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Abstract: The article describes the technology of molybdic acid recovery from spent petrochemical
catalysts (HDS) developed and implemented in industrial activity. HDS catalysts contain molybde-
num in the form of MoOj3 and are used for the hydrodesulfurization of petroleum products. After
deactivation, due to the impurities content in the form of sulfur, carbon and heavy metals, they
constitute hazardous waste and, at the same time, a valuable source of the Mo element, recognized
as a critical raw material. The presented technology allows the recovery of molybdic acid with
a yield of min. 81%, and the product contains min. 95% HyMoOQOy. The technology consisted of
oxidizing roasting of the spent catalyst, then leaching molybdenum trioxide with aqueous NaOH
to produce water-soluble sodium molybdate (NaMoOQy), and finally precipitation of molybdenum
using aqueous HCI, as molybdic acid (HyMoOy). Industrial-scale testing proved that the technology
could recover Mo from the catalyst and convert it into marketable molybdic acid. This proves that
the technology can be effectively used to preserve molybdenum.

Keywords: metal recovery; molybdenum; spent catalyst; hydrodesulfurization

1. Introduction

Molybdenum (Mo), Sb, Bi, B, Cu, Au, Re, and Zn belong to the geologically rarest
elements group [1]. This high-melting metal is commonly applied to obtain ferrous or non-
ferrous alloys used to produce parts for airplanes and industrial engines and components
of nuclear reactors [2-4]. As a compound, molybdenum’s primary applications involve its
use as an active component of hydrodesulfurization catalysts for treating crude oils [5-7].
Due to these applications, molybdenum has been classified as a critical raw element
essential for global conversion to fossil fuel-free energy production [2,8]. It should be
mentioned that international Mo production rates has increased more than 20-fold during
the last 50 years: from 14,500 tons in 1950 to 300,000 tons in 2021 [2,9]. At the current
mining rate of molybdenum minerals, the documented geological deposits of molybdenum
will be exhausted during the next 50-100 years [1]. To conserve molybdenum for future
generations, it is postulated that the molybdenum recycling rate should be increased
from the current 20% to around 80% with a simultaneous reduction in the mining rate of
molybdenum ores from nature of about 47% [1,2].

Spent hydrodesulfurization (HDS) catalysts, produced by the petrochemical industry
at a high annual rate of 150,000 to 170,000 tons [6,10,11], constitute hazardous wastes [12,13]
which contain: molybdenum mainly as molybdenum disulfide (MoS;), other sulfur com-
pounds or elemental sulfur, coke, hydrocarbons, and combinations of other heavy metals (V,
Ni or Co) along with alumina (Al,Os3) carrier materials [14]. Their expected lifetime varies
from 3 to 7 years, after which, despite cyclic regeneration, they lose their catalytic properties
and become hazardous wastes [15,16]. Because of their high molybdenum content, spent
HDS catalysts might constitute a valuable source of secondary molybdenum from which
molybdenum metal or its compounds can be recycled and thus conserved [1,5,6,17,18].
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The existing literature describes many methods for molybdenum recovery from spent
HDS catalysts. Those methods are primarily based on high-temperature roasting and
leaching treatment of the spent catalysts, leading to molybdenum recovery as molybdic
acid (HMoQy), molybdenum trioxide (MoOs), or molybdate salts next to compounds
of other metals. Typically, roasting treatment of spent HDS catalyst involves oxidizing
roasting at the temperature range from 500 to 1000 °C in the presence of air or oxygen,
aimed at the oxidation of MoS, to MoQOj along with oxidation of other metal sulfides,
sulfur, coke, and other hydrocarbons [19-21]. In addition, oxidizing roasting may be con-
ducted in the presence of sodium or potassium compounds, such as carbonate, hydroxide,
chloride, or bisulfate, in which MoS; is converted into water-soluble molybdate salts, e.g.,
Nay;MoOy [11,19]. Furthermore, molybdenum compounds can be leached indirectly from
the spent HDS catalysts by leaching the pre-roasted catalyst with water, acidic, alkaline,
or ammonia solutions [11,19,22-25]. Direct leaching of unroasted spent catalysts with
acids, bases, or ammonia at elevated temperatures, also examined extensively, was quite
often conducted in the presence of an oxidant such as oxygen, hydrogen peroxide, ferric
chloride, nitric acid, sodium hypochlorite or sodium chlorate aimed at the oxidation of
MoS; to hexavalent oxo-compounds of molybdenum, such as molybdic acid or molyb-
dates [3,6,7,19,23,26-29]. Direct or indirect leaching of the spent HDS catalysts with acidic
effluents, such as aqueous HCI, H,SO4, HNOj3, or low molecular weight carboxylic acids,
typically results in the dissolution of molybdenum along with other metals: vanadium,
nickel, cobalt, and at least partially, aluminum [30,31].

Consequently, these metal compounds have to be separated from each other by se-
lective precipitation (e.g., as sulfides), solvent extraction, or ion exchange [32-37]. In turn,
leaching of roasted or unroasted spent HDS catalysts with ammonium buffers (ammonia—
ammonium salt solutions) results in the dissolution of molybdenum as ammonium molyb-
date, along with vanadium as ammonium metavanadate and nickel or cobalt as water-
soluble ammine complexes, but leaves aluminum as an insoluble solid residue of Al,O3 [11].
The highest selectivity in molybdenum recovery can be achieved with direct or indirect
leaching of molybdenum with basic compounds of sodium or potassium, in which treat-
ment of the catalyst or pre-roasted catalyst with hydroxide or carbonate solutions results
in effective dissolution of molybdenum and vanadium as molybdate and metavanadate,
respectively, with the limited dissolution of aluminum, the majority of which remains
as insoluble Al;Os, along with nickel and cobalt which remain solid as hydroxides or
oxides. Similar effects can be achieved by mixing the above caustic compounds or sodium
chloride with the catalyst, roasting, and subsequently leaching molybdenum and vana-
dium with water or other aqueous media. However, this type of roasting needs to be
carried out at relatively high temperatures, in the range from 600 to 900 °C, which quite
often exceed the melting point for the caustics and result in the fusion of the catalyst with
the reagents [11,19,22,24,25,38]. In most cases, molybdenum, after more or less extensive
purification of the leachate, is precipitated in the form of ammonium molybdate or poly-
molybdate, which needs to be further calcined at around 450 °C to form MoOj3 and produce
NH3 vapors, which needs to be scrubbed from the gaseous phase [24,34,39,40]. Alterna-
tively, molybdenum can be precipitated as molybdic acid by neutralizing the leachate with
acids [41]. It should be mentioned that as an alternative to the above-described methods,
molybdenum can be removed from the roasted catalyst as MoO3 by sublimation at rela-
tively high temperatures, which consumes a lot of energy [15] or in a chlorination-roasting
process, as MoClg along with AICl3 which, however, consumes expensive and corrosive
chlorine [19,22].

In this study, the technology for industrial-scale recovery of molybdenum in the form
of molybdic acid from spent HDS catalysts was developed. The examined HDS catalyst
contained molybdenum, nickel, and cobalt compounds supported on alumina. A three-
stage process was proposed based on the above-presented literature survey and catalyst
composition. In the first stage, the untreated spent catalyst was subjected to oxidizing
roasting with air, aimed at the oxidation of molybdenum compounds to MoO3 and removal
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of the majority of the sulfur. In the second stage, molybdenum was leached from the roasted
catalyst with NaOH solution. At the same time, the majority of nickel, cobalt, and alumina
remained solid and was subjected to further treatment to recover Ni or Co. This was
followed by neutralization of the molybdenum-rich leachate with HCI and precipitation
of molybdenum in the form of molybdic acid (HyMoQO;,) at a pH of around 0 in the third
stage. The scheme for the technology applied is presented in Figure 1. Alkaline leaching
of the roasted HDS catalyst with NaOH was adopted due to its high selectivity towards
molybdenum and the relatively low price of the reagent. Oxidizing roasting with air as a
first stage of treatment was selected as an alternative to the roasting of the catalyst mixed
with solid NaOH, since simple roasting can be conducted at relatively low temperatures
and prevents the necessity of grinding the products of fusion of the catalyst with NaOH,
which would constitute an energy-consuming operation. Precipitation of molybdenum
as molybdic acid, in place of more commonly reported precipitation of molybdenum as
ammonium molybdate, was applied because of the lower solubility of molybdic acid, hence
the relative easiness of its separation. In addition, precipitation of molybdenum as molybdic
acid rather than as ammonium molybdates lets us avoid the necessity for calcination of
ammonium salts in order to convert them to MoOs, which requires the relatively high
temperature of around 450 °C and would constitute another energy-demanding operation
and introduce the need for removal of ammonia or other gaseous calcination products
from the vapor phase by scrubbing. Moreover, molybdic acid constitutes the suitable
starting point for reduction to the metallic form or conversion to other molybdenum
compounds. When needed, molybdic acid can be easily dehydrated to MoOj3 by heating
at just above 100 °C. The dried molybdic acid produced therein constitutes a tradeable
product. In this work, the optimum conditions for each stage of the process mentioned
above were evaluated in the laboratory and then tested on an industrial scale. Based on the
obtained results, the effectiveness of the examined technology in molybdenum recycling
and conservation are discussed.
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Figure 1. Schematic representation of the examined technology for recovery of molybdic acid from
spent HDS catalyst.
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2. Materials and Methods
2.1. Oxidizing Roasting Experiments

The optimum conditions for the molybdic acid production process, presented schemat-
ically in Figure 1, were first evaluated in the laboratory. The effects of temperature in
the range from 400 to 700 °C, and time in the range of 2 to 10 h, on the effectiveness
of sulfur removal and molybdenum recovery during the roasting of spent HDS catalyst
were first evaluated. To analyze the obtained data statistically, an experimental protocol
was designed for response surface type evaluation of data using the D-optimal method
included in Design Expert 6.0.8 (Stat-Ease, Minneapolis, MN, USA) software. A total of
12 experiments were performed separately.

Laboratory-scale roasting tests were performed using a muffle-type electric furnace
(NEOTERM KXP 4, OHAUS, Greifensee, Switzerland). In each case, a 10.0 g sample of
the spent catalyst was weighed to a ceramic crucible of 45 mL volume and introduced to
the furnace preheated to the examined temperature. Upon completion of the experiments,
partial molybdenum recovery (Rps,,0) Of the oxidation stage was calculated using the
following formula:
my X WMo, f

x 100% 1)
m; X Wao,i

RMo,or =
where 1y is the final mass of the roasted catalyst, m; is the initial mass of the raw catalyst,
Wpo,f 1s the mass fraction of the molybdenum in the roasted catalyst, and wyy,,; is the mass
fraction of the molybdenum in the raw catalyst. Sulfur removal (desulfurization) efficiency
(SR) was calculated based on the following formula:

SR — m; Xwg ; — mfwa,f

x 100% (2)
m; X wsr,‘

where wg ¢ is the mass fraction of sulfur in the roasted catalyst and ws ; is the mass fraction
of sulfur in the raw catalyst.

Molybdenum mass fractions in this work were determined by the fusion of catalyst
sample with potassium carbonate at 1000 °C for 30 min, dissolution of the fused product in
deionized water, and determination of the molybdenum content using Atomic Absorption
Spectrometry (iCE 3300 AA Spectrometer, Thermo Fisher Scientific, Waltham, MA, USA)
at 313.2 and 320.2 nm wavelengths. The sulfur mass fraction was determined based on
the mass of BaSO, obtained by oxidizing the catalyst sample with sodium peroxide and
sodium carbonate at 800 °C. Then the cooled product was dissolved in deionized water
and HCl, and finally, barium chloride was added to precipitate the sulfate produced by the
sulfur oxidation.

Industrial-scale roasting experiments were performed using a rotary kiln heated from
the inside by a natural gas burner operated with excess air to ensure oxidizing conditions.
The kiln was made of a 3.5 m long and 1.67 m in diameter steel drum lined from the inside
with refractory materials for high-temperature insulation. The oxidizing roasting tests
were performed in approx. 2000 kg batches at a kiln rotation speed of 15.6/h. The process
temperature was controlled by the use of thermocouples positioned inside the roasting
compartment. Oxidation tests were performed at the oxygen excess parameter, defined as
the ratio between the actual amount of oxygen in the kiln related to the amount of oxygen
required for complete methane combustion, equal to 1.75.

Powder X-ray diffraction (XRD) patterns of the catalyst samples and the molybdic
acid produced in this work were acquired using an XRD-3003TT (Seifert, Radevormwald,
Germany) diffractometer equipped with a long-line focus Cu X-ray tube and scintillation
detector. To identify crystalline phases present in the samples, the collected XRD patterns
were compared with the ICDD-PDF-2 database (International Centre for Diffraction Data,
Delaware County, PA, USA).
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2.2. Leaching Experiments

The effectiveness of molybdenum recovery from the roasted catalyst by leaching with
NaOH solutions was evaluated in the laboratory. The effects of time in the range of 1 to
8 h, NaOH concentration in the range of 5 to 20%, temperature (20-80 °C), and liquid
volume/solid mass (L/S, dm3/kg) ratio (3-7) on molybdenum and aluminum recovery
and molybdenum removal selectivity were analyzed. A set of 25 experiments was designed
to evaluate those effects statistically based on a D-optimal plan.

Every experiment was prepared by weighing a 50.0 g sample of the roasted catalyst
to a 500 mL glass beaker, adding the required volume of NaOH solution, and heating up
with a heating plate (CHEM-LAND HP550-S, “CHEMLAND” Technical and Commercial
Enterprise, Stargard, Poland) for the required time. During the experiments, solutions
were continuously stirred at 160 rpm with an electric stirrer (CHEM-LAND OS20-pro,
Stargard, Poland). Upon completion of the experiment, solid residues were filtered using
filter paper under vacuum (700 mbar, Rocker 801 vacuum pump, Sterlitech, Auburn, WA,
USA) and washed with deionized water up to a total volume of the liquid sample of 500 mL.
The molybdenum and aluminum content in these solutions were then determined using
Atomic Absorption Spectrometry. The values of the partial recovery of molybdenum and
aluminum of the leaching step, which describe the efficiency of this stage of the process
and the Mo recovery selectivity index, were calculated according to the following formulas:

Raor = —M XV 1009, 3)
mg X WMo, f
1%
Ry = AV 100% )
1’I”lf X wAl,f
CuoV

S = x 100% ®)

myg X (wMO,f + wAl,f)

where Cyy, is the molybdenum content in the leachate (g/L); C4; is the aluminum content of
the leachate (g/L); V is the volume of the leachate (L); my is the mass of the roasted catalyst;
Wpo,f 18 the mass fraction of the molybdenum in the roasted catalyst; and wy, s is the mass
fraction of the aluminum in the roasted catalyst.

Industrial-scale experiments on the leaching of molybdenum from roasted catalysts
were performed in a cylindrical polypropylene stirred tank of 16.8 m® volume, 3.2 m
diameter, and 2.2 m height. The tank was equipped with a 70 cm wide stirrer rotated
by a 27 kW electric engine operated at 15.0 rpm. During experiments, the temperature
of the reaction mixture was maintained in the range of 50-65 °C by using overheated
steam. Experiments were performed in five batches prepared by filling up the tank with the
required volume of water to which solid NaOH was dosed until complete solubilization.
Then approx. 2500 kg of roasted catalyst was introduced to the reaction mixture at a rate
of 350 kg/h. The effectiveness of leaching was controlled periodically, after every 8 h,
by determination of the amount of molybdenum in the leachate using atomic absorption
spectrometry. After roughly 30 h of operation, the molybdenum content in the leachate
stabilized, and the leaching procedure was terminated. Upon completion of leaching, solid
residues were separated from the leachate using a plate-and-frame filter press (PFKM-630,
Montech, Luszczow Drugi, Poland) equipped with a PPT 1969S (Protex, Turek, Poland)
membrane of a surface area of 15 m?. The filtrate was collected and subjected to further
processing to precipitate molybdic acid.

2.3. Precipitation Experiments

Laboratory-scale molybdic acid precipitation experiments were performed by pouring
50 mL of the leachate into 250 mL glass beakers. Then the leachate pH was adjusted to the
desired level using concentrated HCI solution and stirred with a magnetic stirrer at around
160 rpm for 2 h to precipitate HoMoO,4 completely. Upon completion of precipitation,
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yellow solid molybdic acid was filtered under vacuum using filtering paper, and the
molybdenum content in the supernatant solution was determined by Atomic Absorption
Spectrometry (AAS). Simultaneously, the solid product was dried at 60 °C for 2 h and
analyzed for molybdenum content by AAS. Molybdenum recovery in the precipitation step
(Rmo,p) and molybdic acid content in the precipitate (% H,MoO,) were then determined as
partial recovery specific for the precipitation step, using the following equations:

o) > Vi = Ciof X Vi 000, )

RMO =
P CMo,l X Vl

MﬂC

mMo,p X Mo

0/0H2MOO4 = (7)

Mp
where Cyy, ) is the molybdenum content in the leachate (g/L), Cyj, ¢ is the molybdenum
content in the filtrate (g/L), V] is the volume of the leachate (L), V¢ is the volume of the
filtrate (L), mpo,p is the mass of molybdenum in the dried precipitate (g), myp, is the mass of
the dried precipitate (g), Mac is the molar mass of molybdic acid (161.95 g/mol), and My,
is the atomic mass of molybdenum (95.95 g/mol).

Laboratory experiments on the effect of the addition of chloride salts on the solubility
of molybdic acid were performed by the addition of 1.00 g of analytical grade molybdic
acid to 50 mL of the solution which contained tested salt (NaCl, KCI, or NH4Cl) and the
adjustment of the pH to the value of 0.0 with concentrated HCl. The samples prepared
were then shaken for 24 h using a laboratory shaker WL-2000 (JWElectronics, Poland),
operated at a frequency of 120/min. After that period, solid molybdic acid was removed
by filtration under a vacuum using filtering paper, and filtrate samples were analyzed for
molybdenum content.

Industrial-scale precipitation tests were performed using 16.8 m? tanks applied previ-
ously for leaching operations. At first, the previously prepared leachate was introduced
into the tank. Then, the leachate was acidified with concentrated hydrochloric acid, and a
concentrated ammonia solution was finally introduced. Precipitation was carried out for
approx. 2 h with continuous stirring of the reaction mixture at 15 rpm. Upon completion,
the solid yellow product was filtered using a filtering press applied previously for leaching.
The filtrate samples were collected and tested for molybdenum content while the solid
molybdic acid was washed by stirring with approx. 8 m® of deionized water for 2 h and
subsequent filtration with a filtering press. The washed precipitate was then fed at 150 kg/h
into the 9 m long and 1.1 m in diameter continuous rotary drier, heated with natural gas,
and dried at a temperature range from 50 to 100 °C. A yellow solid product was obtained
in the process.

3. Results

The composition of the exemplary spent HDS catalyst investigated in the laboratory is
summarized in Table 1. The catalyst was characterized by a relatively high molybdenum
and sulfur content of 11.6% and 7.7%, respectively. It also contained significant amounts
of aluminum, possibly as porous Al,Os support, along with approx. 5% of nickel and 2%
of cobalt. It should be mentioned that in molar terms that sulfur, present in spent HDS
catalysts most likely as sulfide (e.g., MoS;) or elemental sulfur [11,42,43], was the second
principal component of the catalyst, after aluminum.

Table 1. Composition of the spent HDS catalyst tested in the laboratory.

Item Mo S Al as A1,O3 Ni Co

Mass percentage, % 11.6 7.71 25.0 4.72 1.66
Molar percentage, % 16.9 33.7 34.3 11.2 3.9
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The XRD pattern of the catalyst, presented in Figure 2, indicated a low signal-to-
background ratio, which suggests a strongly amorphous catalyst morphology, possibly
due to the presence of amorphous alumina. However, small amounts of crystalline matter
could be matched to the pattern based on the presence of the strongest diffraction lines
specific for hexagonal molybdenum disulfide (molybdenite), MoS, (ICDD PDE-2 #02-0132);
synthetic (cubic) alumina, Al;O3 (ICDD PDEF-2 #10-0425); and octahedral sulfur, Sg (ICDD
PDF-2 #02-0324). No evidence of nickel or cobalt compounds was found due to their
low concentration or the poor crystallinity of the catalyst sample. The XRD results, along
with the elemental composition, indicated that molybdenum disulfide, MoS;, constitutes
the primary molybdenum compound of the examined catalyst. Strong broadening of the
alumina XRD lines indicated the presence of small and poorly developed crystallites of
cubic Al,O3 only.

—HRD pattern

—Molybdenite ICDD PDF-2 # 02-0132

=
= Synthetic Alumina, 1ICOD PDF-2 #10-425
g
= —Sulfur, ICDD PDF-2 #02-0324
| * W) *
In Y
u ll\, \.-,: . *® :‘:..-"‘ .'\-"I,'ul *r,*l # "
*"\-.- * i y, J 1l WL g, ) *
\"\lm‘\"t .-'._.l"lﬁ‘ .{J I\.'I L'\_'-"-' .IJ"'\L".., "L ."I I.. vf_r't"'!.‘h " *f:‘
Yo v \'.. " * f A
L * A | L
‘ \ \-\T\J" Ty g .ﬂ_.-hf ) " '\"".,- . ,_u‘w"""" -L“,, .*
\ ,i‘ ‘|.||,H|H‘||.I1“ 1 ."'HH." Ll
10 20 30 40 a0 &0 70
2 Theta

Figure 2. XRD pattern of the catalyst sample. Peaks that matched to the selected ICDD PDF-2 data
files are marked with an asterisk.

3.1. Results of Oxidizing Roasting

Due to the inertness of MoS;, molybdenum cannot be leached directly from the spent
catalyst, thus the oxidizing roasting step needs to be applied, aiming at the oxidation of
sulfur and molybdenum, represented by the following reaction scheme:

2 MoS,(s) + 7 Oy — 2 MoOs(s) + 4 SO, 8)

Laboratory experiments on the effectiveness of oxidizing roasting at the temperature
range from 400 to 700 °C and time from 2 to 10 h were performed following the experi-
mental plan described in paragraph 2. The data obtained were analyzed statistically for
molybdenum recovery (Rypo,0r) and sulfur removal efficiency (SR) and are summarized
in Table 2. There was a relatively high molybdenum recovery of 93.1 + 3.4 as well as a
high sulfur removal efficiency of 86 &+ 13. The highest molybdenum recovery was 97.2%,
and the highest sulfur removal efficiency was 99%. Analysis of the correlation matrix
(Table 3) shows that the sulfur removal efficiency (SR) correlates strongly with reaction time
(R =0.85), while its correlation with temperature remains poor (R = 0.09) and not statisti-
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cally significant. On the other hand, there was a strong and statistically significant negative
correlation of molybdenum recovery (Ryo,0r) With reaction temperature (R = —0.95) and a
weak, but not statistically significant, correlation with reaction time (R = 0.09) was observed.
The obtained data are plotted in Figure 3, where a substantial decrease in molybdenum
recovery with roasting temperature can be observed, while roasting time shows only a
slight asymptotic effect on this process parameter. In contrast, the effects of process param-
eters on desulfurization efficiency, summarized in Figure 4, show a substantial increase
in desulfurization efficiency with time at only a slight increase in this parameter with
temperature. The above observations suggest a kinetically controlled mechanism for the
oxidation of sulfur compounds, which indicates that the rate of sulfur oxidation during
oxidizing roasting in the examined temperature range should be controlled by roasting
time and the amount of oxygen. The decrease in molybdenum recovery with temperature,
in turn, can be explained by sublimation of MoOs, which is known to have a covalent
character and sublimes easily [15,21,44,45] in an endothermic process (enthalpy of subli-
mation of MoOj at around 500 °C is equal to around 400 k] /mole and slightly decreases
with temperature [46]. The enthalpy of MoOs sublimation during oxidizing roasting of
the examined catalyst may be significantly compensated for by exothermic oxidation of
sulfur or its compounds, leading to spontaneous losses of MoO3 produced by oxidation,
especially at high temperatures. The above effects led us to conclude that industrial-scale
roasting should be carried out at low temperatures, in the approximate temperature range
from 400 to 550 °C to ensure high molybdenum recovery, and for a time sufficient enough
for almost complete oxidation of sulfur.

Table 2. Descriptive statistics of experiments on the roasting of spent petrochemical catalysts.

Variable No.. of Average  Min. Max. Stal}da.rd
Experiments Deviation
Time, t 12 5.66 2.0 10.0 3.60
Temperature, T 12 537.5 400 700 135
Sulfur removal efficiency, SR 12 86 68 99 13
Mo recovery, Ryjo,or 12 93.1 88.2 97.2 34

Table 3. Matrix of correlation coefficients (R) for oxidizing roasting experiments. Statistically signifi-
cant correlation coefficients (p < 0.05) are shown in bold.

Statistics Correlation Coefficients (R)
Variable Standard
Average Deviation t T SR Rmo,or
time, t 5.67 3.60 1.00 —-0.12 0.85 0.09
Temperature, T 537.5 135 —-0.12 1.00 0.09 —0.95
Sulfur removal efficiency, SR 85.8 12.7 0.85 0.09 1.00 —0.21

Mo recovery, Ryio,or 93.1 3.37 0.09 -095 —0.21 1.00
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Figure 3. Effect of time and temperature on Mo recovery during laboratory-scale oxidizing roasting
experiments. R? for response surface type fit of the above presented data equals to 0.964.

Il < 100
B <95
I <90
[ 1<85
[ <80
<75
<70

N e STt ARSI

Figure 4. The effect of time and temperature on sulfur removal efficiency during laboratory-scale

oxidizing roasting experiments. R? for response surface type fit of the above presented data equals
to 0.976.

The above laboratory-scale findings on oxidizing roasting were validated on an indus-
trial scale by roasting 25,600 kg of spent HDS catalyst in a rotary kiln fired with natural
gas in batches of catalyst, each of approx. 2500 kg. The spent catalyst was characterized
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by an average molybdenum content of 10.6% and sulfur content of 8.6%. Roasting was
performed at an average temperature of 550 °C for the time required to oxidize at least 85%
of sulfur. After around 16 h of roasting, desulfurization efficiency reached approx. 86%,
while a high molybdenum recovery of 95.7% was observed. The chemical composition of
the raw and calcined catalyst is presented in Table 4. It should be mentioned that similar
desulfurization efficiency and molybdenum recovery were achieved in the laboratory just
after 3 h of experiments at around 550 °C; however, on the industrial scale, a much longer
time was required, possibly because of the limited amount of oxygen passing through the
kiln along with flue gas at A = 1.75. Typically, on the industrial scale it took approx. 9 h to

achieve 85% desulfurization at 95% molybdenum recovery at 540 °C and 20 m?/h natural
gas with 300 m®/h air flow rates.

Table 4. Results of industrial scale roasting of spend HDS catalyst.

MO, % S, % o, . o

Item Mass, kg (m/m) (m/m) Al as A1,O3, % Ni + Co, %
Spent HDS catalyst 25,600 106+14 86+14 241 4+09 5.8 +09
Roasted catalyst 20,950 124+14 15+£07 295+ 14 70+1.2

The XRD pattern of the roasted catalyst, presented in Figure 5, showed a higher degree
of crystallinity (higher signal-to-background ratio) than the unroasted catalyst; however,
XRD lines specific for cubic alumina still showed strong broadening, which indicates a
poorly developed crystalline phase of Al,O3 for both: roasted and unroasted catalyst.
The major crystalline forms of molybdenum matched to the roasted catalyst XRD pattern
were: orthorhombic molybdenum oxide MoO3 (ICDD PDEF-2 #35-0609), and orthorhombic
aluminum molybdate Al;(Mo0O3)3 (ICDD PDF-2 #20-0034). Due to the amorphous nature
of the catalyst, no evidence of nickel or cobalt compounds was found.

‘ —HRD pattern
[ Synthetic Aumina, ICOD POF-2 # 10-425
|‘ —Maolyhdenum Cxide, (COD PDF-2 # 80-347

| —Aluminum molybdate, ICOD PDF-2 # 20-0034
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Figure 5. XRD pattern of the roasted catalyst. Peaks that matched to the selected ICDD PDF-2 data
files are marked with an asterisk.
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3.2. Results of Alkaline Leaching

As shown in Figure 1, the second step of the examined technology involves leaching of
the molybdenum from the roasted catalyst using NaOH solutions. During this stage, solid
MoOj3 and Al(Mo0Os3)3 formed during oxidizing roasting are subject to a reaction with
aqueous NaOH with the formation of sodium molybdate (Na;MoQOy), which dissolves in
the leachate. Therefore, the general reaction schemes for the molybdenum leaching process
can be presented as follows:

MOO3(S) +2 NaOH(aq) — NazMOO4(aq) +2H,0O (9)

AlQ(MOOg)g, +6 NaOH(aq) —+3 NazMOO4(aq) +2 Al(OH)g (10)

During this stage of operation, it is commonly reported that significant amounts
of aluminum can be leached along with molybdenum [5,47,48] due to the amphoteric
character of the aluminum oxide (or hydroxide) and formation of water-soluble aluminate
complexes. The aluminum leaching reactions can be summarized as follows:

A1203(s) +3H,O+2 NaOH(aq) —2 Na[Al(OH)4](aq) (11)

AI(OH)3(S) + NaOH(aq) — Na[Al(OH)4](aq) (12)

This dissolved aluminate can contaminate the leachate and create severe limitations at
the molybdic acid precipitation step regarding the of amount of HCl required for neutraliza-
tion and contamination of the product. Therefore, alkaline leaching stage conditions have to
be optimized not only to maximize molybdenum recovery (R, ;) but also to limit recovery
of other metals or to maximize overall molybdenum leaching selectivity (S;), defined as
the ratio between the amounts of molybdenum that has been solubilized compared to
the amounts of all the metals that have been solubilized (see Equation (5)). In contrast to
aluminum, other metals potentially present in the spent HDS catalysts, such as nickel or
cobalt, are commonly reported to resist alkaline leaching [49] due to the fact, that their basic
oxides or hydroxides do not dissolve in alkaline solutions.

Laboratory optimization of the effectiveness of leaching of molybdenum using NaOH
solutions was performed using samples of catalyst roasted on an industrial scale. In
these experiments, the effects of leaching time, temperature, NaOH concentration, and
L/S ratio were investigated by performing experiments described in more detail in the
experimental section of this work. Statistical analysis of the data collected, shown in
Table 5, indicated that molybdenum could be leached from the roasted catalyst at high
molybdenum recovery and selectivity values of 83.1 &= 9.4% and 85.6 £ 8.0, respectively.
The maximum molybdenum recovery equaled to 94.7% while the maximum molybdenum
selectivity was 99.6%. At the same time, the aluminum recoveries observed were low: the
average value equaled to 15.3 &+ 9.9% with a minimum of just 0.3%. The data collected
were analyzed further statistically in terms of the correlation of variables (Table 6) and
plotted in Figures 6 and 7. This analysis showed that recovery of molybdenum and
aluminum does not depend upon reaction time or L/S ratio in a statistically significant
manner. However, there is a very strong and statistically significant positive correlation
between recoveries of both molybdenum and aluminum with leaching solution NaOH
concentration, indicating that the effectiveness of solubilization of both metals increases
with NaOH content, obviously as a result of reactions (9) and (10). In the case of aluminum,
its recovery was also positively correlated with temperature, which seems to promote
reaction (11) and possibly reaction (12). The above correlations indicate that to achieve high
molybdenum recovery from the roasted catalyst tested herein, alkaline leaching should be
carried out at as high an NaOH concentration as possible. However, the increase in NaOH
content will be accompanied by an increase in aluminum solubilization rate, an effect
that is widely reported in the existing literature [49-51]. Such an increase in aluminum
solubilization rate manifested itself herein as a statistically significant correlation between
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molybdenum recovery and aluminum recovery. Further examination of the experimental
data, summarized in Figure 6a—c, indicated that relatively high molybdenum recovery levels
of more than 90% of the leaching step could be achieved with an NaOH content of approx.
15% and below, depending upon process conditions. In addition, it was observed that an
increase in L/S ratio and temperature might reduce the above concentration limit even more
(see Figure 6b,c) to the level of approx. 8%, which is essential in reducing consumption of
NaOH and the extent of aluminum contamination of the leachate. Molybdenum selectivity,
in turn, was found to be negatively correlated in a statistically significant manner with three
of the examined parameters: NaOH content, temperature, and L/S ratio, of which NaOH
content was the most important. Those effects can be explained by extensive solubilization
of aluminum at high NaOH concentrations, high temperatures, or with large amounts
of NaOH (high L/S ratios). A more detailed analysis of the data shown in Figure 7a—c
indicates that high molybdenum selectivity (of more than 90%) can be achieved in the
examined system only at limited NaOH content, low-to-medium temperatures, and low
L/S ratios, which conforms to the above-discussed correlations. Taking into account the
above conclusions, the following conditions were selected for industrial-scale testing of the
leaching operation: an NaOH content of less than 15%, a leaching temperature of not more
than 60 °C, and with the minimum possible L/S ratio.

Table 5. Descriptive statistics of experiments on the leaching of roasted petrochemical catalysts.

Variable Num})er of Average Minimum Maximum Star'lde}rd
Experiments Deviation
time, t 25 4.5 1.0 8.0 3.2
NaOH, % 25 12.95 5.00 20.00 7.03
Temperature, °C 25 50.0 20.0 80.0 27.4
L/S 25 5.00 3.00 7.00 1.83
Ryo1, % 25 83.1 60.0 94.7 94
Ra1y, % 25 15.3 0.3 37.7 9.9
Sy, % 25 85.6 71.1 99.6 8.0

Table 6. Matrix of correlation coefficients (R) for alkaline leaching experiments. Statistically significant
correlation coefficients (p < 0.05) are shown in bold.

Statistics Correlation Coefficients
Average Standard th  NaOH,% T,°C LS  Ryey% Rapn% Sy %
& Deviation ’ ’ 4 Mo,/ AlLlr 1r

th 4.50 3.20 1.00 0.049 —0.050 —0.050 0.149 0.164 —0.095
NaOH, % 13.0 7.04 0.049 1.000 0.049 0.049 0.655 0.748 —0.914
T, °C 50.0 27.4 —0.050 0.049 1.000 0.050 0.381 0.552 —0.247
L/S 5.00 1.83 —0.050 0.049 0.050 1.000 0.259 0.276 —0.263
Ruto,1/ % 83.4 8.65 0.149 0.655 0.381 0.259 1.000 0.640 —0.752
Rai, % 15.8 7.91 0.164 0.748 0.552 0.276 0.640 1.000 —0.887

S, % 76.6 13.9 —0.095 —0.914 —0.247 —0.263 —0.752 —0.887 1.000
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Figure 6. The effects of NaOH content and time (a), temperature (b), and L/S ratio (c) on recovery of

molybdenum during alkaline leaching of the roasted spent HDS catalyst. R? for response surface
type fit of the above presented data equals to 0.834.
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Figure 7. The effects of NaOH content and time (a), temperature (b), and L/S ratio (c) on selectivity

of molybdenum recovery during alkaline leaching of the roasted spent HDS catalyst. R? for response
surface type fit of the above presented data equals to 0.966.

Industrial-scale molybdenum leaching tests were performed using the previously
roasted catalyst of the composition shown in Table 5. Tests were performed in five batches
of approx. 2500 kg each, and a total of 12,200 kg of the roasted catalyst was processed.
Individual leaching experiments were performed for approx. 30 h, the time after which
molybdenum content in the leachate stabilized. The process parameters mean values
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and their standard deviations are summarized in Table 7. A total volume of 35.2 m® of
the leachate, which contained 34.3 kg/m? of molybdenum, was collected. The average
molybdenum recovery achieved was a value of 87%, while aluminum recovery was 20%.
The amounts of nickel and cobalt in the leachate were negligible.

Table 7. Summary of the industrial-scale leaching of the roasted catalyst with NaOH solutions.

Item Value
Roasted catalyst mass, kg 12,200
Total mass of deionized water, kg 33,000
Total mass of NaOH, kg 4700
NaOH content, % 129 +£2.6
Temperature, °C 55+5
L/S 27+03
Leachate total volume, m3 35.2
Leachate molybdenum content, kg/ m3 343 +£5.6
Leachate aluminum content, kg/ m3 198 £ 6.2
Leachate nickel content, kg/ m3 <0.050
Leachate cobalt content, kg/ mS3 <0.050
Molybdenum recovery, % 87 +8
Aluminum recovery, % 206

3.3. Results of Precipitation of Molybdic Acid

The aquatic chemistry of molybdenum species strongly depends upon solution
pH [23,52,53]. At high pH values (>5) the molybdate ion (MoO42~) dominates, while
in the solutions with slightly lower pH values the polymolybdate anion dominates, most
likely heptamolybdate (Mo7024%7). Those anions are known to produce highly soluble
molybdenum salts. In contrast, much less soluble molybdic acid exists only at very low pH
values. Analysis of the distribution of molybdenum species in a solution with 0.3 mol/L
of molybdenum content, specific for the leachates tested in this work, indicated that the
maximum fractions of molybdic acid and molybdenum trioxide (molybdic acid anhydrate)
exist at a pH of around 0.25 (Figure 8b). However their amounts are very low, even at their
maximum, and molybdic acid combined with molybdenum oxide constitutes only up to 3%
of all the molybdenum species. The species that dominate at a pH of 0.25 are the cationic
monomolybdenum (H3MoO4* and HMoOj3*) and dimolybdenum complexes (HgMo,Og?*
and HMo,04"), and an anionic polymolybdate anion (Mo1gOs¢*") as shown in Figure 8a.
During the precipitation process, hydrolysis of the above cations can yield molybdenum
oxide (from HMoO;* and HMo0,04"), molybdic acid (from H3MoO,*) or dimolybdic acid
(from HgMo,052"). However, anionic polymolybdate (Mo1gOs4*), which at a pH of 0.25
constitutes around 10% of total molybdenum compounds, needs to be converted further
to the form of neutral acid or its cationic complexes, subject to hydrolysis. This can be
achieved by a further reduction in solution pH to the level of 0.1 or less, at which negligible
amounts of Mo1gOs¢*~ exist (Figure 8a). Therefore, precipitation tests described further
in this work were conducted at a pH of 0.0 &= 0.1 to maximize molybdic acid yield and to
avoid formation of soluble molybdates.
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Figure 8. Distribution of aqueous molybdenum species at a pH range from 0 to 2 in a solution with
total molybdenum content of 0.3 mol/L reproduced based on [53]. (a) presents distribution of major
species, while (b) presents distribution of minor species.

Initial laboratory tests on precipitation of molybdic acid from the industrially obtained
leachate were conducted by acidifying a 50 mL sample of these solutions with concentrated
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HCl to a pH of 0.0 £ 0.1. These tests were performed in triplicate, and the results are
summarized in Table 8. It was found that although the solid product obtained herein was
characterized by high molybdic acid content (>95%), the effectiveness of its precipitation
was limited, and a low molybdenum recovery of around 56% was observed. This effect
resulted from a high concentration of molybdenum in the filtrate, of approx. 7.6 g/L, thus
there was a relatively high solubility of molybdenum compounds in the post-reaction
mixture even at a pH of 0.0, possibly due to the presence of water-soluble complex molyb-
denum cations described previously. Therefore, we concluded that further efforts must
be made to increase molybdic acid precipitation yield to the satisfactory level of around
95%, thus reducing molybdenum content in the supernatant solution to the value of less
than 1 g/L. Our previous experiences on the precipitation of other d-block metal oxoacids
indicate that the effectiveness of precipitation of these compounds can be significantly
increased by adding ionic salts of ammonium or alkaline metals to the solution, as a result
of the salting-out effect, which in our case would possibly reduce the stability of soluble
molybdenum cationic complexes and increase the yield of their hydrolysis to molybdic
acid. Therefore, the effects of the addition of ammonium chloride, sodium chloride, and
potassium chloride on the solubility of molybdic acid were examined in separate laboratory
experiments aimed at investigating the solubility of molybdic acid at a pH of 0.0 in the pres-
ence of these salts. Those experiments were described in detail in the experimental section
of this work. As shown in Figure 9, the addition of each—NH4Cl, NaCl, and KCl—causes
a significant decrease in the concentration of molybdenum in the supernatant solution
with an increase in each salt concentration. The most substantial decrease in molybdenum
content was observed for ammonium salt. In turn, the effects of the NaCl or KCI content
were rather slim; thus, low molybdenum concentrations in the supernatant solution can be
achieved only at a very high content of these salts. It should be mentioned that with the
examined technology, sodium chloride is produced in the reaction mixture as a result of
the neutralization of aluminates, excess NaOH, or directly as a co-product of molybdic acid
precipitation reaction from the leachate with the following generalized reaction schemes:

NaOH(aq) + HCI(aq) — NaCl(aq) + Hzo (13)
NazMOO4(aq) +2 HCl(aq) — H2M004(s +aq) T 2N aCl(aq) (14)
10
# sodium chloride
= M potassium chloride
= [} A ammonium chloride
ull
=
= + * +
E 1
= |
3 |
L & A l
=
=
I:Iul 1 1 1 1 1 1 1
1] 0.z 0.4 0.6 n.a 1 1.2 1.4

Salt content, mal/L

Figure 9. The effects of salt molar concentration on the concentration of molybdic acid in the
supernatant solution at a pH of 0.0.
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Table 8. Summary of laboratory results of precipitation of molybdic acid from the industrial leachate
with concentrated HCI.

Item Concentration
Filtrate molybdenum content, g/L 7.6 +£09
Molybdenum recovery (Rvo,p), % 56 +2

However, the NaCl amounts (equal to approx. 2 mol/L in our case) were insufficient to
reduce the solubility of molybdic acid in the filtrate to 1 g/L or less (Figure 9), which would
have facilitated high enough recovery of molybdic acid. In contrast to NaCl, ammonium
chloride at a concentration of just 0.4 mol/L produced a supernatant solution with a
molybdenum content of less than 0.4 g/L, suggesting that high recovery of molybdic acid
can be achieved with the examined industrial leachate even when such low amounts of
ammonium salts are present in the reaction mixture. Therefore, industrial tests on the
precipitation of molybdenum from the examined leachate with hydrochloric acid were
supplemented by the addition of concentrated ammonia to the reaction mixture, which
resulted in the formation of ammonium chloride following the reaction:

NHg(aq) + HCl(aq) — NH4C1(aq) (15)

The amounts of hydrochloric acid and ammonia used were sufficient enough to
produce just approx. 0.4 mol/L of NH4Cl in the reaction mixture while maintaining a
solution pH of 0.0 £ 0.1.

Industrial-scale tests on the precipitation of molybdic acid were conducted using
leachate samples produced previously with industrial tests on alkaline leaching. The
results of these experiments are summarized in Table 8. A total volume of 32.0 m? of
the leachate was processed in six batches of approx. 5 m?® each. The filtrate contained
just approx. 0.43 g/L of molybdenum, and molybdic acid was precipitated at a high
molybdenum recovery of around 97.5%. A total of 1660 kg of yellow molybdic acid was
produced with a purity of 97% and negligible amounts of aluminum, nickel, cobalt, and
other potential contaminants. It should be mentioned that the solid product described
herein was characterized by a much higher molybdic acid content than is commonly
required for industrial molybdic acid (85% or more).

The XRD pattern of the obtained molybdic acid, presented in Figure 10, indicated a
strongly crystalline structure of the precipitate, based on a high signal-to-background ratio,
with orthorhombic molybdic acid HyMoO,4 (ICDD PDEF-2 #26-0149), and possibly mono-
clinic dimolybdic acid HyMo,O7 (ICDD PDF-2 #37-0519) as major crystalline compounds
of the product. The presence of dimolybdic acid may be explained by the hydrolysis of
dimolybdenum cations (i.e., HsMo,Og?*) produced by the acidification of the leachate to
a pH of around 0.0, as discussed at the beginning of this chapter. Similarly, the presence
of molybdic acid can be explained by the hydrolysis of monomolybdenum cations (i.e.,
H3Mo0O;*). The XRD pattern showed no evidence for molybdenum trioxide, MoOs, that
potentially could have been produced by hydrolysis of HMoO3* and HMo,0O¢*, proba-
bly because of the possibility of immediate hydration of MoOs to molybdic acids in an
aqueous solution.
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Figure 10. XRD pattern of the precipitated molybdic acid. Peaks that matched to the selected ICDD
PDEF-2 database records are marked with an asterisk.

4. Discussion

To evaluate the efficiency of converting molybdenum present in spent HDS catalysts
to molybdic acid, recoveries for individual operations of the examined technology and total
molybdenum recovery are summarized in Table 9. The total molybdenum recovery with
the investigated technology equaled to 81%, which matches the molybdenum conservation
criterion described in the introduction section of this work. This value can be considered to
be satisfactory on the industrial scale, taking into account the complexity of the technology,
its prolonged operation times, and the multi-stage nature of the operations conducted.
Although precipitation and oxidizing roasting operations proceeded at relatively high
molybdenum recoveries, each of around 95% or more, the alkaline leaching stage was
characterized by a limited molybdenum recovery with an average value of just 87%, which
led to the most significant loss of molybdenum among all of the operations considered, of
approx. 13%. Such a limited recovery of molybdenum was likely the result of insufficiencies
in the leaching of molybdenum from the roasted catalyst, with significant amounts of
molybdenum remaining in the solid residue produced at this stage. However, it should be
mentioned that the leached catalyst residue, when subjected to further hydrometallurgical
treatment to recover other metals, such as nickel or cobalt, could generate additional
amounts of molybdenum compounds which, when applicable, should have been converted
to molybdic acid or other molybdenum compounds, thus increasing total molybdenum
recovery. Furthermore, the determined molybdenum recovery for the leaching stage
was characterized by a relatively high standard deviation of 8% due to inaccuracy in
the processing of five separate batches, each of around 2500 kg of roasted catalyst, on
the industrial scale. So, a high standard deviation suggests that with better control over
leaching conditions, it should have been possible to improve the efficiency of this operation
to the range of 90% or higher, which can produce an increase in total molybdenum recovery.
Furthermore, the origin of the molybdenum losses during the oxidizing roasting operation,
of around 4.3% by mass, was potentially the result of sublimation of the volatile MoOs,
despite low roasting temperatures applied herein. In that case, since the flue gases produced
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by oxidizing roasting (such as SO,) are subject to alkaline scrubbing, as shown in Figure 1,
molybdenum trioxide vapors can accumulate in scrubbing liquors as molybdates, and
a strategy for their recovery as molybdic acid or other insoluble salts might be adopted,
increasing overall molybdenum recovery. Finally, around 3% molybdenum loss during the
precipitation stage was possibly caused by significant amounts of molybdenum remaining
in the filtrate, of around 0.43 g/L (Table 10). Therefore, further removal of molybdenum
compounds from this filtrate, which needs to be conducted to purify this waste regardless,
could increase overall molybdenum recovery. It should also be mentioned that the amounts
of molybdenum dissolved in the post-precipitation filtrate supports the necessity for low
L/S ratio operation at a leaching stage, because higher L/S ratios used at this stage would
result in larger volumes of the post-precipitation filtrate and more significant amounts of
molybdenum remaining there, resulting in a reduction in molybdenum recovery.

Table 9. Summary of molybdenum recovery in the tested technology.

Step Overall Molybdenum Recovery, % Molybdenum Loss, %
Oxidizing roasting 957 £1.6 43+1.6
Alkaline leaching 87 £8 13+8
Precipitation of molybdic acid 975+ 0.6 3.0+0.6
Total 81+9 19£9

Table 10. Summary of industrial scale molybdic acid precipitation conditions and results.

Item Value
Total leachate volume, m® 32
Total volume of concentration HCI, m3 16.0
Total volume of concentration NHj, m3 3.0
Molybdenum content in the filtrate, g/L (kg/m?) 0.43 £0.13
NH4Cl content in the supernatant solution, mol/L 0.39 4+ 0.05
Molybdenum recovery, % 975+ 0.6
Mass of dry molybdic acid, kg 1660
Molybdic acid content, % 97.0 £ 0.6
Aluminum content, % <0.14
Nickel content, % <0.1
Cobalt content % <0.1
Sodium content, % <0.1
Chloride content, % <0.1

5. Conclusions

It was demonstrated that it is possible to effectively recover molybdenum from exem-
plary spent hydrodesulfurization (HDS) catalysts in the form of molybdic acid (H,MoOj)
on an industrial scale. The evaluated technology was based on three principal opera-
tions: oxidizing roasting of the spent catalyst with the formation of molybdenum trioxide
(Mo00:3), leaching of the roasted catalyst with aqueous NaOH solutions leading to the
formation of water-soluble sodium molybdate (Na;MoQOy), and precipitation of molybdic
(H2MoOy) acid with aqueous HCl from the previously produced leachate. It was found
that molybdenum recovery for individual steps depends strongly upon process conditions.
At the oxidizing roasting stage, molybdenum recovery depends primarily upon roasting
temperature, which has to be limited because of the possibility of sublimation of MoOs3
at high temperatures. In turn, it was found that molybdenum leaching from the roasted
catalyst should have been carried out at low NaOH contents, low temperatures, and low
liquid-to-solid (L/S) ratios to minimize co-leaching of aluminum along with molybdenum,
and to maximize the molybdenum selectivity of the leaching stage. Finally, precipitation of
molybdic acid from the leachate has to be conducted with an excess of hydrochloric acid at
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a pH of around 0 to mitigate the possibility of the formation of polymolybdates or similar
anionic molybdenum complexes at high pH values.

In total, industrial-scale tests proved that with the above-described technology, it is
possible to recover around 80% of molybdenum from the exemplary spent HDS catalyst
in the form of a product, which contains around 97% Hy;MoO,. Molybdenum recoveries
for the above-described unit operations, especially of the leaching stage, can be further
improved by better control over process conditions at the industrial scale or recovery of
molybdenum compounds from the wastes generated at every stage. The obtained product
constitutes a tradeable commodity that can be freely sold to the market or converted to
metal, other molybdenum compounds, or HDS catalysts. With an industrial-scale molyb-
denum recovery of around 80% and the potential for further enhancement in molybdic
acid yield, the described technology matches the criterion for recycling technologies that
facilitate conservation of molybdenum for further generations and could allow for the
sustainable development of society with respect to the molybdenum economy.

Author Contributions: E.S.-B.: conceptualization; data curation; investigation; methodology; visual-
ization; writing—original draft; writing—review and editing. K.L.-S.: conceptualization; method-
ology; supervision; writing—review and editing. P.D.: data curation; methodology; supervision;
writing—original draft; writing—review and editing. All authors have read and agreed to the
published version of the manuscript.

Funding: This research received no external funding.
Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.

Data Availability Statement: Data not available due to privacy.

Acknowledgments: The authors acknowledge financial support from Ministry of Science and Higher
Education of The Republic of Poland for financial support under Implementation Doctorate V
program agreement No. DWD/5/0626/2021.

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

References

1.  Hencens, M.L.C.M,; Driessen, PP].; Worrell, E. Metal scarcity and sustainability, analyzing the necessity to reduce the extraction
of scarce metals. Resour. Conserv. Recycl. 2014, 93, 1-8. [CrossRef]

2. Henckens, M.L.C.M.; Driessen, P.PJ.; Worrell, E. Molybdenum resources: Their depletion and safeguarding for future generations.
Resour. Conserv. Recycl. 2018, 134, 61-69. [CrossRef]

3. Barik, S.P; Park, K.H,; Parhi, PK,; Park, ].T. Direct leaching of molybdenum and cobalt from spent hydrodesulphurization catalyst
with sulphuric acid. Hydrometallurgy 2012, 111-112, 46-51. [CrossRef]

4. Liu, B,; Zhang, B.; Han, G.; Wang, M.; Huang, Y.; Su, S.; Wang, Y. Clean Separation and purification for strategic metals of
molybdenum s\and rhenium from minerals and waste alloy scrap-A review. Resour. Conserv. Recycl. 2022, 181, 106232. [CrossRef]

5. Rojas-Rodriguez, A.D.; Flores-Fajardo, O.; Alcantar Gonzalez, ES.; Lépez Castillo, N.N.; Cruz Gémez, M.]. Chemical Treatment to
Recover Molybdenum and Vanadium from Spent Heavy Gasoil Hydrodesulfurization Catalyst. Adv. Chem. Eng. Sci. 2012, 2,
408-412. [CrossRef]

6. NhanLe, M.; Lee, M.S. A review on Hydrometallurgical Processes for the Recovery of Valuable Metals from Spent Catalysts and
Life Cycle Analysis Perspective. Miner. Process. Extr. Metall. Rev. 2020, 4, 335-354. [CrossRef]

7. Akcil, A.; Veflio, E; Ferella, F.; Okudan, D.M.; Tuncuk, A. A review of metal recovery from spent petroleum catalysts and ash.
Waste Manag. 2015, 45, 420-433. [CrossRef]

8. Vollprecht, D.; Plessl, K.; Neuhold, S.; Kittinger, F.; Ofner, W.; Miiller, P,; Mischitz, R.; Sedlazeck, K.P. Recovery of Molybdenum,
Chromium, Tungsten, Copper, Silver, and Zinc from Industrial Waste Waters Using Zero-Valent Iron and Tailored Beneficiation
Processes. Processes 2020, 8, 279. [CrossRef]

9.  U.S. Geological Survey. Mineral Commodity Summaries; US Geological Survey: Reston, VA, USA, 2022. [CrossRef]

10. Yaras, A.; Arslanoglu, H. Extraction of selected metals from spent hydrodesulfurization catalyst using alkali leaching agent. Sep.
Sci. Technol. 2019, 55, 2037-2048. [CrossRef]

11.  Marafi, M,; Stanislaus, A. Spent hydroprocessing catalyst management: A review Part II. Advances in metal recovery and safe

disposal methods. Resour. Conserv. Recycl. 2008, 53, 1-26. [CrossRef]


https://doi.org/10.1016/j.resconrec.2014.09.012
https://doi.org/10.1016/j.resconrec.2018.03.002
https://doi.org/10.1016/j.hydromet.2011.10.001
https://doi.org/10.1016/j.resconrec.2022.106232
https://doi.org/10.4236/aces.2012.23050
https://doi.org/10.1080/08827508.2020.1726914
https://doi.org/10.1016/j.wasman.2015.07.007
https://doi.org/10.3390/pr8030279
https://doi.org/10.3133/mcs2022
https://doi.org/10.1080/01496395.2019.1673412
https://doi.org/10.1016/j.resconrec.2008.08.005

Materials 2023, 16, 5762 23 of 24

12.

13.

14.

15.

16.
17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

Wang, L.; Zhang, G.H.; Dang, J.; Chou, K.C. Oxidation roasting of molybdenite concentrate. Trans. Nonferrous Met. Soc. China
2021, 25, 4167-4174. [CrossRef]

Beolchini, F; Fonti, V.; Dell’Anno, A.; Rocchetti, L.; Veglio, F. Assessment of biotechnological strategies for the valorization of
metal bearing wastes. Waste Manag. 2012, 32, 949-956. [CrossRef]

Berrebi, G.; Dufresne, P; Jacquier, Y. Recycling od spent hydroprocessing catalyst: Eurecat technology. Resour. Conserv. Recycl.
1994, 10, 1-9. [CrossRef]

Medvedev, A.S.; Malochkina, N.V. Sublimation of molybdenum trioxide from exhausted catalysts employed for the purification
of oil products. Russ. |. Non Ferr. Met. 2007, 48, 114-117. [CrossRef]

Dufresne, P. Hydroprocessing catalyst regeneration and recycling. Appl. Catal. A Gen. 2007, 322, 67-75. [CrossRef]

Park, K.H.; Mohapatra, M.; Reddy, B.R. Selective recovery of molybdenum from spent HDS catalyst using oxidative soda ash
leach/carbon adsorption method. J. Hazard. Mater. 2006, B138, 311-316. [CrossRef]

Valverde, .M.; Frontino Paulino, J.; Afonso, ].C. Hydrometallurgical route to recover molybdenum, nickel, cobalt and aluminum
from spent hydrotreating catalysts in sulphuric acid medium. J. Hazard. Mater. 2008, 160, 310-317. [CrossRef]

Zeng, L.; Cheng, C. A literature review of the recovery of molybdenum and vanadium from spent hydrodesulphurization
catalysts, Part I: Metallurgical processes. Hydrometallurgy 2009, 98, 1-9. [CrossRef]

Huang, S.; Liu, J.; Zhang, C.; Hu, B.; Wang, X.; Wang, M. Extraction of molybdenum from spent HDS catalyst by two-stage
roasting followed by water leaching. Miner. Met. Mater. Soc. 2019, 71, 4681-4686. [CrossRef]

Wirtz, G.P; Sis, L.B.; Wheeler, ].S. Sublimation of MoOj3 from WO3-MoOj catalysts during the oxidation of toluene. J. Catal. 1975,
38, 196-205. [CrossRef]

Kar, B.B.; Data, P.; Misra, V.N. Recovery of molybdenum from spent hydro-refining catalysts by soda roasting—A statistical
approach. Eur. J. Miner. Process. Environ. Prot. 2004, 5, 100-104.

Zeng, L.; Cheng, C.Y. A literature review of the recovery of molybdenum and vanadium from spent hydrodesulphurisation
catalysts, Part II: Separation and Purification. Hydrometallurgy 2009, 98, 10-20. [CrossRef]

Kar, B.B.; Datta, P.; Misra, V.N. Spent catalyst: Secondary source for molybdenum recovery. Hydrometallurgy 2004, 72, 87-92.
[CrossRef]

Kar, B.B.; Murthy, B.V.R.; Misra, V.N. Extraction of molybdenum from spent catalyst by salt-roasting. Int. ]. Miner. Process. 2005,
76,143-147. [CrossRef]

Chen, R.; Feng, C.; Tan, J.; Zhang, C.; Yuan, S.; Liu, M.; Hu, H.; Li, Q.; Hu, J. Stepwise separation and recovery of molybdenum,
vanadium and nickel from spent hydrogeneration catalyst. Hydrometallurgy 2022, 213, 105910. [CrossRef]

Pradham, D.; Kim, D.J.; Sukla, L.B.; Pattanaik, A.; Lee, S. Evaluation of molybdenum recovery from sulfur removed spent catalyst
using leaching and solvent extraction. Sci. Rep. 2022, 10, 1960. [CrossRef]

Kim, H.L; Park, K.H.; Mishra, D. Influence of sulfuric acid baking on leaching of spent Ni-Mo/Al,O3 hydro-processing catalyst.
Hydrometallurgy 2009, 98, 192-195. [CrossRef]

Kim, H.I,; Park, K.H.; Mishra, D.; Kim, H. Sulfuric acid baking and leaching of spent Co-Mo/Al,Oj3 catalyst. ]. Hazard. Mater.
2009, 166, 1540-1544. [CrossRef] [PubMed]

Khoshnevisan, A.; Yoozbashizadeh, H.; Mozammel, M.; Sadrnezhaad, S.K. Kinetics of pressure oxidative leaching of molybdenite
concentrate by nitric acid. Hydrometallurgy 2012, 111-112, 52-57. [CrossRef]

Siqueira de Lima, T.; Campos, P.C.; Afonso, ].C. Metal recovery from spent hydrotreatment catalysts in a fluoride-bearing medium.
Hydrometallurgy 2005, 80, 211-219. [CrossRef]

Alpaslan, O.; Yaras, A.; Arslanoglu, H. A kinetic model for chelating extraction of metals from spent hydrodesulphurization
catalyst by complexing agent. Trans. Indian Inst. Met. 2020, 73, 1925-1937. [CrossRef]

Banda, R.; Nguyen, T.H.; Seong, S.H.; Lee, M.S. Recovery of valuable metals and regeneration of acid from the leaching solution
of spent HDS catalysts by solvent extraction. Hydrometallurgy 2013, 133, 161-167. [CrossRef]

Cheng, C.Y,; Barnard, K.R.; Zhang, W.; Zhu, Z.; Pranolo, Y. Recovery of nickel, cobalt, copper and zinc in sulphate and chloride
solutions using synergistic solvent extraction. Chin. |. Chem. Eng. 2015, 24, 237-248. [CrossRef]

Nayak, A K.; Devi, N.; Sarangi, K. Use of Cyanex 572 as an effective extractant for the recovery of Mo and V from HDS spent
catalyst leach liquor. Sep. Purif. Technol. 2021, 275, 118960. [CrossRef]

Padh, B.; Rout, P.C.; Mishra, G.K.; Suresh, K.R.; Reddy, B.R. Recovery of nickel and molybdate from ammoniacal leach liquors of
spent HDS catalysts using chelating ion exchange resin. Hydrometallurgy 2019, 184, 88-94. [CrossRef]

Park, K.H.; Mohapatra, D.; Nam, C.W. Two stage leaching of activated spent HDS catalyst and solvent extraction of aluminium
using organo-phosphinic extractant, Cyanex 272. J. Hazard. Mater. 2007, 148, 287-295. [CrossRef]

Vemic, M. Leaching and Recovery of Molybdenum, Nickel and Cobalt from Metals Recycling Plants Mineral Sludges. Ph.D.
Thesis, Université Paris-Est, Ile-de-France, France, 2016.

Kansombket, C.; Laokhen, P; Yingnakorn, T.; Patcharawit, T.; Khumkoa, S. Extraction of molybdenum from a spent HDS catalyst
using alkali leaching reagent. . Met. Mater. Miner. 2022, 32, 88-94. [CrossRef]

Kovacs, T.N.; Hunyadi, D.; Andrade de Lucena, A.L. Thermal decomposition of ammonium molybdates. J. Therm. Anal. Calorim.
2015, 124, 1013-1021. [CrossRef]

Kholomogorv, A.G.; Kononova, O.N.; Pashkov, G.L.; Kachin, S.V.; Panchenko, O.N.; Kalyakina, O.P. Molybdenum recovery from
mineral raw materials by hydrometallurgical methods. Eur. J. Miner. Procesing Environ. Prot. 2002, 2, 82-93.


https://doi.org/10.1016/S1003-6326(15)64067-5
https://doi.org/10.1016/j.wasman.2011.10.014
https://doi.org/10.1016/0921-3449(94)90032-9
https://doi.org/10.3103/S1067821207020071
https://doi.org/10.1016/j.apcata.2007.01.013
https://doi.org/10.1016/j.jhazmat.2006.05.115
https://doi.org/10.1016/j.jhazmat.2008.03.003
https://doi.org/10.1016/j.hydromet.2009.03.010
https://doi.org/10.1007/s11837-019-03741-z
https://doi.org/10.1016/0021-9517(75)90078-0
https://doi.org/10.1016/j.hydromet.2009.03.012
https://doi.org/10.1016/S0304-386X(03)00122-1
https://doi.org/10.1016/j.minpro.2004.08.017
https://doi.org/10.1016/j.hydromet.2022.105910
https://doi.org/10.1038/s41598-020-58972-x
https://doi.org/10.1016/j.hydromet.2009.04.002
https://doi.org/10.1016/j.jhazmat.2008.11.051
https://www.ncbi.nlm.nih.gov/pubmed/19121897
https://doi.org/10.1016/j.hydromet.2011.10.002
https://doi.org/10.1016/j.hydromet.2005.08.009
https://doi.org/10.1007/s12666-020-02007-6
https://doi.org/10.1016/j.hydromet.2013.01.006
https://doi.org/10.1016/j.cjche.2015.06.002
https://doi.org/10.1016/j.seppur.2021.118960
https://doi.org/10.1016/j.hydromet.2019.01.001
https://doi.org/10.1016/j.jhazmat.2007.02.034
https://doi.org/10.55713/jmmm.v32i2.1252
https://doi.org/10.1007/s10973-015-5201-0

Materials 2023, 16, 5762 24 of 24

42.

43.

44.

45.
46.

47.

48.

49.

50.

51.

52.

53.

Gaballah, I.; Djona, M.; Mugica, J.C.; Solozobal, R. Valuable metals recovery from spent catalyst by selective chlorination. Resour.
Conserv. Recycl. 1994, 10, 87-96. [CrossRef]

Beolchini, F;; Fonti, V,; Ferella, F; Veglio, F. Metal recovery from spent refinery catalysts by means of biotechnological strategies. J.
Hazard. Mater. 2010, 178, 529-534. [CrossRef] [PubMed]

Park, K.H.; Reddy, B.R.; Mohapatra, D.; Nam, C.W. Hydrometallurgical processing and recovery of molybdenum trioxide from
spent catalyst. Int. ]. Miner. Process. 2006, 80, 261-265. [CrossRef]

Brewer, L.; Lamoreaux, R.H. The Mo-O system (Molybdenum-Oxygen). J. Phase Equilibria 1980, 1, 85-89. [CrossRef]

Wang, L.; Li, CM.; Zhang, G.H.; Huang, A. Sublimation Behavior of Industrial Grade Molybdenum Trioxide. Metall. Mater. Eng.
2021, 74, 1469-1477. [CrossRef]

Li, Z.; Chen, M.; Zhang, Q.; Liu, Z.; Saito, F. Mechanochemical processing of molybdenum and vanadium sulfides for metal
recovery from spent catalysts wastes. Waste Manag. 2016, 60, 734-738. [CrossRef]

Ruiz, V.; Meux, E.; Diliberto, S.; Schneider, M. Hydrometallurgical treatment for valuable metals recovery from spent CoMo/Al,O3
Catalyst. 1. Improvement of soda leaching of an industrially roasted catalyst. Ind. Eng. Chem. Res. 2011, 50, 5295-5306. [CrossRef]
Pinto, 1.S.S.; Soares, H.M.V.M. Selective leaching of molybdenum from spent hydrodesulphurisation catalyst using ultrasound
and microwave methods. Hydrometallurgy 2012, 129-130, 19-25. [CrossRef]

Pinto, I.S.S.; Soares, H.M.V.M. Recovery of molybdenum from an alkaline leachate of spent hydrodesulphurisation catalyst—
Proposal of a nearly-closed process. J. Clean. Prod. 2013, 52, 481-487. [CrossRef]

Huang, S.; Zhao, Z.; Chen, X;; Li, F. Alkali extraction of valuable metals from spent Mo-Ni/Al,Oj3 catalyst. Int. J. Refract. Met.
Hard Mater. 2014, 46, 109-116. [CrossRef]

Watanaba, S.; Sato, T.; Nakaya, M.; Yoshida, T.; Onoe, Y. Chemical forms of molybdenum ion in nitric acid solution studied using
liquidphase X-ray absorption fine structure. Ultraviolet-Visible absorption spectroscopy and first-principles calculations. Chem.
Phys. Lett. 2019, 723, 76-81. [CrossRef]

Lee, M.; Sohn, S.; Lee, M. Ionic Equilibria and Ion Exchange of Molybdenum(VI) from Strong Acid Solution. Bull. Korean Chem.
Soc. 2011, 32, 3687-3691. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.


https://doi.org/10.1016/0921-3449(94)90041-8
https://doi.org/10.1016/j.jhazmat.2010.01.114
https://www.ncbi.nlm.nih.gov/pubmed/20167424
https://doi.org/10.1016/j.minpro.2006.05.002
https://doi.org/10.1007/BF02881199
https://doi.org/10.1007/s12666-021-02233-6
https://doi.org/10.1016/j.wasman.2016.06.035
https://doi.org/10.1021/ie102414d
https://doi.org/10.1016/j.hydromet.2012.08.008
https://doi.org/10.1016/j.jclepro.2013.03.021
https://doi.org/10.1016/j.ijrmhm.2014.06.005
https://doi.org/10.1016/j.cplett.2019.02.049
https://doi.org/10.5012/bkcs.2011.32.10.3687

	Introduction 
	Materials and Methods 
	Oxidizing Roasting Experiments 
	Leaching Experiments 
	Precipitation Experiments 

	Results 
	Results of Oxidizing Roasting 
	Results of Alkaline Leaching 
	Results of Precipitation of Molybdic Acid 

	Discussion 
	Conclusions 
	References

