correlated. FC has a positive correlation with Ash and a negative correlation
with VM, but there is no significant correlation with CV. These results were also roughly consistent
with previous research [12,47]. These results also indicated that the higher the value of VM is, the lower
the value of Ash is, and the higher the value of CV will be, which further lead to a better combustion
performance of the biomass pellets.

Table 2. Pearson’s correlation coefficients of four quality indexes for all samples.

Quality Indexes Ash VM FC cv
Ash 1 -0.923 0292 -0.903
Volatile matter -0.923 ™ 1 -0.636 " 0.751"
Fixed carbon 0.292 % -0.636 " 1 -0.063 1s
Calorific value —0.903 ™ 0.751 ™ —0.063 1 1

Significance: ** p < 0.01; ™ not significant.

3.2. Spectral Analysis

The spectra of the four different types of biomass pellets (Figure 3) were used as examples.
To eliminate the effects of noise, only spectra of 280.25-854.12 nm (18354 variables) were used for the
analyses. Based on previous research and the National Institute of Standards and Technology (NIST)
database, the specific elements and molecular bands corresponding to the spectral lines were given in
Figure 3. These emissions included O (777.19 nm, 844.63 nm), N (742.36 nm), K (766.49 nm, 769.89 nm),
Ca (393.39 nm, 422.67 nm, 445.47 nm, 616.21 nm), Na (588.99 nm, 819.48 nm), Mg (280.27 nm, 285.21 nm),
Al (309.27 nm), Fe (373.48 nm, 374.94 nm), Mn (403.07 nm), Si (288.15 nm, 390.5 nm), Ti (319.19 nm),
C2 (516.52 nm), CN (388.32 nm) etc. According to previous research, these elements have direct effects
on the quality indexes. Metal oxides formed from the elements K, Ca, Na, Mg, Al, Fe, Mn, Si, Tj, are the
main constituents of ash [48-50]. The main constituents of VM including CO,, NO,, CO, = etc were
also formed from elements C, O and N [51-53]. FC was also directly related to the element C and
molecular bands of C2 and CN [24,54]. Besides, all elements affected each other due to the ionization
and the combination of elements in the process of compound formation [55]. Therefore, there should
have a good correspondence between these quality indexes and the elements. In addition, CV was
highly affected by Ash and VM as mentioned before. Thus, the value of CV could also predicted by
the content of these elements. It could also be clearly observed from Figure 3 that the elements in
different samples are consistent, but the contents of the elements were different. This further indicated
the possibility of predicting these the quality indexes using the contents of the elements. Therefore,
chemometric models based on the spectral lines covered these elements were further built to predict
the value of the quality indexes quantitatively.

3.3. Prediction of Quality Indexes

PLSR, LS-SVM and ELM were applied to build the quantitative models for accurate prediction.
The quantitative modeling results were stated in Table 3.



Energies 2020, 13, 3741 7 of 12
Y T o T LS T T T T

5700 | rubber wood a

3800 |- g

1900 |- | U H .

ol ._I__AAMIJLL_.I_LML_I e L]

700 '_ pine wood _‘

3800 | g

1900 |- i

5 ol MAL_TLA-L_/I)WA-,IM‘JJ.IJ_; ]

Z 5700 [ |

< 3800 |- .

1900 |- ]

0 —_ 1 1 1 1 1 1 _"

s700 |- e ]

I - ]

3800 - cal Ca K .

1000 |- Mo on o ]

I Ti Feh Mn Na Ca N 9

LB e T1L flow] |

300 400 500 600 700 800 900
Wavelength (nm)
Figure 3. Spectra of the four categories of biomass pellets in 280.25-854.12 nm.
Table 3. Prediction results of chemometric models.
Quality Indexes Model Parameter R2c RMSEC R2p RMSEP

PLSR 6 0.967 0.009 0.957 0.011
Ash (Wt.%) LS-SVM (4.377 x 10°, 1 x 10%) 0.999 0.001 0.977 0.006
ELM 15 0.969 0.012 0.961 0.014
PLSR 7 0.943 0.006 0.924 0.007
VM (wt.%) LS-SVM (3.375 x 10%, 206) 0.999 0.001 0.974 0.006
ELM 43 0.952 0.006 0.932 0.007
PLSR 11 0.947 0.006 0.937 0.007
FC (wt.%) LS-SVM (2.133 x 104, 3.589 x 10%) 0.979 0.001 0.953 0.009
ELM 32 0.874 0.009 0.836 0.015
PLSR 4 0.946 0.159 0.931 0.274
CV MJ-kg™) LS-SVM (6.656 X 107, 6.349 x 10%) 0.993 0.103 0.971 0.149
ELM 18 0.958 0.140 0.944 0.241

Parameters of different models; the optimal number of LVs for partial least-squares regression (PLSR), different
sig2 and gam values for the least-squares support vector machine (LSSVM), the number of hidden layer nodes for
extreme learning machine (ELM). VM for volatile matter, FC for fixed carbon, CV for Calorific value.

Ash is the residue left after the complete combustion of all combustibles in the biomass and the
minerals undergo a series of complex reactions such as decomposition and combination. Its melting

characteristics have a great influence on the combustion performance of biomass. Previous research
revealed that biomass with low ash content has a better combustion performance [56,57]. Figure 4
shows the fitting results of models for Ash. It’s clear that all models performed well, with all R? above
0.95. Especially LS-SVM gave the best result, with R? in calibration and prediction sets reaching 0.999
and 0.977, respectively. It could be concluded that LIBS combined with chemometrics is a promising
way to predict ash content and further to provide reference for evaluating the combustion performance

of biomass materials.
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Figure 4. Model fitting results for Ash. (a) PLSR (partial least-squares regression); (b) LS-SVM (the
least-squares support vector machine); (¢) ELM (extreme learning machine).

VM refers to the gaseous product produced by the decomposition of biomass organic matter.
It has a great effect on the ignition and combustion of biomass and can reflect the quality of biomass.
In contrast to ash, the higher the VM content is, the better the combustion performance of the biomass
will be. In this study, calibration and prediction results of models for VM are provided in Figure 5.
It could be seen that all data fitted well in both calibration and prediction set. In particular, LS-SVM
obtained more accurate results, with R? in both calibration and prediction sets over 0.97. On the whole,
the modeling results showed that LIBS combined with LS-SVM could be a good tool for selecting
biomass with higher VM content, which might be used as a good fuel.
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Figure 5. Model fitting results for VM. (a) PLSR (partial least-squares regression); (b) LS-SVM (the
least-squares support vector machine); (c) ELM (extreme learning machine).

Fixed carbon is the residue remaining after removing moisture, Ash, and VM from biomass.
The ignition point of fixed carbon is very high [58]. Generally, the higher the fixed carbon content
is, the greater the temperature for ignition and combustion is [59]. Figure 6 shows the model fitting
results for FC. As seen, LS-SVM performed perfect, and R? in both calibration and prediction sets were
over 0.95. ELM gave the worst results which was still acceptable, with R? in calibration and prediction
sets were 0.874 and 0.836. Thus, using LIBS and suitable chemometrics to predict the content of FC

could provide a reference for selecting better biomass fuels.
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Figure 6. Model fitting results for FC. (a) PLSR (partial least-squares regression); (b) LS-SVM (the
least-squares support vector machine); (¢) ELM (extreme learning machine).



Energies 2020, 13, 3741 90f12

CV refers to the amount of heat released per unit mass of biomass fuels when it is completely
combusted. It is an important indicator for evaluating the combustion performance of biomass.
Figure 7 exhibits the calibration and prediction results of CV. It can be observed that all models gave a
satisfactory result, and the best model for CV determination was obtained using LSSVM (R?c and
R?p were 0.993 and 0.971, respectively). Thus, fast and accurately predicting of CV by using LIBS and
LS-SVM model could be conducive to industrial applications.
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Figure 7. Model fitting results for CV. (a) PLSR (partial least-squares regression); (b) LS-SVM (the
least-squares support vector machine); (¢) ELM (extreme learning machine).

As a group, all models performed well for predicting these quality indexes. LS-SVM model
performed best. As for the four indices, the prediction results for FC are relatively poor, it might
be caused by the moisture. The biomass is extremely hydrophobic and it might quickly reabsorb
some moisture although we have dried the samples, thus there might be some deviations in the
determination of nominal fixed carbon content according to Equation (1). Besides, the prediction
results of ash were slightly better that the other three indexes. This might be credited to the fact that
that Ash was more directly related to elements, and this further indicated the capability of using LIBS
to predict biomass quality.

4. Conclusions

In the present study, LIBS technology combined with three chemometric methods was adopted
to determine the four quality indexes of biomass pellets. Statistics of CV and industrial analysis
components including Ash, VM, FC were firstly determined using traditional methods. The internal
relationships of these quality indexes were then analyzed based on these statistics. CV and VM were
both negatively related to Ash and FC, and the relationships between them were significant, except
for that between CV and FC. Besides, there was a significantly positive relationship between CV and
VM, Ash and FC. LIBS spectra of four different kinds of samples were further analyzed, and this
showed that the spectral lines corresponded to the elements that were related to the four indexes.
PLSR, LS-SVM and ELM were applied to build quantitative analysis models for these quality indexes.
All models showed a satisfactory prediction ability, especially LS-SVM models, with all R? values
above 0.95. Among the four indexes, the prediction accuracy of Ash was relatively better. On the
whole, LIBS technology coupled with LS-SVM methods exhibited great potential in determining the
quality indexes of biomass pellets. It might be developed as a good tool for fast industrial detection of
biomass fuels, further improving the efficiency of energy use.
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