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Abstract: The ever-increasing volumes of food waste generated and the associated environmental
issues require the development of new processing methods for these difficult waste streams. One of
the technologies that can treat these waste streams directly is hydrothermal carbonization. In this
work, olive pomace and orange peels were treated via a mild hydrothermal carbonization process
(TORWASH®) in a continuous-flow pilot plant. For olive pomace, a solid yield of 46 wt% and a
dry matter content of 58% for the solid press cakes were obtained during continuous operation for
18 days. For orange peels, the values were lower with 31 wt% solid yield and a 42% dry matter content
during 28 days of continuous operation. These values corresponded fully with initial laboratory-scale
batch experiments, showing the successful transformation from batch to continuous processing.
The obtained hydrochar from both feedstocks showed an increase in higher heating value (HHV)
and a significant reduction in ash content. Pellets produced from the solids met the requirements
for industrial use, demonstrating a large increase in the deformation temperature and a significant
reduction in the potassium and chlorine content compared to the original feedstock. These results
indicate the excellent potential of these pellets for combustion applications.

Keywords: hydrothermal carbonization; solid biofuel; combustibility; agricultural residues; TORWASH

1. Introduction

The increasing world population and living standards result in an ever-increasing
volume of food waste. Estimates of global food waste from citrus production and olive oil
production are estimated at well over 50 Mt [1–3] and 15 Mt [4], respectively. The current
disposal methods include incineration, composting and landfilling of the solid waste as
well as direct reuse of contaminated process water on fields. These practices should be
limited, as they result in significant greenhouse gas emissions, land and groundwater
contamination and release of methane and acid gases [5]. Technical solutions for the
valorization of these wet carbon-rich waste streams towards higher-value products, e.g.,
energy carriers, and targeted recovery of bioactive compounds should be further developed
to establish sustainable and economically viable zero-waste biorefinery processes [6–8].

Hydrothermal carbonization (HTC) is a thermochemical process that is applied at
mild reaction temperatures, typically ranging from 180 to 250 ◦C, with water as the reac-
tion medium [9,10]. The major advantage of this process is the direct applicability of wet
(biomass) streams, which excludes the use of an energy-intensive drying step [11]. Dur-
ing the HTC process, multiple reactions take place simultaneously, including hydrolysis,
dehydration, decarboxylation, condensation and repolymerization [10,12–14]. The effect
of these reactions is a decrease in both the atomic H/C and atomic O/C ratio, moving
towards values that are typical for lignite [15,16]. The main products obtained during the
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process are a solid fraction (hydrochar) and a carbon-rich aqueous solution. The product
distribution and characteristics are determined by the process conditions used and the type
and composition of the feedstock. The most important process parameter is the reaction
temperature. Higher temperatures result in more degradation reactions, lowering the solid
yield [9,10,13]. The solid hydrochar product obtained at higher temperatures typically
has better fuel properties, but the liquid stream becomes less suitable for digestion due
to the formation of phytotoxic components [17–20]. Additionally, the dewaterability of
the obtained product slurry into the solid and liquid products increases with a higher
reaction temperature [21]. Another important parameter is the reaction time. A longer
exposure at reaction conditions results in a higher carbon content in the hydrochar [19]. The
solid yield decreases with extended reaction time, although an initial increase in yield can
be observed due to secondary char formation, i.e., the repolymerization of the dissolved
components in the aqueous phase to hydrochar [11,22,23]. The biomass to water ratio
influences the product yield, as a higher water concentration results in more extensive
hydrolysis reactions, resulting in a lower solid yield [10]. The type of applied feedstock
has a high influence on both the solid yield and final properties. Lignin-rich feedstocks
typically give high solid yields, whereas feedstocks that are rich in hemicellulose tend
to give low hydrochar yields [24,25]. Another benefit of water as the reaction medium
is the removal of many water-soluble alkali metals and salts from the solid phase. This
significantly enhances the combustion behavior of the hydrochar solid product, according
to reduced slagging and corrosion at an elevated temperature, due to the reduction in the
potassium and chlorine content [11,26,27]. In the past years many application studies have
been performed on hydrochar. The bulk of these papers focus on the use of hydrochar as an
energy carrier [16,20,28–31]. Other applications that are commonly reported for hydrochar
are the use as an adsorbent (e.g., CO2), for pollutant removal (like metals and dyes), as a
soil amendment and as a carbon sequestration medium [13,32–34]. Recently, some more
dedicated papers have focused on its use as a metallurgic reducing agent [35–37], as a
source for nutrient recovery [38,39] and in the recovery of valuable compounds like fatty
acids and phenols from the HTC products [40,41]. Additional research in these areas would
be valuable, especially at a pilot scale, as recovery of valuable compounds can further
improve the business case and feasibility of HTC processes in industry.

In recent years, there have been many reports on hydrothermal carbonization of
olive pomace and orange peels at a wide range of temperatures. At the mildest pro-
cessing temperatures (180–200 ◦C), solid yields of 55–75% have been reported for olive
pomace [9,26,35,42–46], whereas with orange peel, the solid yield ranges from 34 to 45% at
these temperatures [1–3,34]. These relatively low values clearly show that valorization of
the liquid stream, e.g., as biogas, is essential for the economic feasibility of the process [8,47],
complemented with the recovery of valuable bioactive compounds [6]. Additionally, these
results clearly show the differences between feedstocks and highlight the requirement for a
robust (reactor) process for treating a wide range of feedstocks.

One of the factors that is currently limiting the implementation of the HTC technology
is the lack of knowledge on continuous pilot-scale operation. We have previously reported
the successful hydrothermal treatment of biosludge from a paper mill in a continuous
flow-through (TORWASH®) reactor [48] and a process model which showed a much
more efficient feedstock utilization for the production of energy [49]. An overall block
diagram of the continuous treatment of wet organic residue streams to solid hydrochar
is shown in Figure 1. Based on this earlier work, the main objective of this study is
to evaluate continuous, pilot-scale HTC testing with biogenic residue streams with a
significantly higher dry matter content (e.g., 20 wt%), namely, olive pomace and orange
peels. This ultimately contributes to the overall sustainability of these agrofood industries
by demonstrating the feasibility of HTC for residue valorization. Initial work is performed
at laboratory-scale to determine the optimal process conditions in terms of solid yield and
dewaterability, and these results are used as a starting point to establish a continuous,
pilot-scale hydrothermal carbonization process.
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Figure 1. Block diagram of the process steps from the initial wet organic residue stream to solid fuel
(hydrochar).

2. Materials and Methods
2.1. Raw Feedstock

Olive pomace was provided by APPO (Bari, Italy). Olive pomace is the olive pulp
that remains after the mechanical extraction of oil from olives and an olive stone removal
step and therefore contains some oil (approximately 3%) as well as some residual olive
stones (smaller than 3 mm size). The feedstock was used as received. Orange peels were
provided by Delafruit (La selva del Camp, Spain). This feedstock was diluted with water
(2:1 water/feed ratio) and milled with an immersion blender to obtain a smooth paste
suitable for processing. For the continuous-flow process, the orange peels were ground
and filtered through a 5 mm sieve.

2.2. TORWASH Process

A mild hydrothermal carbonization treatment was applied to olive pomace and orange
peels. This was performed via a patented process (TORWASH®) that applies HTC to wet
biogenic residues via a unique reactor technology. During the process, an effluent is
obtained that can be much more easily dewatered than the initial feedstock. Dewatering
yields a solid product (hydrochar) and a liquid fraction in which part of the salts and
organic material is dissolved. The liquid stream is biodegradable and can be applied for
biogas production.

2.3. Lab-Scale Batch Experiments

The first experiments were carried out in small microclaves (125 mL) to determine the
best temperature for an optimal balance between solid yield and dewaterability. A small
temperature range (170–200 ◦C) was screened for both feedstocks. For olive pomace, every
experiment was performed with 75 g of sample, while for orange peel, a 2:1 weight ratio
water/orange peel was used to obtain a mixture that could be stirred, with a total volume
of 75 g. The reactor was heated to the target temperature in a heating block and held for
30 min at this temperature while maintaining a constant stirring speed of 500 rpm.

Larger-scale laboratory experiments were performed at the optimal reaction tempera-
ture as determined by the small-scale reactions. A stainless-steel vessel (20 L, indirectly
heated) was used for these experiments. For olive pomace, 15 kg was added to the reactor,
while for orange peel, 5 kg of the feedstock and 10 kg of demineralized water were used
for the experiment. The reactor was held for 30 min at the set reaction temperature after a
relatively slow heating period of 3 h.

2.4. Pilot-Scale Continuous-Flow Experiments

Based on the results of the laboratory-scale experiments, continuous testing was
conducted in a pilot-scale reactor, initially targeting the optimized temperature identified at
laboratory-scale. The pilot-scale equipment has a maximum capacity of 50 kg/h throughput.
A detailed description of the pilot reactor has been previously reported [48].

The pilot plant applies three different temperatures during the process. In the first
part, the feedstock is heated to roughly 150 ◦C; in this stage, the reactivity is limited to some
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initial hydrolysis reactions. During the second part, the feedstock is heated to the optimal
reaction temperature (190 ◦C for olive pomace, 195 ◦C for orange peel, ~1 h residence time).
In the final part, the reaction mixture is cooled, followed by a depressurization step and
collection of the product slurry in tanks. On average, 25 kg/h of diluted feedstock was
processed, with an approximate total residence time of 2 h.

2.5. Dewatering Experiments

At laboratory-scale, the product produced after mild HTC was filtered (2.7 µm What-
man GF/D glass microfiber filter) to separate the solids. These solids were then dewatered
mechanically via pressing in a 58 mm diameter carver die fitted with 20 µm pore size nylon
filters. The press was operated for a period of 1 min at 65 bar pressure to create a solid
cake. At pilot-scale, the effluent from the HTC reactor was dewatered using a pilot-scale
membrane filter press (Limburg Filter, Maastricht, The Netherlands). The effluent was
pumped into the filter press chambers, and the pressure was increased to mechanically
separate the solid and liquid fractions. This was followed by a squeezing phase to further
dewater the solids into solid press cakes.

2.6. Pellet Production and Mechanical Durability Determination

Pelleting of orange peel hydrochar was performed at CPM. The material was grounded
with a hammer mill and fed to the ring die pelletizer. For olive pomace hydrochar, a
different pelletizer was required (flat die pelletizer, top loaded) to obtain durable pellets.
Mechanical durability of the pellets was determined with a tumbler, in which 500 g of
pellets was tumbled for 10 min. The total weight of the remaining pellets was measured to
determine the mechanical durability.

2.7. Analyses

The feed slurries, HTC effluent and dewatering products (solid press cakes and
liquid filtrate) were analyzed for dry matter content via drying overnight at 105 ◦C and
atmospheric pressure. This analysis was very important as it was used as the main indicator
of dewaterability of the material after HTC.

Dried samples of each of these streams were also analyzed for elemental content
(Element Analyser Flash 2000 from Thermo Scientific, Waltham, MA, USA). Specifically, C,
H and N content was evaluated according to EN 15104 [50]. Ash content was measured
according to EN 14775 [51] with a Nabertherm LV5/11/B180 oven (Nabertherm GmbH,
Lilienthal, Germany). The higher heating value (HHV) of the materials was measured via
EN 14918 [52], and volatile matter was analyzed according to method EN 15148 [53]. Induc-
tively coupled plasma (ICP) was used to measure concentrations of inorganics (ICAP6300
ICP-OES, Thermo Scientific, Waltham, MA, USA) following the NEN 6963 [54] and NEN
6966 [55] standards. The elements F, Br and Cl were assessed according to NEN-EN-
ISO-10304-1 [56], and the mercury concentration was assessed via cold vapor atomic
fluorescence spectroscopy.

For liquid samples, dissolved chemical oxygen demand (COD), phosphorus and
nitrogen were measured via the Hach Lange cuvette testing method.

The ash melting behavior was determined according to EN ISO 21404:2020-06 [57] in
an oxidizing atmosphere.

XRF analysis of the ashes was carried out at the Institute for Chemical Technologies and
Analytics at the TU Wien. The ash was produced according to EN ISO 18122:2015-11 [58].
The measurement was performed with a Panalytical Axios Advanced system.

3. Results and Discussion
3.1. Feedstock Analysis

Analysis of olive pomace and orange peels showed that the two feedstocks are rel-
atively similar in composition as can be seen in Table 1. Both feedstocks are acidic, the
dry matter content of the two streams is very similar (~20 wt%) and both the ash content
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and volatile matter are very similar. The main differences between the feedstocks are the
significantly higher carbon content of olive pomace and the associated higher heating value
(also partially caused by residual oil). The conductivity of olive pomace is also significantly
higher, as indicated by the higher sulfur and chloride content. The most striking character-
istic of orange peel is the very high oxygen content. The reported values and differences
between the feedstocks corresponded fully with literature values [46,59].

Table 1. Characteristics of olive pomace and orange peels as received. db = dry basis; analysis of
solids that were dried at 105 ◦C.

Parameter Olive Pomace Orange Peels

pH 4.70 3.78
Conductivity (mS/cm) 5.93 1.45
Dry matter content (%) 19.6 20.0
Moisture content (%) 80.4 80.0

Ash content, 815 ◦C (% db) 2.8 2.6
Volatile matter (% db) 82.7 78.9

HHV (MJ/kg) 25.8 16.4
C (% db) 56.9 41.3
H (% db) 7.6 6.2
N (% db) 2.1 0.9
O (% db) 30.8 46.9

S (mg/kg) 1600 730
F (mg/kg) <10 <10
Cl (mg/kg) 1800 820
Br (mg/kg) <10 <10

3.2. Batch Experiments

Initial small-scale screening experiments were performed on batch scale to gain more
insight into the hydrothermal carbonization process of the two feedstocks. A small-scale
temperature study using microclaves (75 g feed) and olive pomace showed similar values
for temperatures ranging from 170 to 190 ◦C for both solid yield (46–49 wt%) and dry
matter content of the obtained press cakes (61–63%) (Table 2). Increasing the temperature
to 200 ◦C showed a relatively sharp decrease in solid yield. An indication for an effective
carbonization process is a decrease in pH as a result of the formation of organic acids, which
is supported by the obtained results. Furthermore, an increase in the conductivity of the
product slurry is an indication of more dissolved salts, which is corroborated by a lower
ash content in the solids obtained after dewatering. As the pH of the obtained product
slurry at 190 ◦C (4.40) was a bit lower compared to lower temperatures (4.48–4.49) and
the conductivity a bit higher, 190 ◦C was selected as the target temperature for subsequent
experiments. Typically, the desired process temperature is selected based on a compromise
between the highest solid yield and highest dry matter content. An experiment in an
autoclave (15 kg feed) performed at 190 ◦C showed similar results with a solid yield well
in line with the microclave experiment (47 wt%), a somewhat higher dry matter content for
the obtained press cake (68%) and a slightly lower pH of 4.35 compared to the small-scale
experiment at 190 ◦C. The small differences are likely an effect of the slower heating and
cooling profile of the autoclave, effectively resulting in a slightly longer effective reaction
time. These results clearly show that large increases in the reactor size and the amount
of feed do not have an effect on the hydrothermal carbonization process. The obtained
values are slightly lower than previously reported solid yields for the HTC of olive pomace
(55–75%) [9,26,35,42–46], which could be a result of the high moisture content of the applied
reaction mixture.
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Table 2. Solid yield and dry matter content of the obtained press cakes after hydrothermal carboniza-
tion of olive pomace.

Temperature
(◦C)

Solid Yield
(wt%)

Dry Matter
Content (%) pH Conductivity

(mS/cm)

Olive pomace 4.70 5.93
Microclave

170 48 63 4.48 8.41
180 49 61 4.49 8.89
190 46 63 4.40 8.94
200 38 66 4.39 9.2

Autoclave
190 47 68 4.35 8.01

The small-scale screening study with orange peels showed that the orange peels
(milled into small pieces) could not be used as received, as this feedstock could not be
stirred. Therefore, a 2:1 water/orange peel mixture was applied for these experiments
to ensure proper mixing during the hydrothermal carbonization process, as this dilution
allowed for good stirring (a 1:1 ratio was still difficult to stir). The small-scale experiments
in the microclave at 170 ◦C and 180 ◦C showed similar results in terms of solid yield
(33–35 wt%) and dry matter content (57–60%) as can be seen in Table 3. As the solid
yield was already low at these temperatures, no experiments were performed at higher
temperatures. The pH of the slurry after the carbonization process was slightly lower than
that of the feedstock, but due to the acidic nature of the feed, this effect was rather limited.
Performing the experiments at larger scale showed excellent reproducibility in terms of dry
matter content of the press cake and a small improvement in the obtained solid yield. Based
on these results, a process temperature of 170 ◦C was deemed as optimal. The obtained
solid yields are in excellent agreement with reported literature values [1–3,34].

Table 3. Obtained solid yield and dry matter content of the obtained press cakes after hydrothermal
carbonization of orange peel.

Temperature
(◦C)

Solid Yield
(wt%)

Dry Matter
Content (%) pH Conductivity

(mS/cm)

Orange peel 3.78 1.45
Diluted 3.96 1.30

Microclave
170 35 57 3.92 n.d.
180 33 60 3.90 n.d.

Autoclave
170 45 56 3.89 2.93
180 37 59 3.77 2.83

3.3. Pilot-Scale Continuous-Flow Experiments
3.3.1. Optimization

As preparation for the hydrothermal carbonization experiments in a continuous-flow
reactor for a prolonged time, the effect of feed concentration was tested. Previous experience
with sludges has shown that feed concentrations up to 5 wt% can be processed without
issues in a continuous-flow reactor [48]. The main effects analyzed in these tests were
the pumpability of the feedstock and the effect of the feed concentration on the flow and
temperature profile in the reactor. Direct addition of the olive pomace resulted in blocking
of the pump. By reducing the feed concentration to 8 wt%, this issue was resolved for both
olive pomace and orange peels. During prolonged operation with these feedstocks (6–8 h),
an inconsistent flow and temperature profile were observed, with decreasing performance
over time. Upon inspection of the flow reactor, it was noticed that for both feedstocks, some
settling had occurred in the reactor. This was likely a combined effect of both feedstock
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concentration and low internal velocity of the reactor. With some reactor modifications
to increase the internal velocity and by decreasing the feed to 4 wt%, consistent process
performance was achieved.

With stable performance, the effect of the reactor temperature could be studied. For
olive pomace, the established optimal temperature was 190 ◦C. At the initial starting
settings, an average temperature of 185 ◦C was achieved. Analysis of the obtained press
cakes showed a solid yield of 49 wt% and a dry matter content of 60% (Table 4), which
corresponded fully with the batch reactor results at 180 ◦C (Table 2). Increasing the reactor
temperature by 10 ◦C resulted in the expected small drop in solid yield to 44 wt% and
increase in dry matter content of the obtained press cakes to 64% (average of three cakes,
ranging from 63 to 65% dry matter content). Based on these results, it was concluded that
during long-duration operation, the process temperature should remain below 190 ◦C in
order to have the highest solid yield in combination with a high dry matter content.

Table 4. Obtained solid yield and dry matter content of the obtained press cakes of olive pomace
and orange peel after hydrothermal carbonization in the continuous-flow reactor. a feedstock as used
(diluted), b accumulation of solid material observed in the reactor.

Temperature
(◦C) Solid Yield (wt%) Dry Matter Content (%) pH

Olive pomace
185 49 60 n.d.
195 44 64 n.d.

Orange peel 3.96 a

180 Not pressable
185 32 b 50 3.90
190 36 b 56 3.91
200 41 b 57 3.82

With orange peel, the obtained results were less in line with the corresponding batch
experiments. The product slurry obtained at 180 ◦C was not pressable into a solid cake. At
higher temperatures, the product slurry became pressable, with the slurries obtained at
190 ◦C and 200 ◦C being significantly easier and more consistent to dewater compared to
the slurry obtained at 185 ◦C (Table 4). This can also be seen in the dry matter content
of the obtained press cakes at 190 and 200 ◦C, with a 56–57% average dry matter content
and values ranging from 52 to 60% compared to a 50% average dry matter content at
185 ◦C and values ranging from 41 to 55%. The pH also decreased with increasing tem-
perature, indicating a better carbonization process. The results for the solid yield showed
an unexpected increase in solid yield with increasing temperature. Closer analysis of the
product slurry showed an increase in dry matter content over time of the continuous test-
ing, which is caused by accumulation of solids in the reactor. As the higher temperatures
were tested at the later stage of the test, the results at the lower temperatures are likely
an underestimation, and longer process time is required to obtain a more reliable number.
However, the obtained values for the solid yield are in the same range compared to the
batch experiments at a somewhat lower temperature. This shows that for this feedstock,
higher reactor temperatures are required for continuous-flow operation.

3.3.2. Long-Duration Operation

The performance of the pilot-scale reactor for an extended time period was performed
onsite at the feedstock suppliers to ensure a constant and fresh supply of the feedstock. For
olive pomace, the reactor was continuously operated for 18 days, with regular cleaning
sessions every 3–4 days due to accumulation of olive stones in the reactor which decreased
the reactor performance. The target temperature was set at 185 ◦C and ranged between
175 and 191 ◦C during the long-duration operation, with the lower values prior to reactor



Sustainability 2024, 16, 850 8 of 15

cleaning. Initial operation was performed with a 4 wt% feed concentration, which was
successfully increased stepwise up to 5.8 wt% at the later stages of operation.

During the long-duration operation, approximately 8500 kg of diluted olive pomace
was treated, which yielded 334 kg of wet press cake after dewatering with a membrane
filter press (Figure 2). The obtained press cakes had an average dry matter content of 58%
with very consistent values of 55–60% for over 50 press cakes produced. Some olive stones
could be detected in the press cake, showing that the olive stones are not converted at the
applied process conditions. The values for the dry matter content were very comparable to
the press results during batch operation, despite using a different kind of filter equipment
for the pilot plant, which applies a significantly lower pressure (16 bar compared to 65 bar),
showing that the hydrochar can be dewatered easily. The total amount of obtained dry
press cake corresponded to a total solid yield of 46 wt%, which corresponded fully with the
results for the reactor optimization test and corresponding batch experiments.
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olive pomace.

Analysis of the product streams during continuous operation showed the same values
for the solid yield (difference between product slurry and filtrate, Table 5). This analysis
also showed a loss of solids during the reaction of the feedstock to the product slurry, which
is a combined effect of gas formation and accumulation of solids in the reactor. Further
analysis of the product streams showed a decrease in the pH and an increase in conductivity,
which is in agreement with batch experiments. After hydrothermal carbonization, the COD
and phosphate content did show an increase, and a significant increase in total nitrogen
content was observed. This makes the filtrate not only an interesting stream for digestion
but also a potential nutrient source.

Table 5. Characteristics of the olive pomace feed, product slurry and filtrate obtained at 190 ◦C
process temperature. Reported values for COD, total nitrogen and (PO4)3− correspond to the
dissolved fraction.

Source Dry Matter
Content (wt%) pH Conductivity

(mS/cm) COD (g/L O2) Total Nitrogen
(mg/L) (PO4)3− (mg/L)

Feedstock 4.63 5.17 4.29 24.6 26 199.5
Product slurry 3.99 4.70 5.18 32.0 309 248.8

Filtrate 1.87 4.66 5.12 29.3 301 231.8

The long-duration testing of orange peels was performed for 28 days, during which
over 10,000 kg of feedstock was treated. The initial target temperature was set at 195 ◦C,
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which was later slightly increased to be in the range of 195–200 ◦C. After the feed size
was reduced to 3 mm, the temperature could be maintained consistently between 190 and
200 ◦C. The 10,000 kg of treated orange peel yielded 281 kg of wet press cake after dewa-
tering with a membrane filter press. The obtained press cakes had an average dry matter
content of 42% but with a relatively wide deviation ranging between 33 and 47% for over
60 press cakes. This corresponds to a solid yield of 31 wt%, which is slightly lower compared
to the values obtained for batch operation.

A sharp temperature effect on the dewaterability was observed during the long-
duration test. Daily sample analysis showed that the product slurry was significantly
harder to dewater if the operation temperature was below 195 ◦C. The lower temperatures
were mainly during the first week of operation as a result of the larger particle size of
the feed. Therefore, the average dry matter content of the first batch of press cakes was
lower with an average dry matter content of 39% compared to the subsequent three batches
with an average dry matter content of 43%. Another observation of the daily analysis was
the improved process performance after 2 days of operation, yielding press cakes with
a clearly higher dry matter content (~3% improvement) at the same process conditions.
This is likely a result of the autocatalytic effect of the carbonization process, which takes
relatively long to establish due to the constant addition of fresh feedstock and the removal of
product slurry.

The results show a much lower dry matter content for the long-duration experi-
ment (15% decrease) compared to the optimization experiments, but this is due to the
use of a different dewatering technique at pilot-scale operation (membrane filter press,
16 bar squeezing pressure) compared to the optimization experiments (hydraulic lab press,
65 bar operating pressure). Comparing this with olive pomace shows a clear difference, as
for olive pomace, this difference was only 2%. This indicates that orange peel is inherently
more difficult to dewater, which is likely the reason for the higher temperature sensitivity
of orange peel.

Analysis of the product streams (Table 6) showed a clear decrease in dry matter content
after each process step. A significant decrease in dry matter content occurred during the
carbonization process, which could be an effect of the high oxygen content of the feed
resulting in gas formation. This could be seen in the higher gas production with orange peel
(40–50 L/h) compared to olive pomace (15–20 L/h). Furthermore, it shows that over half of
the dry matter content present in the product slurry ends up in the filtrate, explaining the
low solid yield for orange peel as feedstock. The pH showed an unexpected increase in
pH during the carbonization process. It should be noted that the pH of the fresh orange
peel feedstock (3.63) was lower than the pH of the feed used during the optimization study
(3.96), indicating that some acidic compounds present appear to be prone to degradation.
The higher pH of the product slurry confirms that the carbonization reaction is not as
effective for orange peel in a flow-through reactor compared to a batch reactor at the
current conditions and that some process modifications are required. The conductivity
shows an expected increase, showing the dissolution of salts in the product slurry.

Table 6. Characteristics of the orange peel feed, product slurry and filtrate obtained at 195 ◦C
process temperature. Reported values for COD, total nitrogen and (PO4)3− correspond to the
dissolved fraction.

Source Dry Matter
Content (wt%) pH Conductivity

(mS/cm) COD (g/L O2) Total Nitrogen
(mg/L) (PO4)3− (mg/L)

Feedstock 3.25 3.63 1.69 51.3 376 118.6
Product slurry 2.39 4.16 2.59 48.3 445 83.5

Filtrate 1.31 4.19 2.63 44.9 406 90.7
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3.4. Hydrochar Quality and Combustion Potential

The obtained hydrochars from both olive pomace and orange peel were analyzed,
and some notable changes were observed compared to the original feedstock (Table 7).
Firstly, a clear increase in HHV was observed for both feedstocks, with the hydrochar
from olive pomace showing particularly high values. The increase in fixed carbon and
decrease in oxygen content corresponded with this increased value. For both hydrochars,
a large reduction in ash content, up to 84% for olive pomace, was achieved by
hydrothermal carbonization.

Table 7. Characteristics of olive pomace and orange peel feedstock and the obtained hydrochar from
both feedstocks. db = dry basis; analysis of solids that were dried at 105 ◦C.

Olive Pomace Orange Peel
Feedstock Hydrochar Feedstock Hydrochar

Ash content, 815 ◦C (% db) 7.9 1.3 5.0 2.2
Volatile matter (% db) 75.2 83.6 75.6 74.7

HHV (MJ/kg) 23.0 29.2 18.4 22.1
Element
C (% db) 53.3 63.8 47.0 56.3
N (% db) 1.3 1.5 2.1 2.0
H (% db) 6.8 8.3 6.1 6.3
O (% db) 33.4 24.3 42.5 32.1

Pelleting of the obtained hydrochars showed some clear differences between the
obtained pellets. Pellets obtained from orange peel hydrochar were very robust, whereas
pellets from olive pomace hydrochar, although they showed initially high durability, were
more powdery upon storage and shipping (Figure 3). The latter is likely caused by the
presence of some residual oil in the hydrochar, resulting in a lower integrity of the pellets.
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A more detailed analysis of the pellets showed that apart from the high values for the
heating value, the pellets derived from both treated olive pomace and orange peel also
showed a high bulk density (approximately 600 kg/m3) and high mechanical durability
(>95%) (Table 8). A comparison with pellet standards showed that the produced pellets are
close to meeting the wood pellet standards (ENplus B [60]) and easily meet the biomass
pellet standards (coal Illinois No. 6 [61]). With a proper selection of hydrochars obtained
from different feedstocks, and potentially some blending with wood, the production of
pellets that meet the wood pellet standard should be feasible.
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Table 8. Characteristics of the obtained pellets from treated olive pomace and orange peel and
comparison with wood pellet (ENplus B) and industrial pellet (coal Illinois No. 6) standards.

Parameters Olive Pomace Pellets Orange Peel Pellets Wood Pellet Standard Biomass Pellet
Standard

Moisture
(wt% wb) 6 6 ≤10 ≤10

N (wt% db) 1.5 2 ≤1 ≤2.5
S (wt% db) 0.12 0.13 ≤0.05 ≤0.3

Ash (wt% db) 1.3 2.2 ≤2 N/A
HHV (MJ/kg) 26.3 22.1 >16.6 >10

Bulk density (kg/m3) 611 604 600–700 ≥550
Mechanical

durability (%) 97 95.3 >97.5 >95

In order to gain additional insight into the potential of the hydrochar for combustion
and pyrolysis, both the ash melting behavior and ash composition were determined. For
both olive pomace and orange peel, a significant increase in deformation temperature could
be observed for the hydrochar compared to the initial feedstock (Table 9). The deforma-
tion temperature of 1380 ◦C of orange peel hydrochar indicates excellent applicability in
high-temperature furnaces, as it is significantly higher than the 1200 ◦C requirement [60].
Analysis of the ash composition shows a very significant reduction in most elements. Most
noticeable, the potassium and chlorine contents show a 200-fold reduction for olive po-
mace and a 30-fold reduction for orange peels (Table 9) when the total solid yield for both
feedstocks is also taken into consideration. This is highly favorable for the combustion per-
formance, clearly indicating the value of the TORWASH process as a pretreatment step for
the production of an intermediate energy carrier from biogenic residues. The results show
that most elements dissociate efficiently to the liquid phase, with the clear exception of
calcium. The total mass of the ash consists primarily of CaO, with a 52% abundance in olive
pomace hydrochar and a 69% abundance in orange peel hydrochar. These CaO-enriched
ashes could be potentially valuable for other applications.

Table 9. Ash melting behavior and elemental composition of the feedstock and obtained hydrochar
for both olive pomace and hydrochar. Elemental composition is shown as a percentage of the ash
content and as a percentage of the total solids.

Olive Pomace Orange Peel
Feedstock Hydrochar Feedstock Hydrochar

Ash deformation
temperature (◦C) 720 1190 770 1380

Total ash
content (%) 7.9 1.3 5.0 2.2

Elemental
composition (%) Ash Total solids Ash Total solids Ash Total solids Ash Total solids

K 42.4 3.35 8.7 0.11 30.0 1.50 6.4 0.14
Cl 10.1 0.80 0.3 0.01 1.6 0.08 0.6 0.01
Ca 4.4 0.35 37.5 0.48 21.3 1.07 49.3 1.08
P 5.2 0.41 3.0 0.04 5.6 0.28 1.3 0.03
S 1.9 0.15 2.3 0.03 3.6 0.18 3.3 0.07
Si 2.7 0.21 5.5 0.07 0.7 0.04 2.2 0.05

Mg 2.1 0.17 0.9 0.01 4.4 0.22 0.8 0.02
Na 2.5 0.20 1.3 0.02 0.8 0.04 0.6 0.01
Al 1.1 0.09 2.7 0.04 0.1 0.01 0.8 0.02
Fe 0.6 0.05 2.0 0.03 0.2 0.01 1.9 0.04
Cu 0.2 0.02 0.1 0.01 0.1 0.01 0.2 0.01
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Table 9. Cont.

Zn 0.1 0.01 0.3 0.01 n.d n.d 0.1 0.01
Ti 0.1 0.01 0.1 0.01 n.d. n.d 0.1 0.01
O 26.7 2.11 35.0 0.46 31.5 1.58 32.5 0.72

4. Conclusions

This paper demonstrates the successful scale-up of hydrothermal carbonization of agri-
cultural residues from a batch laboratory-scale process to a continuous-flow pilot process.
This ultimately contributes to the sustainability of agrofood industries by demonstrating a
feasible option for valorizing wet residue streams. For both olive pomace and orange peel,
initial laboratory-scale experiments were performed to determine the optimal conditions.
For olive pomace, 190 ◦C was found to be the optimal temperature, with a 47 wt% solid
yield and a dry matter solid content of 68%. For orange peel, the optimal temperature
was 170 ◦C, resulting in a 45 wt% yield with a 56% dry matter content. Based on these
results and after some initial pilot-scale optimization, a successful long-duration test was
performed for both olive pomace and orange peels for 18 days and 28 days, respectively.
For olive pomace, a solid yield of 46 wt% was obtained with an average dry matter content
of 58% for the obtained press cake. For orange peel, a solid yield of 31 wt% was obtained
with an average dry matter content of 42%. The obtained values correspond with the
batch experiments performed at laboratory-scale and with the reported literature values
for both olive pomace and orange peel, although on the lower side of the reported range
due to the required dilution for good pumpability, resulting in more hydrolysis reactions.
The obtained hydrochar showed a clear increase in higher heating value due to an in-
creased fixed carbon percentage and a significant decrease in the ash content. This work
shows not only the important transition towards a continuous process but also that further
improvements like feedstock preparation and a more concentrated feed are required to
make the process suitable for direct use of biogenic residues. Follow-up studies on the
combustion performance of hydrochar (pellets) compared to the initial feedstock would
verify the expected increased performance based on the results for ash melting temperature
and elemental composition. Additionally, the filtrate is rich in dissolved organics. The
recovery of valuable products present in the stream and evaluation of the potential of
aerobic digestion for biogas production should be investigated to allow for valorization of
all obtained product streams.
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