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Abstract: Each year the pulp and paper industries generate enormous amounts of effluent treatment
sludge. The sludge is made up of various fractions including primary, secondary, deinked, fiber rejects
sludge, etc. The goal of this study was to evaluate the fuel properties of the hydrochars produced
from various types of paper mill sludges (PMS) at 180 °C, 220 °C, and 260 °C. The hydrochars,
as well as the raw feedstocks, were characterized by means of ultimate analysis, proximate analysis,
moisture, ash, lignin, sugar, and higher heating value (HHV 4,¢) measurements. Finally, combustion
indices of selected hydrochars were evaluated and compared with bituminous coal. The results
showed that HHV 4, of hydrochar produced at 260 °C varied between 11.4 MJ/kg and 31.5 MJ/kg
depending on the feedstock. This implies that the fuel application of hydrochar produced from PMS
depends on the quality of feedstocks rather than the hydrothermal carbonization (HTC) temperature.
The combustion indices also showed that when hydrochars are co-combusted with coal, they have
similar combustion indices to that of coal alone. However, based on the energy and ash contents
in the produced hydrochars, Primary and Secondary Sludge (PPS;) could be a viable option for
co-combustion with coal in an existing coal-fired power plant.

Keywords: primary sludge; secondary sludge; deinked sludge; fiber rejects; hydrochar; combustion
indices; fuel properties

1. Introduction

The world energy demand continues to grow with the increase of populations. The energy
demand is projected to reach up to 42 quadrillion British Thermal Unit (BTU) in 2040 to fulfill the needs
of 10 billion people [1,2]. In order to ensure this energy supply is provided in a sustainable manner,
fossil fuel industries need to begin integrating with renewable energy sources. Coal power plants,
one of the major electricity producers in the U.S., are still expected to provide 17.6% more electricity in
2040 compared to today [2]. This sustainability problem provides extraordinary potential for coal-like
fuels generated from renewable resources. Wet waste biomass, such as paper mill sludges (PMS), is one
of the largest and most abundant sources of renewable energy [3]. In fact, around 16.5 million dry
tons of PMS have been produced annually in the U.S. These wastes have been landfilled, land applied,
incinerated, or used in other ways (e.g., filler, fibers, composite etc.) [4]. Due to the strict landfill
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policies and shortage of lands, incineration is becoming the preferred treatment method despite having
incineration costs of around $13-15 per dry ton [5]. Co-firing PMS with coal in existing coal-fired
power plants may reduce the carbon footprint for the power plant and it may reduce the cost of
waste disposal for the paper mill by generating a sellable product rather than waste [6,7]. However,
viable co-firing requires a feedstock of consistent quality with higher energy density and combustion
characteristics compatible with coal.

A wide variety of PMS are generated in the pulp and paper mills [8-10]. PMS can be categorized
into four broad sections: (1) primary sludge (PS), which is produced in the primary clarifier and
contains mainly fines and fillers [11]; (2) de-inking paper sludge (DPS), which is produced during the
floatation process and is very common for recycled papers [12]; (3) secondary sludge (SS) or biological
sludge, which is the effluent of the microbial wastewater treatment system and is made of microbial
masses [10]; and (4) combined primary and secondary sludge (PSS), which is a mixture of primary
and secondary sludges from the same plant [13]. Besides these basic four categories, there could be
preliminary fiber rejects (PFR) containing preliminary impurities such as metals, inorganics, plastics,
tree branches, etc. and pre-thickened sludge (PTS), which is primary sludge prior to the dewatering
step [14]. The chemical composition of the PMS varies significantly among these categories [8].
For instance, PS is more fibrous and easier to dewater when compared to SS and PSS [11]. DPS contains
pigments, fillers, additives, and coatings in addition to the fiber particles [12]. Meanwhile, PTS contains
high moisture (>98%) and fiber rejects (FR) contains very low moisture but also high ash content [10].
Regardless, all the PMS are wet, which prevent them from being applied directly for energy generation.

Hydrothermal carbonization (HTC) is an emerging technology for producing biofuels and
upgrading solid fuels [15-18]. It conveniently uses residual moisture of the feedstocks as the reaction
medium due to its solvent properties at high temperatures and pressures [19]. Therefore, wastes do
not need to be dried prior to HTC, which is typically an energy intensive process. Subcritical water
at around 200-260 °C has high ionic products and low dielectric constants, which allow water to be
more reactive and cause it to behave similarly to non-polar solvents [20]. Therefore, HTC conditions
allow for carbon based organic compounds (namely, hemicellulose and cellulose) to be hydrolyzed
into monomers. These monomer fragments then undergo a series of reactions including dehydration,
decarboxylation, condensation, and polymerization, which can result in products such as hydrochars
and organic acids [15,16,21]. These reactions follow separate kinetics and can be catalyzed by acids,
bases, and inorganics [22-24]. As a result of these complex reaction rates, a wide range of residence
times ranging from 5 min to 6 h have been reported for HTC [18,25,26]. HTC process results in a
solid hydrochar that is quite hydrophobic, friable, and energy dense [27-29]. Although temperature is
considered as the most important processing parameter for an HTC process, the types of feedstock
(e.g., herbaceous, woody, municipal sludge, food waste, sewage sludge, PMS, etc.) and their chemical
compositions also determine the chemical characteristics of hydrochar [30-32]. As a result, different
optimum HTC conditions are reported in the literature for different feedstocks [33-36]. Although
large-scale implementation of HTC is yet to established, recent techno-economic analyses have shown
that HTC of biomass can be economically viable and environmentally sustainable [37-39].

HTC of PMS has been extensively studied in the last few years. For instance, Areeprasert et
al. performed HTC of PSS in a batch reactor at 180-240 °C for 30 min to determine optimal HTC
conditions [40-42]. Afterwards, HTC was performed at the optimized condition (197 °C and 30 min)
in a small pilot scale [43]. Their results indicate that HTC of PSS is energetically favorable in the
context of Japan. Furthermore, the same group have determined combustion characteristics and
combustion kinetics of PSS hydrochar and reported that the major decomposition was attributed for
cellulose [44]. Meanwhile, the HTC process liquid resulting from PSS was analyzed and recycled in
order to reduce the emission footprint of the paper mill [45]. In order to understand the HTC reaction
parameters, Makela et al. performed HTC of PSS from 180-260 °C for 30 min-5 h, both with and
without homogeneous catalysts [26,46]. Their results indicate that dehydration, depolymerization,
and decarboxylation are more prominent than polymerization and aromatization. Similar to the other
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biomass feedstocks, hydrochloric acids catalyzed HTC of PSS resulted in an energy yield increase of
the hydrochar [46].

Literature has repeatedly used PSS or mixed sludge for HTC experiments, whereas the HTC of
other PMS are rare and the differences in chemical compositions among the various PMS are likely to
result in variations in hydrochars. Therefore, the goal of this study was to examine the fuel quality of
solid hydrochars produced by various PMS at various HTC temperatures. The first objective of this
study was to reveal whether the type of PMS feedstocks is more influential than the HTC temperature
in terms of energy densification (ED). As the ultimate goal is to co-fire PMS hydrochar with coal in an
existing coal-fired power plant, the second objective was to evaluate the combustion indices of the
PMS hydrochars compared to the combustion indices of bituminous coal.

2. Materials and Methods

2.1. Materials

Six different PMS were obtained from an industrial partner’s different pulp and paper mill plants
found throughout the USA specifically for this study. Table 1 displays the samples names and how
they are referenced throughout the manuscript. Samples PS, DPS, PSSy, PSS;, and PFR are all from
different plants; PTS was obtained from the same plant as PFR samples. Meanwhile, Clarion #5a
(bituminous coal) was used for co-combustion studies. All samples were dried in an oven at 105 °C for
24 h and sealed in Ziploc bags until further use. The nomenclature of the samples and their moisture
contents are shown below in Table 1.

Table 1. Sample nomenclature used throughout manuscript and their respective moisture contents.

Sludge Sample ID MC (%)
Primary Sludge PS 60.1+15
De-inked Paper Sludge DPS 63.5+0.5

Primary and Secondary Sludge 1 PSSy 641+1.0
Primary and Secondary Sludge 2 PSS, 765+ 1.0
Primary Sludge and Fiber Rejects PFR 571+1.2

Pre-thickened Sludge PTS 98.7 £ 0.1

2.2. Hydrothermal Carbonization (HTC)

All HTC experiments were performed in a 600 mL Parr 452HC3 Hastelloy reactor (Parr
Instrument Company, Moline, IL, USA). Reactor temperature was controlled with a Parr 4843
proportional-integral-derivative controller (PID) controller using a J-type thermocouple with an
accuracy of £3 °C. Reaction pressure was monitored as the reactor was a closed system, thus observed
pressures were autogenous pressures in addition to the pressures exerted by produced gases.
The reactor was loaded with a 1:9 dry sample to de-ionized (DI) water ratio. Once the reactor was
sealed, the reactor stirrer was set to an RPM rate of 180 & 2 rpm. The reactor mixtures were stirred
from then until the end of the HTC process. The hydrochars were produced at reaction temperatures
of 180 °C, 220 °C, and 260 °C. The reactor heating procedure was as follows: (1) the contents of the
reactor were heated at approximately 8 °C min~! until the set reaction temperature, (2) once at the
target reaction temperature, the reactor temperature was held constant for a residence time of 30 min,
(3) after the residence time, the reactor was submerged in an ice-water bath until it reached to 30 °C,
which typically took around 10 min, and (4) reactor stirring was stopped once 30 °C was reached.
Produced gases were vented in a fume hood and the process liquid was separated from the solid
hydrochar via vacuum filtration and a Whatman 41 filter (20 pm). Hydrochar was washed with DI
water until the pH of washed water reached the pH of DI water. The moist hydrochars were dried in
an oven at 105 °C for 24 h, then stored in a Ziploc bag until further analysis.
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2.3. Characterization of Hydrochars

Mass yields were calculated using Equations (1)-(3) and they show how much of the initial
feedstock was converted into solid (hydrochar), liquid and gas.

. . Mass of dry hydrochar
1 Yield (%) = 100% 1
Solid Mass Yield (%) Mass of untreated dry feedstock X 100% @)
L ) oy Mass of liquid produced o
Liquid Mass Yield (%) = Mass of untreated dry feedstock x 100% @)
f
Gas Mass Yield (%) — —vassofgasproduced 0, 3)

~ Mass of untreated dry feedstock

Carbon, hydrogen, nitrogen, and sulfur content were determined using a Flash 2000 Organic
Elemental Analyzer (Thermo Scientific, Grand Island, NY, USA). The oxygen content was calculated by
subtracting carbon, hydrogen, nitrogen, sulfur, and ash percentages from 100%. Electrolytic copper and
copper oxide were used for the analyzer’s oxidation column and 2,5-Bis (5-tert-butyl-benzoxazol-2-yl)
thiophene (BBOT) was used for calibration. Higher heating valued (HHV) were also determined for
hydrochars using a Parr 6200 adiabatic oxygen-bomb calorimeter (Parr Instrument Company, Moline,
IL, USA) calibrated with benzoic acid. Dry ash free HHV (HHV 44¢) was calculated via Equation (4).
Energy densification (ED) was calculated via Equation (5) to evaluate how HHV changes from the
untreated feedstock to hydrochar.

HHYV of the sample
HHVaat = T Fraction of dry ash into the sample @)
ED HHYV of dry hydrochar 5)

~ HHV of untreated dry feedstock

Lignin analysis was performed by the standard Technical Association of the Pulp and Paper
Industry (TAPPI) method [47]. A modified method of Sequeira and Law [48] was used to quantify
the sugar content. In this method, DI-water at 50 °C was used for making and blending a 5% solid
slurry for one minute; three extractions were performed. Solid was filtered in a pressurized air filter
(OFI Testing Equipment, model 140-31) by using Whatman no. 4 filter paper. The filtration process
was operated just above atmospheric pressure to ensure liquor was extracted from the sludges or
hydrochars. Final extraction was conducted in an autoclave (L30 cycle) to make sure no free sugar
remained in the solid. HPLC (Agilent 1200 series) was used to analyze the sugar and sugar alcohols.
HPLC was equipped with a binary pump, an HPX-87P (Bio-Rad) column, and a refractive index (RI)
detector. Water was used as a mobile phase with a flowrate of 0.5 mL min~—!. The column was heated
to 85 °C to enhance the separation and the RI detector was used at 55 °C. An external calibration was
used to quantify the contents (lactose, glucose, xylose, galactose, arabinose, mannose, and fructose).

Volatile matter, fixed carbon, and ash content of samples were determined by thermogravimetric
analyses (TGA) using a TGA Q500 (TA instruments, New Castle, DE, USA). Sample heat rate was
set at 20 °C min~! and all gas flowrates were set at 50 mL min~!. A nitrogen atmosphere was used
for proximate analysis. Samples were heated from 25 °C to 105 °C and held at 105 °C for 5 min,
the temperature was then increased to 900 °C and then held for 5 min. Air was then introduced for
10 min to combust the remaining sample left at 900 °C. The mass loss under the nitrogen atmosphere
at 105 °C was considered moisture. Mass loss between 105 °C and 900 °C were considered volatile
matters. Mass remaining at the end of the combustion process was considered ash. Fixed carbon was
determined by subtracting moisture, volatile and ash percentages from 100%.

Oxidative reactivity was performed to determine fuel properties and was performed similarly
to the proximate analysis method described earlier using the same equipment. Similar heating rates,
gas flows, and temperature increments were used, but air was the only gas used during the entire
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run. Combustion thermograms and derivative of the mass relative to temperature (DTG) curves were
plotted as shown in the literature [49]; calculation of ignition (Equation (6)) and burnout (Equation (7))
indices are presented below [50]:

D, — |PTGmax| ©)
toti
o | DTGmax | (7)

B =
Atl/thtB

where, DTGmax is the maximum rate of combustion, in magnitude, found in the combustion DTG
curves; t, is the time where DTGnax occurs; t; and tg are the time at which the ignition temperatures
and burnout temperatures are obtained, respectively; and Aty /; is the time when the combustion DTG
value is one-half of the DTGmax. Lower values of D; and Dg indicate an ideal ignition and burnout (i.e.
overall combustion) behavior.

3. Results and Discussion

3.1. Product Distribution and Energy Densification

Table 2 shows the solid, liquid, and gas mass yields of with respect to different HTC temperatures.
The initial solid to liquid ratio for each experiment was maintained at 1:9. With the increase of HTC
temperature, liquid percentage increases and at the same time solid percentage decreases in the output.
The increase of liquids resulted from the decomposition reactions that occur during HTC; mainly in
the form of dehydration, polymerization, and aromatization reactions [21,51]. Although there was
no gas added initially in the reactor, a small amount of gas (less than 1 g total) had been generated
during HTC, especially at higher HTC temperatures. Decarboxylation of PMS polymers may resulted
in the gaseous product [21,52]. Since the reactivity of biomass increases with the HTC temperature,
lower solid mass yields were expected with the increase of HTC temperatures.

Table 2. Mass yields and energy densification of paper mill sludges (PMS) and their hydrochars

(* Not applicable).
Sample HTC Temperature  Solid Mass Yield  Liquid Mass Yield Gas Mass Yield HHYV g,¢ ED
P ©0) (%) (%) (%) M]J kg~ 1)

Raw NA? NA? NA? 155 + 0.0 NA?
pS 180 962 £ 2.0 38£20 0.0£0.0 151+04  1.0+00
220 85.4+2.0 11.8+22 28+02 153+04 1.0+00
260 303+1.1 58.1 2.4 116+ 1.4 228+01 15400

Raw NA? NA? NA? 13.0 +£0.0 NA?
DPS 180 91.7 £ 0.9 83£09 0.0£0.0 130+£02 10400
220 844 +09 133+ 14 23+05 129401  1.0+00
260 58.4 +2.0 339+13 72+13 114407 09401

Raw NA? NA? NA? 214+01 NA?
PSS, 180 812+0.3 183+ 1.0 0.0£0.0 217401  1.0+00
220 741+ 00 222404 3.6£05 217401 10400
260 54.1+20 38.8 3.6 71+16 274401 13400

Raw NA? NA? NA? 19.6 + 0.2 NA?
PSS, 180 90.9 £ 0.5 9.1£05 0.0£0.0 196+01  1.0+00
220 789 +12 184 +12 27£00 202401  1.0+00
260 411+17 499 +21 9.0+ 0.4 289401 15400

Raw NA? NA? NA? 19.7 0.2 NA?
180 932+21 68+21 0.0£0.0 185400  09+00
PFR 220 819 £12 156 £05 25+07 193402 10400
260 454412 429408 10.7 + 0.4 252403 13400

Raw NA? NA? NA? 171407 NA?
180 87.5+29 8.0+08 0.0£0.0 186+05 11400
PTS 220 69.8 2.8 252+ 14 50+ 14 21601 13400
260 438+11 52.0 + 4.6 41435 315437 18403

Clarion # Raw NA?2 NA?2 NA?2 305+0.3 NA 2

5a coal
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The variation of HTC product distribution resulting from different PMS feedstocks can be found
in Table 2. Solid mass yields of HTC treated PSS; and PSS, considerably decreased as reaction
temperature increased, reaching yields as low as 54.1% and 41.1%, respectively at 260 °C. Even though
both are mixtures of primary and secondary sludges, their solid mass yields were significantly different.
The reason could simply be the variation of ratios of primary to secondary sludges in the samples. This
result shows that sludge feedstocks can vary in a manner that impacts HTC performance, even amongst
the same category of sludges. The yields at 180 °C and 220 °C were quite high for both feedstocks,
which may indicate that both sludges were rich in cellulose and lignin. As the cellulose and lignin react
with water during HTC at approximately 220-230 °C and 255-265 °C, respectively, PMS remain mostly
unreacted at 180 °C and 220 °C [52-55]. So far, researchers have mainly conducted their research on
the mixed (primary and secondary) PMS and have found the solid mass yield in a range between 29 to
65% depending on the mixing ratio of primary to secondary sludges when the HTC was conducted at
260 °C [26,56].

Solid mass yield of HTC treated PS significantly decrease at the high reaction temperature,
reaching a yield as low as 30.3% at 260 °C. However, minimal changes were observed at 180 and
220 °C, which indicate that the PS is rich in cellulosic material that did not completely react until 260 °C.
Kim et al. found that the PS contains 58% cellulose [57]. The solid mass yield of PFR was similar to PS
at low temperatures (180 and 220 °C), while solid mass yield of PFR was higher than the solid mass
yield of PS at 260 °C. The reason for this higher solid mass yield for PFR could be the presence of
higher lignocellulosic material in PFR compared to PS, as PFR contains tree branches and barks. These
lignin-rich compounds breakdown slowly, and likely remain unreacted at these treatment conditions.

Since PTS is basically the PS prior to the dewatering step [14], the solid mass yield for PTS are
expected to be similar to PS. However, a significant difference was observed between their solid mass
yields, especially at 260 °C. The solid mass yield was 43.8% for PTS while it was 30.3% for PS. Although
the yields were different, they fall within the literature values of PS (29 to 65%). This difference
indicates that the PTS might have an even distribution of lignin and cellulosic compounds, as it seems
similar to degradation from 180 °C to 220 °C to 260 °C. With PS, more significant difference occurs
between 220 °C and 260 °C than between 180 °C and 220 °C. This indicates that the PS is composed
of more hardy lignin compounds that break down at higher temperatures. These differences in solid
mass yield with respect to temperature are consistent with previous literature, which has traditionally
explained this observation as being the result of difference in feedstocks. A mild change in solid mass
yield at 260 °C was observed for DPS, which was 58.4%. This higher solid mass yield, compared
to the other sludges, may be due to either the sludge containing more inorganic components which
remain unreacted during HTC, or the sludge containing more lignocellulosic fiber wastes which do
not degrade as readily under these conditions.

It was observed from the mass yields that minimal carbonization happened to the PMS at 180 °C
and 220 °C, even though cellulose degradation is expected to occur at 220 °C. Meanwhile, significant
changes only happened to all PMS at 260 °C. This indicates that the cellulosic mass may be stabilized
by the other lignin components in the PMS, requiring a higher temperature to initiate the HTC process.
Mass yields alone, however, do not give a full account of the benefits of the HTC process. As the
main focus of this study is the fuel properties of solid hydrochars, it is necessary to check additional
fuel characteristics (i.e., HHV or ED) of all hydrochars to evaluate the more impactful hydrochars for
further analysis.

How the energy is concentrated into the hydrochar with respect to its raw sample is known as
energy density (ED). The dry ash-free HHV (HHV 4,¢) and ED, relative to the raw samples, are shown
in Table 2. The HHV 4,¢ of raw sludges varies from 13.0 to 21.4 MJ kg !, where DPS has the minimum,
PSS; has the maximum, and the others fall in between. The HHV 4¢ of all sludges are lower than the
HHYV of bituminous coal (25.4-27.4 M] kg~ !) [58,59]. The HHV 4,¢ of hydrochars produced at 180 and
220 °C were similar to their individual raw samples. However, the HHV 4,¢ of hydrochars produced at
260 °C were significantly higher than the corresponding raw samples, with the exception of DPS. Some
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of them are even higher than the HHV y,¢ of coal (e.g., hydrochar of PSSy, PSS,, and PTS produced at
260 °C). The HHVs of hemicellulose and cellulose have a range between 16.8-18.6 MJ kg~! and break
down around 180 °C and 220-230 °C [53,54,60]. On the other hand, lignin not only has a higher HHV
(23.3-25.6 MJ /kg) but also has HTC initiation around 255-265 °C [52,55]. As a result, the component
that has higher HHV stays in the hydrochar product at a higher HTC temperature. The only exception
was observed in DPS, where the HHV decreases with the increase of HTC temperature. This decrease
in HHV, which is unique to the DPS char, is due to the loss of carbon and relative increase in oxygen
(both must be compared to the total mass loss of the sludge). The lack of carbonization could be due to
the higher amount of inorganics present in the DPS, which is shown in its high ash content.

Table 2 shows that ED remains 1.0 for all hydrochars produced at 180 and 220 °C, which indicates
that almost nothing favorable happened for PMS in terms of energy content at those HTC conditions.
However, the energy contents by the hydrochars produced at 260 °C were 1.3 to 1.8 times higher
than their raw samples except for DPS, which had ED lower than 1.0 at 260 °C. As such, the types
of feedstocks are more significant than HTC reaction temperature for densifying the energy in PMS.
As solid fuel properties of PMS are the main focus of this study and significant changes of ED
happened only at HTC 260 °C, from now on, the characteristics of hydrochars produced at 260 °C will
be discussed in the following sections.

3.2. Chemical Characteristics of PMIS Hydrochars Produced at 260 °C

From the previous sections, it was observed that the solid mass yield decreases and ED generally
increases with the HTC temperature. Therefore, it is important to evaluate how the organics and lignin
in the hydrochars produced at 260 °C vary from their raw sludges, including their significant impact
on ED. Table 3 presents the ultimate analysis including ash, lignin, and sugar (Cs and Cg) content of all
PMS and their corresponding hydrochars produced at 260 °C. Hydrochar of each sample has higher
carbon content compared to its raw sample, except DPS. The carbon content increases from 34.6% to
44.3%, 38.4% to 40.5%, 42.8% to 62.2%, 39.8% to 57.6%, and 23.9% to 40.2% for PS, PSS;, PSS,, PER,
and PTS, respectively. However, this content decreases for DPS from 27.1% to 22.2%. The oxygen
content, on the other hand, has a decreasing trend for all sludges from raw to its hydrochar. The oxygen
content decreases from 44.4% to 18.5%, 37.0% to 29.6%, 30.3% to 16.0%, 45.8% to 25.0%, 34.6% to 9.2%,
and 48.4% to 3.3% for PS, DPS, PSSy, PSSy, PER, and PTS, respectively. The loss of hydroxyl groups
due to the dehydration reaction during HTC results in lower the oxygen content [58]. The increase
in carbon and a decrease in oxygen content complement the HHYV increases after HTC treatment.
Although the oxygen content decreases for DPS, the carbon content also decreases with HTC, resulting
in the decrease of HHV. Hydrogen and nitrogen content change minimally and remain approximately
the same. Fuel qualities of the PMS hydrochars were further analyzed with van-Krevelen diagram
(Figure 1). In the van-Krevelen diagram, a sample closer to the origin indicates a higher quality fuel
(i.e., anthracite) and a sample far from the origin specifies a poor-quality fuel (i.e., lignite or biomass).
Fuel quality of all PMS except DPS being vastly upgraded with HTC at 260 °C and falls between
bituminous and sub-bituminous region shown in Figure 1.

Ash content in each hydrochar was higher from its raw sample shown in Table 3. Ash is
predominantly inert in the HTC process, so it is expected to become concentrated as the HTC process
progresses. Higher ash content in treated samples is a result of HTC breaking down organic biomass
constituents (release into liquid phase) and keep concentrating the inorganic content in the solid
phase [25,61]. Similar to the ash content, lignin content was also higher in hydrochar compared to its
raw sludge. This number increases from 5.2% to 36.9%, 10.0% to 19.7%, 20.2% to 46.8%, 17.6% to 87.8%,
22.6% to 57.9%, and 20.4% to 44.2% for PS, DPS, PSS, PSS;, PFR, and PTS, respectively. As lignin
breaks down between 255-265 °C [52,55], unreacted lignin is concentrated in the solid phase. Higher
lignin content in hydrochar can be supported by the increase in HHV for most sludges following
treatment as a result of reactive, less energy dense cellulose being removed from the char more at
higher temperatures.
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Total sugar content in raw samples and their hydrochar was almost the same, shown in Table 3.
The short-chain sugar molecules (C5 and Cg) are likely the product of hydrolyzed cellulose and
hemicellulose [62]. However, these sugar molecules are highly reactive at HTC conditions and they
tend to dehydrate into furan derivatives (e.g., furfural, hydroxymethyl furfural etc) or decarboxylated
to short-chain acids, CO, and water [62]. However, in PMS, the number did not increase, which could
indicate that dehydration and decarboxylation of sugars are more dominant than hydrolysis of PMS.

2.2
PS-Raw
2.0 l DPS-Raw
1.8 T ' |OPSS,-Raw
1.6 OPSS,-Raw
OPFR-Raw
L 14
= 1.
e OPTS-Raw
% 1.2 PS-H260
; 1.0 DPS-H260
5 0.8 @®PSS,-H260
@PSS,-H260
0.6 ®PFR-H260
/N
04 L ®PTS-H260
0.2 Adthracite @ Bituminous
@ Sub-bituminous

0.0
0.0 0.2 0.4 0.6 0.8 1.0 1.2 1.4 1.6 1.8
Atomic O/C ratio

Figure 1. van-Krevelen diagram for all raw and hydrochar samples including bituminous and
sub-bituminous coal.
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Table 3. Ultimate analysis, ash and lignin number for all raw and hydrochar samples (* indicates that it was calculated by difference;  Below detection limit;

and ¢ Not applicable).
HTC . A .
Sample Temperature Carobon Hydorogen Nltl;ogen Suolfur Ox;;gen Aosh L1§n1n Cs and Cg
©C) (%) (%) (%) (%) (%) (%) (%) Sugar (mg/g)
Raw 346 £ 04 47 +£0.1 03+00 BDbP 444+ 0.8 16.0 £ 0.0 52+04 27+03
PS 260 443 £33 3.8+03 02+00 2.0+£0.0 185+75 331+£17 369 +1.3 3.0+03
Raw 271+£02 34+01 0.7+0.0 BDP 37.0+0.9 319+ 04 10.0 £ 1.2 20+02
bPS 260 222+17 1.8+0.2 04+01 0.1+0.0 29.6 +34 46.0 +0.3 19.7 £ 0.8 19403
PSS, Raw 384 +0.8 53+0.1 23+02 09+0.1 303 £22 228+ 04 20.2+£0.1 40+1.1
260 405+£1.5 42+03 21+00 1.3 £0.0 16.0 =44 36.0£1.3 46.8 £ 0.8 1.4 £0.0
PSS, Raw 428 £0.0 6.1 +0.2 0.7+0.1 02+0.0 458 £ 0.7 45+01 17.6 £ 0.5 35+12
260 62.2 £+ 0.7 57+0.1 1.6 +0.1 03+0.0 25.0£1.5 52+01 87.8£59 35+25
Raw 39.8+£0.1 53+00 0.6 £0.1 03+0.0 34.6 £0.5 19.5£0.1 22.6 £0.3 3.8+22
PER 260 57.6 £2.6 55+1.2 0.6 £0.1 04+0.1 9.2+6.1 26.8 £ 0.3 579 +£1.2 28+03
Raw 239+27 39+04 0.6 0.0 6.2+ 0.6 484 +£5.2 171 £ 0.1 204 +£05 32+22
PTS 260 402+14 43+£01 04+0.1 1.3£02 33+£15 50.5£1.5 442 £ 0.6 24+12
Clarion # 5a coal Raw 63.8 £1.2 41+£01 1.5£0.0 4.6 £0.8 149 + 11.1 £ 0.6 NAc€ NA €
Bituminous coal [63] Raw 751 +28 53+04 1.5+0.1 1.1£08 69+ 26 100+ 14 NAc€ NA €
Sub-bituminous coal [64] Raw 55.8 £3.5 6.2£0.2 0.7£0.1 03=£0.1 327 £28 43+09 NAc€© NA ¢




Energies 2019, 12, 858 10 of 18

3.3. Fuel Characteristics of Hydrochars

Carbon contents in the PMS hydrochars were increased with HTC, while oxygen contents were
decreased, resulting in increases of HHV 4,¢. While this increase makes the hydrochars more similar
to bituminous coal, another factor to consider is that there is clearly a wide range of ash contents
observed in PMS samples, which will impact fuel quality. Additionally, combustion properties of
those hydrochars are required to further evaluate the fuel characteristics in order to determine the
feasibility of co-combustion with coal. Pyrolysis thermograms of various hydrochars, shown in
Figure 2, illustrates the thermal gravimetric (TG) curves and derivative thermal gravimetric (DTG)
curves for hydrochars produced at 260 °C from PS, DPS, PSS;, PSS;, PFR, and PTS with respect
to TG pyrolysis temperatures. The TG curves for PS-H260, PSS,-H260, PFR-H260, and PTS-H260
showed a rapid mass loss between 190 to 550 °C with a maximum mass loss rate of —4.14, —7.86, 6.05,
and —6.48% min !, respectively. This rapid mass loss could be attributed to the high volatile materials
present in these hydrochars [65]. The PSS;-H260 lost 61% of its initial mass during the complete
pyrolysis stage which was the maximum among others while the PS-H260, PFR-H260 and PTS-H260
have lost 51%, 55%, and 43%, respectively. Although PSS; and PSS, both are mixtures of primary and
secondary sludges, the TG curve of PSS5;-H260 exhibited a slow mass loss for the same temperature
range with a maximum mass loss rate of —3.21% min~! compared to PSS,-H260 and lost 46% of its
initial mass. This is another confirmation that the sources of these samples were different and/or
the ratios of primary to secondary sludges are not the same. The TG curve of DPS-H260 displayed
a maximum mass loss rate of —7.13% min~! at a much higher temperature range of 640-780 °C.
The presence of higher inorganic compounds or lignin could be the possible reason for this shift
towards higher temperature compared to other sludges [66]. The TG curve for PS, which is dewatered
PTS [14], also illustrated its maximum mass loss rate in this temperature range.

100
—\\E::~\\ ----- TG_PS-H260
%
\\\\ XS
%0 W TG_DPS-H260
W .
~ (AR
SEN AN TG_PSS,-H260
= AN TUSRRRRI
: \\ \\ SN
= 60 ~ s M TG_PSS2-H260
30 e R - TG _PFR-H260
T
————— TG_PTS-H260
30
50 250 450 650 850

Temperature (°C)
(a)

Figure 2. Cont.
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Figure 2. Pyrolysis thermograph plotted versus temperature (a) and derivative thermal gravimetric
(DTG) curves plotted versus temperature (b) for all 260 °C hydrothermal carbonization (HTC) treated
paper mill sludges (PMS).

The DTG curves for all the hydrochars, except for PSS;-H260 and PSS,-H260, showed two distinct
peaks at two different temperature ranges of 310-400°C and 640-780°C, respectively. The DTG curves
of PSS;-H260 and PSS,-H260 displayed only one major peak in between 310-400 °C. All DTG curves
have minor peaks after the major peak in the temperature range of 310-400°C. The origin of these
peaks can be explained from the constituents of PMS. Yanfen et al. [66] stated that paper pulp and
fiber are the main organic elements of PMS and because of the degradation of hemicellulose, cellulose,
and lignin present in the sludges are primarily responsible for these peaks. Previous studies have
also found that hemicellulose decomposes between 200-300 °C during pyrolysis, while cellulose
decomposes between 300-400 °C. The pyrolysis of lignin starts above 300 °C and continues for a wide
temperature range [58]. All the peaks illustrated in DTG curve of Figure 2b agree with these findings.
The peaks before 400 °C attributed to the complete decomposition of hemicellulose and cellulose and
partial decomposition of lignin as it degrades over a wide range of pyrolysis temperature. The peaks
after 400 °C correspond to the complete breaking of lignin [50]. However, the second peak for PS and
DPS emerged at 750 °C. The pyrolysis of chemicals (i.e., additives, coagulants, flocculants, CaCO3,
and other minerals ) present in the PS and DPS could be the possible reason for the emergence of the
second peak at a higher temperature compared to other sludges [66,67].

The proximate analysis of various raw and PMS hydrochars at 180, 220, and 260 °C are presented
in Figure 3. The figure indicates that the raw PMS samples were high in volatile matters and low in
fixed carbon. Among the raw PMS samples, PSS, contained the highest volatile matters and the lowest
ash while PSS; had the highest fixed carbon. Figure 3 also shows the change of ash, fixed carbon,
and volatile matters present in various sludges with respect to HTC temperatures compared to raw
samples. The figure also illustrates that HTC of PMS at 180 and 220 °C did not significantly affect the
volatile materials, fixed carbon, and ash content compared to raw PMS samples, which have already
been discussed in Section 3.1. However, the ash and fixed carbon were increased and volatile matters
of PMS decreased remarkably when HTC temperature increased from 220 °C to 260 °C. The presence
of high inorganic materials, which were trapped in the solid phase of the product instead of being
leached in to the liquid phase, could be a possible reason for the increase in ash. The decrease in
volatile materials could be attributed to the decomposition of cellulose and hemicellulose producing
gaseous species like CO, CO,, and short-chained hydrocarbons [66,68]. The decomposition of volatile
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materials also increased the fixed carbon in 260 °C hydrochars [69]. Among the PMS hydrochars, PSS,
contained the maximum volatile materials and fixed carbon as well as the lowest ash percentage.

PS PFR
60 100 60 PSS, 100 60 100
z 40 80 g 40 20 8 0 80
Q ) gl e *’4// gl @ 8
5 = 5 = 5 P =
£ 20 / 60>| | <20 60> 1220 | o~ 60 >
v 2] wv
<< < <

0 40 0 40 0 40

Raw H180 H220 H260 Raw H180 H220 H260 Raw H180 H220 H260
DPS PSS, PTS
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g 40 80 g 40 80 g 40 80
Q e R g | g
5 = 5 = 5 =
<20 60>| | <20 60> |20 | o 60 >
<< << <<

C—C— 5 0
0 40 0 40 0 40
Raw H180 H220 H260 Raw H180 H220 H260 Raw H180 H220 H260

Figure 3. Proximate analysis of various paper mill sludges hydrothermally carbonized at 180-260 °C.
The orange, gray, and blue lines represent volatile matter (VM), fixed carbon (FC) and ash

content, respectively.

Figure 4 shows the co-combustion thermograph of coal, hydrochar of one paper mill sludge PTS,
at 260 °C and their 50-50 mix. These parameters were selected because the PTS hydrochar saw the
greatest energy densification at 260°C. Additionally, 50% mass should allow for both components
to show combustion characteristics to determine if any positive or negative synergistic effects exist
during co-firing. The PTS hydrothermally treated at 260 °C was co-combusted with coal to examine
the combustion characteristics through TG curve and first negative derivative of DTG curve. The TG
curve of this PTS hydrochar showed a rapid mass loss of approximately 60% from 170-350 °C. This
rapid mass loss occurred due to the presence of high volatile materials (~45%) in PTS hydrochar [59].
However, the TG curve for coal displayed a comparatively slow mass loss from 170-608°C as it
contained lower volatile materials than PTS hydrochar treated at 260 °C. The combustion TG curve
for the mix followed a trend similar to the coal TG curve as it showed a slow mass loss in the same
temperature range as coal. The DTG curve for PTS hydrochar indicated a maximum mass loss rate of
—35.71% min~! at 317 °C whereas coal DTG curve showed the maximum mass loss rate at a higher
temperature of 537 °C. The mix DTG showed a combustion characteristic more like the coal where the
maximum mass loss occurred at 541 °C. It is observed from Figure 4 that the combustion of 50-50 mix
of PTS hydrochar and coal was more similar to the coal combustion than to PTS combustion.
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Figure 4. Combustion thermograph and DTG curves plotted versus temperature for 260 °C HTC

treated paper mill sludges, coal and 50% mixtures of coal and hydrochar (TG nomenclature refers to
mass loss on the left axis and DTG can be found on the right axis).

Additional efforts were made to analyze the combustion characteristics of Clarion # 5a coal

(volatile matter (VM) and fixed carbon (FC) are 34.3 & 0.0 and 54.0 & 0.5, respectively), all the HTC-260
hydrochars and their 50-50 (wt% dry basis) mix with coal. During co-combustion, DPS-H260 was
not considered as it has low ED compared to other PMS as discussed in earlier sections. All the
parameters of combustion characteristics are presented in Table 4. Ignition and burnout indices were
calculated using Equations (6) and (7). The ignition temperatures for all the hydrochars produced at
260 °C, except for DPS-H260, were low compared to coal as they contain high volatile material than
coal [70]. The presence of high inorganics in DPS could be a reason for high ignition temperature.
The other combustion parameters of the same hydrochar also deviated a lot compared to coal. However,
when other 260’s hydrochars were mixed with coal, these deviations became small. For example,
before mixing, the values of ignition temperature, ignition time, burnout temperature, burnout time,
DTGmax, DTGmax time, ignition and burnout indices for PTS-H260 were 294.2 °C, 20.3 min, 342.8 °C,
22.8 min, —52.1% min !, 20.8 min, 1.24 x 107!, and 5.40 x 103, respectively. When mixed with coal,
these values became 430.5 °C, 26.8 min, 692.0°C, 39.8 min, —11.1% min~?, 31.8 min, 1.31 x 1072,
and 3.12 x 1074, respectively, which were close to the values for coal. However, in the case of
PS-H260, the deviations were still large even though the DTGax value became closer than all the
other hydrochars. As such, it is evident from Table 4 that combusting hydrochar produced from PMS
at 260 °C (except PS) with coal made had a co-combusting characteristic that is similar to coal.
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Table 4. Combustion Characteristics of determined from Combustion TGA data. (Clarion #5a coal (bituminous) was used for co-combustion [59]).

Sample Tefl%;;trl:trlllre Ignitiop Time PT(.;mf)i Teig;lr(:tlltlre Burnot}t Time DTGma’x Time Ignition Burnout

©0) (min) (% min™") ©0) (min) (min) Index, D; Index, Dp
PS-H260 380.4 23.8 —19.4 752.5 423 25.8 3.17 x 1072 7.19 x 1074
DPS-H260 628.1 36.3 —6.6 788.7 443 41.8 439 x 1073 9.10 x 10~
PSS-H260 262.0 18.8 —8.6 606.4 35.8 20.8 221 x 1072 5.88 x 1074
PSS,-H260 273.0 19.3 —41.7 557.1 33.3 19.8 1.10 x 1071 3.26 x 1073
PFR-H260 294.1 20.3 —38.0 708.4 40.8 21.3 8.82 x 1072 2.10 x 1073
PTS-H260 294.2 20.3 —52.1 718.5 41.3 20.8 1.24 x 1071 298 x 1073
Coal 466.7 28.8 —14.2 627.8 36.8 32.3 1.53 x 1072 419 x 1074
50% Coal + 50% PS-H260 305.3 20.8 —14.5 739.4 423 21.8 3.22 x 1072 749 x 1074
50% Coal + 50% PSS1-H260 386.3 24.8 -7.0 648.0 37.8 31.8 8.97 x 1073 2.10 x 1074
50% Coal + 50% PSS,-H260 398.7 24.8 -9.9 660.3 37.8 31.3 1.28 x 1072 3.16 x 1074
50% Coal + 50% PFR-H260 410.3 25.3 75 701.8 39.8 31.8 9.38 x 1073 246 x 107*

50% Coal + 50% PTS-H260 430.5 26.8 —11.1 692.0 39.8 31.8 1.31 x 1072 312 x 1074
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4. Conclusions

Six different paper mill sludges have been hydrothermally carbonized at 180 °C, 220 °C,
and 260 °C. With the exception of DPS; HHV 4, and ED ratio were maximized at HTC temperature
of 260 °C for all the PMS. Although PMS sludges showed two-staged thermal degradation during
pyrolysis, the thermograms revealed that hydrochars produced from different PMS possess different
degradation severity. While, primary and secondary mix sludges show lower solid mass yields at
lower HTC temperatures, the deinked primary sludge shows a higher solid mass yield at similar HTC
conditions. Moreover, primary and secondary sludge samples showed anomalies in thermograms
between themselves. The combustion indices indicate that hydrochar produced from paper mill
sludges have lower ignition temperatures and higher burnout temperatures than raw bituminous coal.
However, co-firing with coal and hydrochar showed higher ignition temperatures and lower burnout
temperatures. Moreover, most of the hydrochars, specifically hydrochars from primary and secondary
sludge, have shown very similar combustion thermograms to coal. In addition, by considering the
ash content in the feedstocks and their hydrochars, PSS, could be a suitable co-fired option in existing
coal-fired power plants.
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