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RESUMEN

Las exigentes normas regulatorias de emisiones contaminantes han obligado a la
basqueda de nuevos catalizadores de hidrotratamiento mas activos y resistentes a la
desactivacion catalitica. Las arcillas pilareadas han sido ampliamente utilizadas en procesos
de adsorcion debido a su alta area superficial, tamafio de poro, fuerte superficie &cida y gran
estabilidad térmica. Estas caracteristicas hacen que sean un material atractivo para usos
cataliticos en procesos como la hidrodesulfuracion. El presente trabajo consistié en una
revision bibliografica sobre los diferentes usos que han tenido las arcilla como soporte de
catalizadores para procesos de refineria, con especial énfasis en hidrotratamiento. El trabajo
resume aspectos como la problematica del azufre, sintesis de arcillas pilareadas, preparacion
de catalizadores soportados en arcillas pilareadas, actividad catalitica en hidrotratamiento y
una vision general de las arcillas en el Ecuador. Los estudios revisados muestran que los
catalizadores soportados en arcillas pilareadas muestran mayor actividad catalitica que
catalizadores comerciales, sin embargo, la preparacion a nivel industrial aun no es viable

debido al tiempo y la cantidad de agua necesaria.

Palabras clave: Arcillas pilareadas, catalizadores para hidrodesulfuracion, azufre,

Ecuador



ABSTRACT

Stringent regulatory standards for pollutant emissions have forced the search for new
hydrotreating catalysts that are more active and resistant to catalytic deactivation. Pillared
clays are widely used in adsorption processes due to their high surface area, pore size, strong
acid surface area, and high thermal stability. These characteristics make them an attractive
material for catalytic uses in processes such as hydrodesulfurization. The present work
consisted of a bibliographic review of the different uses of clay as catalyst support for refinery
processes, emphasizing hydrotreating. The work summarizes aspects such as sulfur
problems, synthesis of pillared clays, preparation of catalysts supported on pillared clays,
catalytic activity in hydrotreatment, and an overview of clays in Ecuador. The reviewed
studies show that catalysts supported on pillared clays show higher catalytic activity than
commercial catalysts. However, the industrial level preparation is not yet feasible due to the

time and amount of water required.

Keywords: Pillared clays, hydrodesulfurization catalysts, sulfur, Ecuador.



INDEX

CHAPTER L.ttt e e s bbbt e e nnb et e e s entbeeas 1
1.1, Problem Statement.........c.oo i 1

1.2, ODJECTIVES. ...t 2
1.2.1. General ODJECHIVE .......couiiiieie e 2

1.2.2.  SPECITIC ODJECLIVES.....ciuiiiiiiiiii i 2
CHAPTER L .ottt e e st e e e st e e e anbb e e e s antaeeas 3
2.1, PEIOIBUIM ...t 3
2.1 10 AP GraVILY c.eeeiiieiie ettt 3

2.1.2. WOrId Oil FESEIVES. ......ooiiiiiiiiieieeeeee e 4

2.1.3. ECUAOr Oil TESEIVES........iiiviiieieeieee e 6

2.2, SUITUL . s 9
2.2.1.  SUIFUr COMPOUNGS......cciviieiiiie e 11

2.2.2. ReQUIALION ...ccoiiiic e 11

2.3, HydrodeSulfurization ...........cceeiiiiieiiee e 15

2.4, HDS CatalySt.......oeeiiieeiiiee e 17
2.4.1. CatalySt SLIUCLUIE .......cocveeeiiiee e 17

2.4.2. Catalyst Preparation...........cccveiiiieiiiie s 17

2.4.3. Active Phase MOGEIS .........c.cooviiiiiiiiiiiceee e 18

2.4.4. Hydrodesulfuration pathways ............cccocveeiiiiee i 21

2.4.5. Catalytic Deactivation ...........cccovviiiieiiiiiie e 21

2.4.6. CatalytiC Regeneration............ccoviviieeiiiiiie et 22



2.5. 1 OFTQIN .ot 23

2.5.2. SITUCTUIE ...ttt 24

2.5.3. TIPS et 25

2.5.4. APPHICALIONS ... 27

2.6, PHIAred ClaYS .....oooieiiiieiee e 28
2.6.1. Preparation MetNOS ..........coouiiiiiiiieiiie e 29

2.6.2. Pillared clays in catalyst .........cccooiiiiiieiiieiie e 30

2.7, Clays N ECUAAON........cuieiiiiiie et 39
CHAPTER TV ettt ettt e e et e e e bbbt e e e s anbbee e e s anees 43
CHAPTER V et e e e e e 46
A1, CONCIUSTON....couiiiiiiieeeieete e 46

4.2, Suggestions for fULUre WOTK ..........cccoiirioiiie e 47

REFERENGCES ... oo 48



List of Figures

Figure 1. WOorld Oil FESEIVES [7].....eoieieiiiiie e 5
Figure 2. Daily production in the last decade in Ecuador [7]........ccccoveiiiiiiniiiniieiicin, 6
Figure 3. GDP decline in the second quarter of 2020 [11] ......ccooveiiiiiiiiiieniee e 7
Figure 4. Reserves of some oil wells in Ecuador [13]. .....cccoooiiiiiiiiiieiiciecc e 8
Figure 5. H2S corrosion in pipelings [15]......cccuie i 9
Figure 6. Most common sulfur compounds in crude Oil. ...........cccooeviiiiiiniienc, 11
Figure 7. Catalytic hydrodesulfurizer System [25] ........cccooviiiiiiiiniiiieee e 16
Figure 8. HDS mechanism for thiophene explained by the vacancy model. ...................... 19

Figure 9. Structure of the crystalline phase of MoS.. a) Lateral view of a layer.

b) Top view Of @ bloCK OFf MOS2 [17]...eeveeieiii e 19
Figure 10. Rim/Edge model of a MoS; catalytic particle [29] .........ccccooiiiiiiiiiiie, 20
Figure 11. Sulfide species on the surface of CoMo/Al;O3 catalyst [17].........cccceevvvveinnnnne 20
Figure 12. Hydrodesulfurization of DBT. DDS, direct desulfurization pathway;

HYD, hydrogenation pathway [30]..........ceeiiiuiiiiiieeiiie e 21
Figure 13. Clay structure. a) octahedral sheet and b) tetrahedral sheet [37]..........ccccccvee.. 25
Figure 14. Schematic representation of the pillaring process [62]. .........ccccccevivveviieeiiinnnn, 29
Figure 15. Comparison of the HDS activity for the catalysts at 643 K [71]..........ccceeeveee. 33
Figure 16. Effect of catalyst preparation on the catalytic activity. a) HDS and b)

HDN at different reaction temperatures [72].......ccueecuveeiiiee i 34
Figure 17. TPR spectra of unpromoted and noble metal promoted Co/HPS [75]............... 36

Figure 18. Regenerated performances of the Mo/Ti-PILC on the conversion of
D] I 1) TP 38



List of Tables

Table 1. Gravity °API and sulfur levels present in some important types of crude

0T I 1 TSSO STPR 10
Table 2. Properties of crude fractions [L17].......cocveeiiiiiiiiiieiieee e 10
Table 3. Gasoline emission control requirements [19]. .......ccoovviiiriiiiiiiiie e 13
Table 4. Diesel emission control requirements [19]. ........ccoviiiiiiiiiiie e 14
Table 5. Gasoline Specifications according to NTE INEN 935...........cccooiiiiiiniiiiennnn, 15
Table 6. Diesel Fuel Specifications according to NTE INEN 1489:2012 .............ccceeueeee. 15
Table 7. Classification of phyllosilicates related to clay minerals [41].........ccccooeeiiennene. 26

Table 8. HDS activity of Co-porous saponite catalysts prepared by various

METNOUS [70]. 1.ttt 32
Table 9. Effect of pretreatment on HDS actvities using diferent Pt precursors
A T PSPV UPRUPTPPRUPRUPPOTY 37



CHAPTERI

INTRODUCTION
1.1. Problem Statement

Catalytic processes are fundamental to obtain high value products within a refinery.
Processes such as catalytic cracking, reforming, and hydroprocessing use catalysts to led the
main reaction towards the desired products. Hydrotreating removes undesirable impurities
from the oil, especially heteroatoms such as sulfur, nitrogen, oxygen, and heavy metals.
Sulfur concentrations can vary between 0.05 and 6 wt. %. The maximum sulfur content is
found in the heavier fractions of the oil, mainly in the form of refractory molecules such as

thiophenes, benzothiophenes, and polysubstituted dibenzothiophenes.

Sulfur and coke are the main deactivating agents of the catalysts used in the refinery,
in addition of contributing to corrosion problems. Also, sulfur oxides produced after the
combustion of fossil fuels generate environmental problems such as acid rain and contribute

to global warming, as well as respiratory and cardiovascular problems in humans.

Worldwide, the automotive sector is considered to be the main emitter of SOx into the
atmosphere. As a consequence, the first Euro standard came into force in Europe in 1992
intending to control pollutant emissions generated by vehicles powered by fossil fuel
combustion. Since then, this standard has evolved into stricter and stricter standards until it

has become a worldwide reference. Currently, the Euro 6 standard came into force in 2014.

In Ecuador, the current regulations governing sulfur content in gasoline and diesel are
the NTE INEN 935 and NTE INEN 1489:2012 standards, respectively. These standards are
homologated to the Euro 3 standard, which indicates that Ecuador is 20 years behind
developed countries. As a result, Ecuador has one of the lowest quality fuels in the region.
This is probably because that the country's refineries do not have the necessary conditions to

meet stricter specifications.

Hydrodesulfurization is an essential process to meet the strict standards applied to
fossil fuels. NiMo or CoMo catalysts supported on y-AlOs are the most used in
hydrotreatment processes, however, alternative catalysts supported on clays and pillared

clays have been proposed to remove as much sulfur as possible and more resistant to

1



deactivation. On the other hand, in Ecuador, the information on the use of clays as catalytic

agents is very scarce, since the main use is the production of cement and fine ceramics.

Therefore, it is necessary to analyze the use of pillared clays as catalyst suppot for
hydrodesulfurization. In this way, it is intended to take advantage of the abundance of
smectite-type clays in Ecuador. Following with the challenge of preparing catalysts that are

more active and resistant to deactivation.

1.2.  Objectives
1.2.1. General Objective

To give an overview of the research carried out on the use of pillared clays as catalyst
support for refinery processes, with special emphasis on hydrotreating.

1.2.2. Specific Objectives
- To compile information about catalysts supported on pillared clays.

- To synthesize information about the deposits and the principal uses in Ecuador of

smectite clays.

- To analyze if clays in Ecuador can be used as support for catalysts.



CHAPTER II

LITERATURE REVIEW
2.1. Petroleum

Petroleum is a complex mixture of hydrocarbons in a liquid state, with small amounts
of nitrogen, sulfur, oxygen, heavy metals, and others, which are accumulated in subway
reservoirs. Crude oil exhibits a wide variety of properties that prevent its use in its natural
state; therefore, it must be transformed into value-added products that can be used in the
market. After the refining process, refinery gas, LPG, naphtha, gasoline, jet fuel, fuel oil, gas
oil, diesel, residual fuel oil, lubricants, asphalt and coke are obtained. From the molecular
point of view, there are three types of hydrocarbons present in crude oil:

- Paraffins: these are saturated hydrocarbons, rich in hydrogen and perfectly stable;

their general formula is ChHzns+2.
- Naphthenes: are saturated cyclic hydrocarbons; their general formula is CnHan.

- Aromatics: are unsaturated cyclic hydrocarbons. They contain a benzene ring that

allows them to behave as saturated; their general formula is CnH2n-s.

Besides, a fourth type is formed only in the cracking or dehydrogenation of kerosenes

and naphthenes [1].

- Olefins: are unsaturated hydrocarbons, very reactive and combine easily with

hydrogen, oxygen, chlorine, sulfur. The general formula is: CyHzn.

The Watson factor (Kw) estimates the character and behavior of crude oil, based on a
relationship between boiling point and specific gravity. A Kw factor of less than 10
corresponds to highly aromatic compounds, a range from 10.5 for highly naphthenic crudes

to 12.9 for paraffinic crudes and 15 for highly paraffinic crudes [2].
2.1.1. API Gravity

API gravity allows the relative density of various petroleum liquids to be measured; it
is related to specific gravity. The API gravity specifies how light or heavy the oil is, and

indirectly gives an idea about its composition, as light crudes often have low sulfur



concentrations as opposed to heavy crudes. According to American Petroleum Institute
(API), crude oils can be classified into [3]:

Extra-Heavy Oil: < 10 °API

Heavy Oil: 10— 22.3 °API

Intermediate Oil: 22 —31.1 °API

Light Oil: > 31.1 °API

From the extraction point of view, heavy and extra-heavy oils present problems in the
transportation to storage tanks due to their low fluidity, in addition to the associated corrosion
problems. For this reason, techniques have been developed to reduce viscosity employing
steam injection or additives, facilitating not only extraction and subsequent transportation,
but also the oil recovery rate. These processes require additional equipment to maintain
adequate viscosity through temperature. In contrast, light crude oils have almost no such

operational problems [4].

The physicochemical characteristics of oil influence the economic context. Generally,
light crudes have a higher price than heavy and extra-heavy crudes. Light oil provides large
amounts of light distillates together with small amounts of organic nitrogen, oxygen, sulfur
and trace amounts of organometallic compounds (vanadium, nickel, lead); thus, allowing
lower production costs. Mainly gasoline, diesel and heavy fuel components are obtained. On
the other hand, heavy oil tends to have higher concentrations of metals and refractory
molecules, low-value products, which require more effort in the refining process to obtain

the desired products.

The variation in the price of oil produces uncertainty in refineries about the type of oil
that should be used to obtain quality products. Purchasing quality oil at a premium or

assuming high refining costs due to the low quality of the raw material.
2.1.2. World oil reserves

The growing demand for oil and the decline of light oil deposits have led to an increase
in exploration and extraction of heavy oil wells in recent years. However, heavy oil presents

problems not only in the reservoir but also in transportation and refining. These problems are
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associated with sulfur and heavy metal issues resulting in technical difficulties and high
production costs due to additional processes and treatments to reach quality standards.

It is currently estimated that oil reserves in the world are between 9 and 13 trillion
barrels, of which 30% corresponds to conventional resources and the remaining 70% are
unconventional resources. The unconventional resources are distributed in 15% heavy oil,
25% extra-heavy oil, 30% oil sand and bitumen. It is estimated that the reserves of heavy oil
and bitumen are 5.9 trillion barrels, of which 80% are found in Venezuela, Canada and USA
[5] [6]. The CIA's World Factbook shows the numbers and type of crude oil reserves of
countries in the world (Figure 1). Nonetheless, large oil reserves do not mean wealth, as in

Venezuela and Canada, whose production costs are high because they come from oil sands.

World Oil Reserves

Venezuela | 302,3

Saudi Arabia - | 266,2

Canada | | 170,5

Iran—- |157,2

Iraqg - |148,8

Country

Kuwait | 101,5
UAE 1 |97,8 [ Proven Oil Reserves|

Russia —:l 80
Libya—- 48,3
|

United States

T T T T T T T T T T T T 1
0 50 100 150 200 250 300 350
Proven Oil Reserves (BBIs)

Figure 1. World oil reserves [7].

Venezuela has the world’s single largest oil accumulation, in the Faja Petrolifera del
Orinoco. The total estimated oil in place is 1.2 trillion barrels of which 310 billion barrels are
recoverable resources. In the last two decades, oil production has declined to less than 1
million barrels per day. Canada, on the one hand, has large in situ bitumen and extra-heavy
reserves which are 165 billion barrels; besides, estimated in situ resources in Alberta are 1845

billion barrels. It is expected to achieve an increase in production of up to 3.8 million barrels
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of marketable bitumen per day by 2025. On the other hand, the USA contains several heavy
crude oil reservoirs. The proved reserves in California are 2.854 million barrels while the
undeveloped shallow bitumen deposits are estimated at 4.7 billion barrels. The most

important deposits are Midway-Sunset, Kern River and South Belridge [8].
2.1.3. Ecuador oil reserves

The oil boom in Ecuador began in 1972, when 42 million barrels were exported, the
same amount that was exported between 1928 and 1957. Up to that time, oil represented
between 1% and 3% of the Gross domestic product (GDP) [9]. After the oil boom, an
aggressive exploration campaign began in the Orient and the state granted concessions to
private companies. Ecuador experienced a period of bonanza and became an oil-dependent
country, eventually in 2008 20% of the GDP was based on oil exploitation. Today, oil
accounts for 35% of Ecuador's total exports [10]. Over the next 4 decades, the country's
economy has risen and fallen along with oil. In the last decade, due to continuous
constitutional reforms and economic instability, exploration of new fields has ceased and
reserves are estimated at 8,273 billion barrels [7]. Oil production in the last decade can be

seen in Figure 2.

Oil Production (MBls/day)

550
-\
/ =

= 525 - =
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S | : :
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Figure 2. Daily production in the last decade in Ecuador [7].



National crude oil production, in the first quarter of the year 2020 reached 48.9 million
barrels, 2.7% more than the first quarter of 2019. However, such increase would be affected
after the rupture of both pipelines: Sistema de Oleoductos Trans Ecuatorianos (SOTE) and
the Oleoducto de Crudos Pesados (OCP). These ruptures reduced production by 205,240
barrels of the 429,172 barrels per day that were being produced. After the rupture, the oil
Gross Value Added (GVA) decreased 29.4% and added to the context of the pandemic the
GDP decreased by 12.4% concerning 2019 [11]. This shows how susceptible Ecuador is to
changes in oil production and price. Figure 3 shows the variations of GDP in the period 2017-
2019. In July of the same year, production returned to 423 494 barrels per day by national
companies while 105 807 barrels per day by private companies. Total barrels produced are

529 301 barrels per day [12].
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2007=100, Quarterly variation rates

6.0 120
30 6.0
0.0

0.0

-3.0 6.0

Var, 14

Var, 1it-1

6.0 - 120

9.0 -18.0

-12.0 -24.0

Hi7 [ @17 [ 117 [ wi7 | 118
[mmyt1] 02 ] 1.1 ] 08 } 07 } EX

218 | 318 | 418 | 119 | 1219 | 319
1.0 ‘ 08 ] 0.0 | 06 l 0.2 ’ 04

119 | t120 | 1220 | 1320
14 ‘ 10 ] -10_6| 45 ‘

|—Q-tft4 1.7 21 29 28 15 1.5 1.5 07 1.2 0.4 0.0 -14 -1.8 -124 -8.8

Figure 3. GDP decline in the second quarter of 2020 [11]

According to Petroamazonas [13], oil reserves are estimated to reach 1 495 MMBIs in
proven reserves, 245 MMBIs in probable reserves and 702 MMBISs in possible reserves. As
of December 31, 2016, cumulative production was 4 630 MMBIs. As for gas reserves, 184
470 MMSCF in proved reserves, 173 994 MMSCF in probable reserves and 116 765
MMSCEF in possible reserves are estimated, with approximate production amounting to 180

186 MMSCEF. In addition, contingent resources amount to 1.194 MMBIs, with cumulative



production of 2 MMBIs. On the other hand, the estimated volume of prospective resources
analyzed is 1,932 MMBIs, of which 1,273 MMBIs are unrisked prospective resources and
659 MMBIs are risked prospective resources. The total sum of 3P reserves, contingent
resources and prospective resources amount to 4 819 MMBIs.

Two main types of crude oil are produced in Ecuador: Oriente and Napo. Oriente crude
oil is the commercial name given to the blend of several crudes that reach an average gravity
of 24° API. Although at its beginnings this crude oil reached 29° API, it has gradually been
reduced. It comes mainly from fields located in the Oriente base such as Lago Agrio,
Tambococha, Tiputini, Auca, Culebra-Yulebra-Anaconda, Shushufindi-Aguarico, Cuyabeno
- Sansahuari, Sacha and Ishpingo [14]. On the other hand, Napo crude has 17° API, so its
price in the international market is much lower than West Texas Intermediate (WTI). Figure

4 shows the reserves of some of the wells mentioned above.

PRODUCCION ACUMULADA POR ACTIVO
AL 31 DE DICIEMBRE DE 2016

AuCA | 5725
CUYABENO | 1956
EDEN YUTURI | 280,6
APAIKA-NENKE || 10,5
INDILLANA _ 263,8
T | 34 Total: 4,630 MMBIs
LAGO AGRIO ﬁ 2479
LIBERTADOR 458,9
0SO-YURALPA 222,3
PALO AZUL 133,7
SACHA | 919,9
SHUSHUFINDI 1.321,4
0 200 400 600 800 1.000 1.200 1.400
MMBIs

Figure 4. Reserves of some oil wells in Ecuador [13].



2.2.  Sulfur

Of all the heteroatoms compounds in oil, sulfur has the most important effect on the
refinery. The most important drawbacks are deactivation by poisoning of catalysts, corrosion
of refinery equipment, and emission of sulfur compounds into the atmosphere [3]. Refineries
are constantly increasing efforts to reduce the sulfur content in their products as much as
possible, due to stringent regulations issued by environmental authorities. Figure 5 shows the
corrosion problem associated with H>S.

(FERCNT AT R AL ATNURVRL R ST RENE DY

Figure 5. H.S corrosion in pipelines [15].

The sulfur content of crude oil is usually between 0.2 wt.% and 3.0 wt.% Generally,
sweet crude is used commonly to name crudes with sulfur content less than 0.5% wt., and
sour crude for values greater than 1.5 wt.%. Certain petroleum products need very low sulfur
content to comply with established standards, for this reason, the refining costs of sour crudes
tend to increase due to additional sulfur removal treatments compared to sweet crudes. Table

1 shows the sulfur index of the most representative crudes in the international market.



Table 1. Gravity °API and sulfur levels present in some important types of crude oil [16].

Gravity

Brent
West Texas Intermediate

Arabian Extra Lt. Export
Daging
Forcados Export

Arabian Light Export
Kuwait Export Blend

Marlim Export

Cano Limon

Oriente Export
Maya Heavy Export

Country of

Origin

UK.
USA

Saudi Arabia
China
Nigeria
Saudi Arabia
Kuwait
Brazil
Colombia

Ecuador
Mexico

Crude Qil Class

Light Swest

Light Sour

Medium Medium Sour

Medium Sour

Heavy Sweet

Heavy Sour

(°API

40.0
3938

381
330
295

340
309

201
252

250
213

)

Sulfur
(wt.%)

0.5
0.3

1.1

01

02

19
25

07
04

14
34

The refining process starts with the desalting of the crude oil, then the stream enters
the atmospheric distillation where different fractions of crude oil are obtained. The fractions
obtained are gas, naphtha, kerosene, atmospheric gas oil, vacuum gas oil. These fractions are
characterized by their boiling point and generally contain traces of heteroatoms such as sulfur
and nitrogen (Table 2) [17]. These streams are sent to other towers and units to undergo new

processes, at the end of which oil derivatives will be obtained.

Table 2. Properties of crude fractions [17].

Naphtha  Kerosene Gas oil AtTeZ?gBSric ngcsugﬁn Y:gil::llilr:
Bo"i(rl%fomt 40-180 180230  230-360 343+ 343-500 500+
% of S 0.01-0.05 0103 0515 255 153 3-6
% de N 0.001 0.01 0.01-0.05 0.2-0.5 0.05-0.3  0.3-0.6
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2.2.1. Sulfur Compounds

Sulfur in oil occurs in various forms, such as hydrogen sulfide, hydrogen sulfide,
mercaptans, sulfides, disulfides, while in the heavier fractions there are refractory compounds
such as thiophenes, polysubstituted benzothiophenes and dibenzothiophenes, which due to

their complex structure are very stable and not very reactive (Figure 6).

Thiols Sulfides Disulfides Thiophenes
R—SH R—s—R' R—s—S—R' @\
S R
Benzothiophenes Dibenzothiophene
r LI
/ R / R1
S
R1

Figure 6. Most common sulfur compounds in crude oil.

Several methods are currently available to characterize and quantify sulfur content in
fuels. Standardized assays such as ASTM D129, ASTM D1552, ASTM D4249 require high-
temperature treatment of the samples, moreover, methods such as wavelength dispersive X-
ray fluorescence spectrometry (WDXRF) and energy dispersive X-ray fluorescence

spectrometry (EDXRF) are used due to the absence of such treatment [18].

Over the years, sulfur removal has developed due to the stringent environmental
regulations that have been implemented. The literature shows several related processes, such
as hydrodesulfurization (HDS), oxidative desulfurization (ODS), adsorption desulfurization,
biodesulfurization. The most widely used removal method in refineries is
hydrodesulfurization due to the performance obtained compared to other options, although it

should be noted that it has high operating costs.
2.2.2. Regulation

The first regulations on fossil fuels were not only introduced to reduce pollution but
also because they did not allow the use of new technologies. Proof of this is the restriction of

lead in the '70s that prevented the use of catalytic equipment, as well as the use of methyl
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tert-butyl ether (MTBE) as oxygenating in gasoline due to its toxicity to humans. Currently,
efforts are being made to reduce CO and NOx emissions, but sulfur inhibits the use of

technologies to achieve it.

Sulfur oxides (SOx) affect the performance of catalytic converters, producing corrosion
problems in pipes, engines and equipment. They are also harmful to the environment, as they
are the main cause of acid rain and cause respiratory problems in humans. For these reasons,
stringent fuel standards have been implemented and scientific efforts have focused on more
effective catalysts to achieve the desired quality.

European Union implemented the Euro 1 standard in 1992. Euro standards are a set of
requirements that regulate the acceptable limits for internal combustion gas emissions. Since
then, these standards have been renewed every 4 years with new requirements that vehicles
must meet. In addition to prohibitions and restrictions on the circulation of vehicles. These

standards have been a worldwide reference and currently have the Euro 6 standard.

By comparison, the United States uses ASTM standards, such as D 4814, which is the
standard for gasoline, D 975, which regulates diesel fuels, and D1655, which covers jet fuels.

Even D 6751 has been proposed for biodiesel fuel blends.

Since the information is scattered, the European Automobile Manufacturers
Association [19] synthesizes the main standards in the world by grouping them into

categories. The categories are listed below:

- Category 2: Markets with requirements for emission control, such as US Tier 1, Euro

2, Euro 3 or equivalent emission standards, or other market demands.

- Category 3: Markets with more stringent requirements for emission control, such as
US LEV, California LEV or ULEV, Euro 4 (except lean burn gasoline engines), JP

2005 or equivalent emission standards, or other market demands.

- Category 4: Markets with advanced requirements for emission control, such as US
Tier 2, US Tier 3, California LEV I, Euro 4, Euro 5, Euro 6/6b, JP 2009 or equivalent
emission standards, or other market demands. Category 4 fuels enable sophisticated

NOx and particulate matter after-treatment technologies.
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- Category 5: Markets with highly advanced requirements for emission control
(including GHG) and fuel efficiencies, such as US Tier 3 Bin 5, US light-duty vehicle
fuel economy, California LEV I11 and as amended, Euro 6c¢, Euro 6dTEMP, Euro 6d,

current EU COs target, China 6a, China 6b or equivalent emission control and fuel

efficiency standards.

- Category 6: Markets with potential emission control and fuel efficiency targets more

stringent than those in Category 5, such as future or anticipated US light-duty vehicle

GHG and fuel economy standards and future EU targets for COx.

Examples of trace metals include, but are not limited to, Cu, Fe, Mn, Na, P, Pb, Si and

Zn. No trace metal should exceed 1 ppm.

Gasoline and diesel have quality indicators, such as octane number and cetane number
respectively. The octane number is a scale that measures the anti-knock capability of fuel
when compressed inside the cylinder of an engine. The cetane number is an indicator of the
rate of combustion of diesel fuel, and the compression required for ignition. This number is
related to the time that elapses between the injection of the fuel and the start of its combustion,
called the ignition interval. On the other hand, standards have imposed restrictions on the
maximum number of oxygens, olefins, aromatics, sulfur and trace metals. Table 3 and Table

4 show the quality requirements for each of the above-mentioned categories of the both

gasoline and diesel fuels.

Table 3. Gasoline emission control requirements [19].

Gasoline

Category 2 Category 3 Category 4 Category5 Category 6

Sulfur, ppm
Oxygen, %om/m

Olefins, %v/v

Aromatics,
%Vv/v

Benzene, %v/v
RON

150
2.7
18.0

40.0

2.5
91, 95, 98

30 10
2.7 2.7
10.0 10.0
35.0 35.0
1.0 1.0

91, 95, 98 91, 95, 98

10
3.7
10

35.0

1.0
95, 98

10
3.7
10.0

35.0

1.0
98, 102
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Table 4. Diesel emission control requirements [19].

Diesel
Category 2 Category 3 Category 4 Category 5

Cetane Number 51 53 55 55
Sulfur, ppm 300 50 10 10
Total aromatics %om/m 25 20 15 15
Flash point, °C 55 55 55 55

FAME, %v/v 5 5 5 Non-detectable
Distillation T90 °C 340 320 320 320
Distillation T95 °C 355 340 340 340

Similarly, Ecuador has implemented fuel quality standards to be marketed in the
country. NTE INEN 935 [20] establishes requirements for 87 octane, 92 octane and 93 octane
gasoline. NTE INEN 1489:2012 [21] in addition to the quality requirements, indicates the

use of each type.
- Diesel No. 1: fuel used in industrial or domestic external combustion appliances.

- Diesel No.2: fuel used in the industrial, fishing and electrical sectors, except for the

automotive sector.
- Diesel Premium: fuel used in automotive vehicles.

While the price of fuels in Ecuador is approaching international prices, their quality is
questionable. Ecuador has some of the worst fuels in the region, which damages engines and
affects the environment and people's health. According to INEN standards, gasoline quality
is EURO 2 type, which indicates a 20-year delay, while diesel is EURO 1 type. Table 5 and
Table 6 show the quality of fuels sold in the country.
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Table 5. Gasoline Specifications according to NTE INEN 935

Gasoline
87 Octane 92 Octane 93 Octane
Sulfur, ppm 65 65 30
Oxygen,
%m/m 2.7 2.7 2.7
Olefins, %v/v 18.0 25 25
Aromatics,
%oy 30.0 35.0 35.0
Benzene, %v/v 1 2.0 1.3
RON 87 92 93

Table 6. Diesel Fuel Specifications according to NTE INEN 1489:2012

Diesel
Diesel No.  Diesel No. Diesel
1 2 Premium
Cetane Number 40 45 45
Sulfur, % w/w 0.3 0.7 0.05
Flash point, °C 40 51 51
kinematic viscosity, cST 3 6 6
Distillation T90 °C 288 360 360

2.3. Hydrodesulfurization

Hydrodesulfurization is a crude oil purification process that mainly removes sulfur, but
at the same time denitrification, deoxygenation and cracking reactions are carried out. The
main objective of this process is to protect the catalysts used in the refinery's catalytic
processes, and also to remove sulfur compounds to comply with regulations. However, to
increase sulfur removal greater operational efforts are required, which increase costs and

risks in the facilities.

Despite advances in the catalytic industry, it is still impossible to obtain sulfur-free
refinery products. This is because a percentage of sulfur belongs to refractory molecules of

high boiling points and highly substituted, causing these molecules to have high steric
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hindrance and to be very unreactive. A wide range of refractory molecules, mainly alkyl-
substituted dibenzothiophenes (DBT), such as 4-methyldibenzothiophene (4-MDBT) and
4,6-dimethyldibenzothiophene (4,6-DMDBT) are found in the heavier fractions of crude oil,
corresponding to the majority of residual sulfur in refined crude oil [22] [23].

Hydrodesulfurization consists of the reaction of hydrocarbons with hydrogen in the
presence of an appropriate catalyst bed. The feed typically consists of fractions from primary
distillation, prior to any catalytic process. The products of the process are desulfurized
gasoline, desulfurized light and heavy naphtha, or desulfurized fuel oils or desulfurized
catalytic fuel oils; on the other hand, sulfur is removed in the form of hydrogen sulfide [24].
Generally, this process is carried out at temperatures ranging from 330°C to 400°C and
pressures in the range of 5 to 10 MPa [25]. Figure 7 illustrates a typical hydrotreating unit.

The most important process variables in HDS are temperature, hydrogen partial
pressure and space velocity. Increasing temperature facilitates the HDS reaction, avoiding
excessive temperatures due to increased coke formation and consequent catalytic
deactivation. Hydrogen partial pressure increases at HDS reaction rate, and reduces
poisoning by coke deposition. High pressures promote the HYD mechanism, avoid reaction
temperature increase and reduce coke formation on the catalyst. Decreasing the space
velocity enhances the HDS activity because it increases the contact time between the phases
and the catalyst [26].

C3 AND LIGHTER TO H3S REMOVAL

1 HYDROGEN RECYCLE

Hy
MAKEUP

STEAM OR

100°F ! HOT OIL

DESULFURIZED PRODUCT

FEED G

HYDROGEN
HEATER REACTOR SEPARATOR  STRIPPER

Figure 7. Catalytic hydrodesulfurizer system [25]
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2.4. HDS Catalyst
2.4.1. Catalyst Structure

A catalyst is a substance that increases the reaction rate, without being consumed in the

process. The solid catalyst usually consists of:

- The active phase reduces the activation energy of a chemical reaction. They can be
metals, metal oxides, metal sulfides or metal carbides.

- The promoter modifies support or active phase properties. The properties may be

activity, selectivity or resistance to deactivation.

- The support facilitates dispersion and stability of the active phase. It generally has a

high surface area, adequate pore size distribution and suited thermal stability.

The catalysts used in refineries allow increasing the speed and selectivity of the
reactions carried out in the HDT stage. The most commonly used catalysts for HDT are
molybdenum sulfides, promoted with Ni or Co. The main difference between both Ni-Mo
and Co-Mo catalysts is their hydrogenation activity. Co-Mo catalysts have high activity for
HDS at mild conditions with minimal hydrogen consumption, but are sensitive to refractory
compounds such as DBT. In contrast, Ni-Mo catalysts allow higher hydrogenation of the
aromatic ring obtaining better HDS activity for refractory compounds via HYD. However,

they have high hydrogen consumption.
2.4.2. Catalyst Preparation

Bimetallic catalysts are often synthesized by the sequential incipient impregnation
method. This method consists of impregnating the support with Mo through a precursor.
After drying and calcining, Co or Ni impregnation is carried out, and the drying and calcining
process are repeated. The catalysts impregnated first with Co or Ni show lower activity than
catalysts with primary Mo impregnation. This indicates that the order of impregnation

influences the catalyst.

Another method of catalyst synthesis is co-impregnation, which consists of
simultaneous impregnation of precursors in an aqueous state, followed by drying and

calcination. It has been shown that the activity of the catalyst depends to a great extent on the
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type of precursor, the amount and pH of the solution, since they greatly influence the
formation of the active phase and its dispersion.

The catalysts present their active phase in the form of oxides dispersed in the support,
but to present catalytic activity the oxides must be transformed into metal sulfides by an
activation process. Activation consists of two steps: Reduction and sulfidation. The reduction
by hydrogen allows obtaining vacancies in the catalyst. A fraction of Mo®* is reduced to
Mo** while the rest is reduced to Mo [27].

Sulfidation is the redistribution and transformation of inactive metal oxides into active
metal sulfides with the appropriate geometrical configuration. Gas-phase sulfiding consists
of passing a stream of H.S/H> or C>S/H, over the catalyst, however, this method is only
performed on a laboratory scale. In industrial processes, sulfiding is carried out inside HDT
reactors (in situ) with liquid feeds containing sulfiding agents, usually methyl disulfide as a

hydrogen sulfide source agent. The reactions involved are described by equations (1) y (2).
9C00 + 8H,S + H, — CoySg + 9H,0 (1)
MoO; + 2H,S + H, = MoS, + 3H,0 (2)
2.4.3. Active Phase Models

In general, the mechanism of the HDS phenomenon is explained by the Solid-State

Model [28], from which it follows that the fundamental transformations in HDS are:
- Adsorption (coordination) of the sulfur compound to the active site.
- Hydrogenation of unsaturated C=C bonds.
- Sulfur-carbon bond breakage (sequential or simultaneous).
- Addition of hydrogen to broken sulfur and carbon bonds.
- Exit of the hydrocarbon from the active site.
- Exit of H2S from the active site.

The vacancies are sites where it can receive pairs of electrons donated by the sulfur

atom, i.e., the vacancies result in chemisorption of the sulfur molecule on the catalyst. The
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vacancies are formed after the reduction step with Hz. The mechanism of HDS with a

thiophene molecule is presented in Figure 8. The thiophene molecule represents any sulfur
molecule and X a vacancy.

S ‘ s o

H H H S H
T/ X \S \T ‘ \S
Mo—S—Mo—S8—NMo Mo—8—Mo—S—NMo IUIo—S—Mo—S—I\‘/Io

|

A AN -H,S H  H H +H 1/ \\
S X S Nt é <(—2 HzC CH2

[ [
Mo—S—Mo—S—Mo Mo—S—Mo—S—NMo

S S S
| [

Mo—S8—Mo—S—NMo

Figure 8. HDS mechanism for thiophene explained by the vacancy model.

The active sites of the catalyst influence the activity and selectivity of the catalyst;
however, their exact nature is still debated. The crystal structure of MoS: is the most accepted
model for non-promoted Mo catalysts, which consists of S-Mo-S layers bound by van der

Waals forces. Each unit cell consists of two S planes with an intermediate Mo plane, as shown
in Figure 9. Each sulfur atom is bonded to 6 other sulfur atoms.

(a) (b)

Figure 9. Structure of the crystalline phase of MoS.. a) Lateral view of a layer. b) Top view
of a block of MoS; [17].

The crystals are located parallel to the basal plane (111) of the catalyst. Daage and
Chianelli [29] demonstrated the existence of two types of sites in MoS; crystals. The Rim-
Edge model describes the MoS: crystal as a stack of different disks (Figure 10). The top disks
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are the Rim sites where hydrogenolysis of the C-S bond occurs, although they can also occur

at the Edge sites. However, hydrogenation occurs exclusively at the Rim sites.

[ edge

basal

Figure 10. Rim/Edge model of a MoS; catalytic particle [29]

On the other hand, bimetallic catalysts present the Co-Mo-S or Ni-Mo-S structure. The
CoSx particles are located on the edges of the MoS: crystals. Two types of Co(Ni)-Mo-S
structures are distinguished.

- Type | where Mo is not completely sulfided. This type occurs in conventional
synthesis techniques and when the support has a strong interaction with the active
phase.

- Type Il where Mo is completely sulfurized, therefore, they are more active. It is
obtained by increasing the calcination temperature or by a weak support-active phase

interaction.

Figure 11 shows the different sulfur phases present in the CoMo/Al>O3 catalysts. The
CogSg phase is due to a high Co/Mo ratio.

Co, QS CoMoS
+ / Tipo |
' . Mo
s ° Co
CoMoS
Tipo Il

Co: ALO,

Figure 11. Sulfide species on the surface of CoMo/Al,Os3 catalyst [17].
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2.4.4. Hydrodesulfurization pathways

Currently, because most of the world's remaining crude oil reserves are heavy crude
oil, more active catalysts are required for refractory compounds. Therefore, recent research
has used 4,6-DMDBT as the main reactant. This compound presents steric hindrance because
it has alkyl groups adjacent to the sulfur atom that hinder its removal by direct
desulfurization. Possible routes that allow HDS have been put forward which are HYD and
DDS. The hydrogenation route (HYD) consists of hydrogenation of the aromatic ring
followed by removal of the sulfur atom. The direct desulfurization route DDS consists of the
cleavage of the C-S bond, directly removing the sulfur atom (Figure 12) [30].

3 R R
ng R *

= Q- Qe

Figure 12. Hydrodesulfurization of DBT. DDS, direct desulfurization pathway; HYD,
hydrogenation pathway [30].

7
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2.4.5. Catalytic Deactivation

Deactivation results in loss of catalyst activity. These deactivations can be reversible
or irreversible. Generally, in the case of reversible deactivation, catalytic processes in the
industry have a catalyst regeneration stage which eliminates the carbon residues in the
catalyst. On the other hand, irreversible deactivations make the catalytic converter unusable
and must be replaced, generating costs to the company. Each type of catalytic converter has

a useful life, which can be reduced by chemical, thermal or mechanical mechanisms.
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The deactivation phenomena can be grouped into:

- Poisoning: when certain molecules (poisons) are strongly chemisorbed on the active
sites, reducing their number. Often, the poisons can be the reactants themselves, a

product of the reaction or simply an impurity in the stream.

- Fouling: is due to the deposit of carbonaceous residues (coke) that are strongly
adsorbed on the catalyst blocking active sites or pores leading to active sites. Coke

can form multilayers where it blocks the access of reactants to the active sites.

- Sintering: This is due to the growth or agglomeration of metallic crystals. These
crystals reduce the specific area and therefore the catalytic activity. This phenomenon

is favored at high temperatures and accelerated in the presence of water vapor.

- Chemical degradation: This is due to the loss of the active centers of the solid catalyst
due to its transformation, by chemical reaction, into volatile species. It has been
reported that, due to the nature of the catalyst, the active phase can be redispersed

giving rise to a new phase called inactive bulks.

- Mechanical failures: Due to the number of catalysts inside the reactor, they tend to
deform underweight. The catalysts can fracture due to the thermal stress to which it
is subjected, these fractures in turn can lead to erosion due to the continuous flow in

the reactor.
2.4.6. Catalytic Regeneration

The main cause of catalyst deactivation is the accumulation of coke; therefore, catalysts
must be regenerated since replacing them with new ones would result in higher costs and
waste. Catalyst regeneration can be discarded when the active phase is contaminated by
permanent poisons or very low catalytic activity, and by deficient physical properties such

as mechanical resistance [31].

One of the most widely used methods for catalyst regeneration is Roto-Louvre oven
technology. The process consists of analyzing various parameters such as residual carbon
and sulfur, surface area, mechanical strength, poisons, to determine the operating conditions

of the regenerator. The catalysts then enter the rotary oven, which uses hot air to initiate the
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combustion of sulfur and carbon. Finally, the catalysts pass to the screening stage where dust
is removed and fine catalysts are eliminated to avoid pressure drop in the reactor.

2.5. Clays

Guggenheim and Martin (1995) define the term clay as "a natural material composed
mainly of a fine-grained mineral, which is generally plastic at adequate water content and
which hardens after drying or calcining™ [32]. Clays have a particle size smaller than 2um.
When wet they possess sticky and plastic characteristics, however, when dry they are hard
and cohesive [33]. Chemically, clay minerals are hydrated aluminum/magnesium silicates;
they may contain other elements such as iron, calcium, sodium, potassium and others, with a

lamellar or fibrous crystalline structure.
2.5.1. Origin

James Hutton developed the lithological cycle, which describes the formation
processes and relationships that allow transformation between igneous, sedimentary or
metamorphic rocks [34]. The model explains the transformation of rocks through time in a
closed cycle. The rocks observed are in momentary equilibrium, because any change in their
surroundings will break their equilibrium which will cause a transformation. To understand
the origin of the various existing minerals, it is necessary to differentiate two very important
layers, SIAL and SIMA.

The SIAL layer, located between 40 and 100 km deep in the Earth's crust, is rich in silica and
aluminum, while the SIMA layer, located further inland, is rich in iron and magnesium with
proportions of aluminum and silica [35]. After the cooling of the Earth's surface millions of
years ago, the SIAL layer allowed the formation of igneous rocks and the SIMA layer gave
rise to basic rocks. The first rocks were subjected to the harsh atmospheric conditions of that
time, which after both physical and chemical processes resulted in several formations of

various minerals.

Today, after millions of years of constant change, 95% of the Earth's crust is made up of
silicates and part of these silicates are clays. According to Besoain [36], clays can be formed
by inheritance, transformation and neoformation. Formation by inheritance indicates that

mineral A is transformed into mineral B by the contribution or elimination of some elements,
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conserving a large part of the original crystalline matrix. The other two mechanisms suggest
the formation of clays during a chemical reaction, either synthesis from component elements
or an original clay. Generally, clays from volcanic ash soils and alluvial volcanic sediments
are formed from chemical and physical weathering resulting in the fragmentation of larger
minerals to their characteristic size of less than 2 um, as well as an accumulation of oxides

in their structure.

The physical and chemical properties of the resulting minerals depend on the characteristics
of their source rock and the various processes to which it was subjected. As explained above,
clays are often formed from soils with volcanic ashes, however, time and the composition of
these ashes form a certain type of clay. A clear example is the formation of kaolinites and

montmorillonites.

On the one hand, kaolinites are formed from feldspars of recent volcanic ashes, although
isolated cases have been found of formations in ancient soils of ashes and pyroclastic
material. This transformation occurs by weathering processes. Another mechanism proposed
is the formation of montmorillonite or chlorite by desliming and desilicification. On the other
hand, smectics are formed from volcanic ash deposits together with an abundance of basic
cations and a high silica/alumina ratio. The formation of montmorillonite is favored in humid
conditions, indicating that certain conditions influence the formation of one or the other type
of clay [36].

2.5.2. Structure

Clay layers present a molecular structure based on the stacking of layers formed by
tetrahedral and octahedral sheets arranged in different combinations (Figure 13) [37]. The
tetrahedral sheet is composed of silicon and oxygen tetrahedra, which are bonded together
by sharing three of their four oxygens. These oxygens are called basal oxygens and are in
coordination with two silicon atoms belonging to two neighboring tetrahedra, forming a
hexagonal pattern. Generally, the tetrahedral cations are Si and Al [38] [39]. The octahedral
sheet is formed by magnesia or alumina octahedra. This octahedron is electrically unbalanced
due to the negative charges contributed by the vertices, and to neutralize each other the

vertices tend to share [39].

24



O Oxygens b O Oxygen
@ Hydroxy|5 o Silica
@ Aluminum

Figure 13. Clay structure. a) octahedral sheet and b) tetrahedral sheet [37]

The layer tends to have an excess of negative charge due to substitutions of some
cations by others of lower charge. This effect is neutralized by the individual cations (usually
Na*, K*, Mg?") existing in the interlamellar space. On the other hand, these cations can be in
coordination with hydroxyl groups, forming an octahedral sheet. This type of configuration
is called 2:1:1 layer, where the lamellar octahedral layer does not share vertices with the

tetrahedral.

Depending on the combinations of the layers, two types can be distinguished. A 1:1
layer if there is an octahedral and a tetrahedral layer, while a 2:1 layer if there is an octahedral
layer between two opposing tetrahedral layers [40]. The fourth oxygen of the tetrahedron is
called the apical oxygen, which forms a bonding plane between the octahedral and tetrahedral
layer, however, there are apical octahedral oxygen atoms that are not bound to any
tetrahedron. These oxygen atoms bind hydrogen atoms to compensate their charge, forming

hydroxyl groups [39].
2.5.3. Types

In nature, several types of clays are found, each one with different physical and
chemical properties. This difference is mainly due to the arrangement and compositions of
octahedral and tetrahedral sheets. Layer silicate minerals can be classified basis of these
characteristics, structural characteristics, linkage configuration, chemical characteristics (net

layer charge), and chemical character [41].

25



Table 7. Classification of phyllosilicates related to clay minerals [41].

Family Group Subgroup Specie Formula
o Nacrite, Kaolinite Al Si; Os (OH)4
Kaolinite — i -
o ) Dickite, Halloysite Al Si; Os (OH)4
11 Kaolinite-Serpentine — i i
) Antigorite, Chrysotile | Mgz Si> Os (OH)4
Serpentine i _
Amesite (Mg Al) (Si Al) Os (OH).
) Pyrophyllite Pyrophyllite Al Siz O10 (OH)2
Pyrophyllite-Talc -
Talc Talc Mgs Sia O10 (OH)z
Montmorillonite (Mgo_33 A|1_67) Sis Oy (OH)2 - X%033
Montmorillonite Beidellite Al (Size7 Alo.ss) O10 (OH)2 - X¥o33
) Nontronite Fe2 (Sise7 Aloss) O10 (OH)2 - X033
Smectite i _ .
Saponlte Mgs (SI3,67 A|0,33) O (OH)z - X033
Saponite Hectorite (Mg2.67 Lioss) Sia O10 (OH), - X¥o.33
)t Sauconite (Mg22Zn) O10 (OH); - X" 033
) Vermiculite Dioctahedral (Al Fe™), (Siz2 Alozs) O10 (OH)2 Mgo4
Trioctahedral Mgs (Siz2 Alo.3z) O10 (OH)2 Mgo s
Mica Dioctahedral Muscovite, Illite Al; (Siz2 Aloss) O10(OH)2 Kog
Trioctahedral Biotite, Lepidolite Mgs(Sis Al) Oy (OH)2 K
Chlorite Di, Tri )
i Several proposed names | (Mg, Fe)s (Si, Al)s O (OH);
Mixed
) ) o Dioctahedral Palygorskite Mg Al; Sig Oz (OH)3 (OH2)4 - 4H,0
Paligorskite-Sepiolite i _ i
Trioctahedral Sepiolite Mgs Si12 Oz (OH)s (OH2)4 - 6H20
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Among the most representative groups are kaolinite, smectite and palygorskite, and
sepiolite. Kaolinite is an important industrial clay mineral in agroindustry, paper industry,
and civil construction industry. Its chemical composition is Al2Si>Os(OH)s, which
influences a low cation exchange capacity. Due to low cation substitution, it has a low
surface area. Other remarkable characteristics are its low absorption capacity and low
viscosity [42].

Smectite are very useful clay minerals in the catalytic industry and absorption
process. Na*, Ca?*, Mg?*, Fe?* and Li-Al cations are located in the space between the 2:1
layer. This type has high layer charge and high exchange capacity. Smectite has high
absorption capacity due to its high surface area. Palygorskite and sepiolite are Mg-Al
silicate materials. Both are very similar, only differing in the large unit-cell. This type has
colloidal properties as the resistance to the high concentration of electrolytes. The surface

area, absorption capacity and viscosity are relatively high [37].
2.5.4. Applications

Heavy metals are generally toxic to humans, even at low concentrations and
because they are bioaccumulative. The most common heavy metals found in trace
amounts are Fe, Mn, As, Pb, Se, Cu, Zn, Ni, Cd, Hg and Cr. The increase in the
concentration of these metals is due to human activities, mainly industry, agriculture and
mining waste disposal. In this context, several investigations have leaned towards the use
of clays and pillared clays due to a more economically profitable process [43] [44] [45],
thus concluding that clays can be used as natural adsorbents for heavy metal removal in

aqueous systems.

Volatile organic compound (VOC) molecules such as methane, ethane, hydrogen
sulfide and sulfur dioxide are released into the environment from industrial activity and
natural sources. These VOCs react with other atmospheric pollutants such as nitrogen
oxides to produce tropospheric ozone, contributing to the formation of photochemical
smog and the greenhouse effect. Moreover, compounds such as benzene, vinyl chloride
and 1,2-dichloroethane are extremely hazardous to health. Among the materials used in
the adsorption of VOCs is activated carbon, although it has some disadvantages such as
flammability, pore clog, hygroscopicity [46]. For this reason, alternative adsorbent
materials such as clays have been promoted, mainly due to their adsorption capacity, high

mass transfer rates, low cost, abundance and regeneration. For example, Nunes [47] made
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chemical modifications to natural clays using cationic surfactants, then used it as an
adsorbent for a bis(triethoxysilyl)benzene and tetraethyl orthosilicate mixture, and the

results are very promising.

Pillared clays due to their pore size, acid sites and thermal stability have been often
used as catalysts or catalyst support for catalytic reactions. Luck [48] compared different
supports for catalysts, the results showed low HDS activities for clays attributed to their
low surface area. However, the author suggests that in the future they can be used due to
their low cost, high ease of synthesis, high mechanical strength. Alvez et al. [49] studied
Ni, W, Ni-W catalysts supported on pillared clays. The results reveal that they are active
on thiophene HDS, however, the Ni-W catalyst shows higher activity, probably due to
the formation of active complexes. The author suggests that future studies should focus
on increasing the specific surface area of the NiW/PAI catalyst. Recently, the use of clays
for cosmetic and medical purposes has increased due to applications such as facial, hair
and skin treatment and dental creams. Nonetheless, for such applications it is required
that the clays have low or no toxicity [50].

2.6. Pillared Clays

Pillaring is the process by which lamellar composites are transformed into stable
microporous and/or mesoporous materials with retention of the layer structure. A pillaring
derivative is distinguished from an ordinary interlayer by the intracrystalline porosity
made possible by the lateral separation of the interlayer host [51]. Calcination of the
resulting expanded material leads to the conversion of the polycations into stable metal
oxides, which can be considered as pillars that permanently keep the clay layers separated

at a larger interlayer distance [52].

Pillaring agents are chemical species, which are introduced into the lamellar space
to form pillars that induce porosity in the structure. Pillaring agents form metal oxide
pillars that increase the thermal and hydrothermal stability of the clay [53]. Mostly, the
pillaring agents used are hydroxication agents, such as Al, Zr, Cr, Fe, and so on [54];
nowadays mixed pillars are also used: Al-Fe [55] [56], Al-Cr [57] [58], Al-Ce [59]. The
properties of pillared clays depend greatly on the cations used for pillaring. Pillared
alumina clays are predominantly microporous, while clays pillared with titanium and

gallium exhibit mesoporous, in addition to the thermal stability of 850°C [60]. Chromium
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is commonly used for pillaring due to its oxidation numbers and relative acidity, however,

Cr-PILC does not overcome the calcination phase, decreasing its surface area [58].
2.6.1. Preparation methods

Generally, smectite-type clays are preferred for catalytic material due to their
textural characteristics. In the context of pillaring, they are appreciated for their high
cation exchange capacity. The first step consists of slowly adding the pillaring agent to
the suspended clays over a long period of agitation. The pillaring solution contains
polyoxocation which replaces the inorganic cations in the interlayers of the clays. This
impregnation increases the basal space up to 5 times. Control of pH, temperature and
aging time are crucial in this step. Large amounts of pure water are consumed in this step
due to the number of times it is repeated [61]. Finally, the solids are calcined to transform
the hydroxide pillars to stable pillars. After pillaring formation, the material acquires the
porous network and high surface area ranging from 230 m?/g [62] to 510 m?/g [63]. Figure
14 represents a schematic of the pillar formation process and shows the size ratio of the
basal space, the decrease of the basal space (d>) is due to the bonds changing from ionic

to covalent increasing considerably the thermal stability [64].
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Figure 14. Schematic representation of the pillaring process [64].

The process described above is called the conventional method. In the industrial

field, using this method is unfeasible since it requires large amounts of water and heat, in
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addition to high heat demand. For this reason, the study of microwave and ultrasound
methods have been more relevant since these methods drastically reduce the preparation

time and the amount of water required.

Intercalation step time can take just a few minutes using ultrasound. The procedure
consists of subjecting the mixture of the pillaring solution and suspended clays to
ultrasound around 20 to 30 minutes. Katdare et al. [65] prepared pillared clays and
analyzed the effect of ultrasonic pretreatment time. The structural characteristics of PILCs
prepared with ultrasound were slightly superior to those prepared with the conventional
method. However, the time was significantly reduced. It is inferred that ultrasound
accelerates the diffusion of Al13 polyoxication within the clay, while cation exchange
occurs subsequent to the intercalation step. In the same way, Moma et al. [66] point out
a substantial decrease in preparation time as well as water consumption. The textural
properties of the PILCs prepared by Moma show an increase in surface area and basal
space, as well as high thermal stability.

Microwave irradiation was applied to synthesis of pillared clays, achieving
excellent results in time reduction and with larger surface area than PILCs prepared with
the conventional method, and thus large-scale fabrication is very promising [67]. Fetter
et al. [68] studied the time course of exposure of clays to microwave irradiation. XRD
patterns showed that only samples exposed between 10 and 30 min have well defined
diffraction (001) peaks. Sassi et al. [55] used Al-Fe pillared montmorillonite as catalysts
in catalytic wet air oxidation. The materials were submitted to 5 min to microwave
irradiation and catalytic activity was compared with the conventional method. The results
showed that both methods present similar catalytic performance, although, the catalytic

deactivation was hindered in these catalysts due to well pore size.
2.6.2. Pillared clays in catalyst

Kloprogre et al. [69] prepared Nickel catalysts using Na-montmorillonite from
Wyoming, which was pillared with Aliz. These materials were air- or freeze-dried and
calcinated at temperatures between 473 and 973 K. The catalytic activity was tested by
thiophene conversion measurement. The HDS activity of catalysts prepared from pillared
clays shows higher activity than carbon-supported and alumina-supported catalysts. The
authors explain that HDS activity may be due to a low metal-support interaction, which

is directly proportional to temperature increases. A second explanation is a better
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dispersion of active sites; the active phase can be properly dispersed in a larger surface
area. A third factor that influences HDS activity is the acidity, increase the temperature
calcination minimizes the acidity of the clay due to loss of protons released from the
pillars.

Ramos-Galvan et al. [70] prepared NiMo catalysts supported on Al- and Ti-PILC.
Montmorillonite type clays from Durango, Mexico, were pillared with Al- and Ti-
polyoxocations. Then, the materials were dried at a temperature between 40-120 °C for
16 h and calcined at 300 and 500 °C for 2 and 3 h. The active phase Ni-Mo was
impregnated using ammonium heptamolybdate and nickel nitrate. The XRD results
display a drop in the concentration of the exchangeable cations, which is due to the
displacement of the original cations by the polyoxocations intercalated upon the pillaring.
The interlayer distance of Al- and Ti-PILCS were 17.7 and 18.6 A respectively. The
overall HDS rate of NiMo/Ti-PILC was 24.8% HDS/m?, which is a value higher than
9.7% for NiMo/Al,Oz. Furthermore, upon the regeneration treatment, NiMo/Ti-PILC
raises its overall conversion rate. It may be explaining by the redispersion of the active
metals on the surface. The redispersion contributes to the formation of metal mixed

phases, small crystallites of NiS and MoS, which enhanced the HDS catalytic activity.

Sychev et al. [71] prepared chromia-pillared clay and used them as catalysts for
hydrodesulfurization of thiophene. Oglanlinsky montmorillonite was pillared with
hydroxychromium polycations at 368 K for 36 h. The material was air dried at room
temperature and heat-treated in a thin-bed with He flow. Sulfuration was performed with
H>S/He flow at 673 K for 2 h. The catalytic activity was measured in HDS processes at
623 and 673 K for 24 h. The catalysts were found to have a very low catalytic activity,
with a thiophene conversion equal to 20%. Among the main reasons for their low
performance is that the catalyst deactivated in the first 5 to 35 min of the test, such
deactivation is attributed to the formation of coke. The products obtained show selectivity

towards n-butane, indicating that the Cr-sulfide species are probably active for HYD.

Hayashi et al. [63] synthesized Co-smectites catalysts. Several types of smectites
were used, including montmorillonite, saponite, porous saponite, hectorite and stevensite
from Kunimine Kogyo. Co-smectite catalysts were prepared by a cation exchange method
with cobalt nitrate solution and Co-porous saponite by incipient wetness method at 10,

20 wt.% of catalyst. The catalysts underwent presulfiding by flowing a gaseous mixture
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of 95% hydrogen and 5% H>S for 2h at 400 °C, then thiophene was injected and its
conversion was measured with an on-line gas chromatograph. Cobalt porous saponite
catalysts by cation exchange showed the highest performance among the prepared
catalysts. At temperatures between 250 and 300 °C, these catalysts show even higher
performance than the CoMo-Al,Oz catalyst (Table 8). On the other hand, Co-porous
saponites did not show the desired activity. The high activity of these catalysts is due to
the impregnation method used, which allows a good dispersion of Co over a considerably
high surface area (510 m?/g). The temperature-programmed sulfidation (TPS) profiles
showed H,S consumption over a temperature range between 250 - 600 °C, indicating that
the cobalt oxide is slowly sulfided and that the oxides are highly dispersed in the catalyst.
Another factor is the effect of the positive charge of the cobalt oxides, which were formed
after calcination of the impregnated Co cations from cation exchange. The temperature
programmed reduction (TPR) profiles show a decrease in the reduction temperature,
which allows the hydrogen molecules to dissociate at a lower temperature, benefiting
catalyst performance. The resulting hydrocarbons were butane, 1-butene and 1,3-
butadiene along with a minimal amount of shorter chain hydrocarbons. This indicates that

the catalysts are selective to HDS, but not to hydrocracking.

Table 8. HDS activity of Co-porous saponite catalysts prepared by various methods [63].

Catalyst sample Loaded cobalt as oxide (wt%) Thiophene conversion (%)"

2500°C 275°C 300°C
Co—porous saponite 1.7 735 81.8 92.7
Co—porous H‘:lpl)l‘llll‘:fT)h 10.0 6.9 10.3 13.2
Co-porous saponite(")" 20.0 4.2 7.3 9.8
CoMo-AlLO, Co: 4; Mo: 15 592 72.6 85.0

“Calculated from unreacted thiophene peak area of GC.
"Cobalt was loaded on porous saponite with incipient wetness method.

Salerno et al. [72] researched the effects on the pH of the impregnation solution in
Mo supported on Al-PILC catalysts. Montmorillonite from La Serrata de Nijar (Spain)
was pillared with Aliz Keggin cation. It was obtained a basal spacing dooz = 1.8 nm.
Molybdenum was impregnated by incipient wetness impregnation  with
(NH4)6M07024-4H0 solution at different media and pHs. After that, the materials were
calcinated at 673 K for 4 h. The TPR profiles display two peaks of reduction between 780
and 1015, which indicate the reduction of Mo®" to Mo*" and Mo*" to Mo® species,
respectively. The broad and asymmetric peaks at low temperatures provide an idea of the

existence of polymeric Mo species and a small particle of bulk MoOs. On the other hand,
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the broad peaks at high temperatures are attributed to isolate molybdate species formed
with residual cations of the support. At acidic pHs, there is a preferential formation of
bulk MoOs over polymeric Mo. On the contrary, at basic pHs, the formation of polymeric
Mo is higher than bulk MoOs. N2 adsorption indicated that the pore size of Mo(10)/Loc
was reduced concerning AI-PILC. This reduction is since Mo species are dispersed even
within pillared clay. The order of catalytic activities was Mo(8.5)/Loc > Mo(10)/Loc >
Mo(6.5)/Loc > Mo(4)/Loc (Figure 15). The highest activity of Mo(8.5)/Loc is attributed
to the impregnation medium (H202) which allowed a homogeneous dispersion of the
active phase on the clay. Additionally, highly dispersed MoOs microcrystals were
confirmed by XRD and Raman. The difference between activities is attributed to the

impregnation pH which influences the formation and dispersion of Mo species.
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Figure 15. Comparison of the HDS activity for the catalysts at 643 K [72].

Salerno et al. [73] studied the effects of co-impregnation and sequential
impregnation method on NiMo hydrotreating catalysts supported on Al-pillared
montmorillonite. The NiMo/Loc catalysts were prepared by the co-impregnation method
with a bimetallic solution. The Ni-Mo/Loc and Mo-Ni/Loc were prepared by sequential
impregnation exchanging the metals' order of impregnation. The content was adjusted to
12 wt.% MoOs and/or 3 wt.% NiO. The HDS and HDN activities were obtained after 12
hours of reaction at different temperatures (Figure 16). The Ni/Loc catalyst showed null
activity because most Ni species exchanged ions with the clay, in addition to low
reducibility and sulphidability. The Mo/Loc showed low activity for HDS and null for
HDN. This may be due to large MoOs crystals and incomplete desulfurization; however,
it is balanced by a large number of acid sites in the catalyst. The Mo-Ni/Loc catalysts

exhibit high activity for HDN and low activity for HDS. The activity presented in this
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catalyst may be due only to the MoS; activity since it is unlikely that Ni-Mo-S active
phase has formed on the catalyst. In contrast, Ni-Mo/Loc shows high HDS and HDN
activity. Unlike Mo-Ni/Loc catalyst, it shows Ni-Mo-O active phase, probably formed
after second-step impregnation with Ni, which promotes Mo phase redispersion. The
highest activity obtained is the NiMo/Loc catalyst for both HDS and HDN, slightly higher
than Ni-Mo/Loc. The activity is due to Ni-Mo-O phase formation attributed to the high
dispersion of Mo species and that Ni was located at nearby sites. It was also found that
the catalysts HDS/HDN selectivity, which is attributed to the deactivation of Brgnsted
acid sites.
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Figure 16. Effect of catalyst preparation on the catalytic activity. a) HDS and b) HDN at
different reaction temperatures [73].
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Colin et al. [74] compared the hydrogenation activity of Mo supported on
aluminium-pillared clay (AI-PILC) and zirconium-pillared clay (Zr-PILC).
Montmorillonite type clays from La Encantada Co. (Mexico) was used as initial support
for Al and Zr pillaring after molybdenum was impregnated by incipient wetness method.
The MoS:; catalysts activity was tested in HYD of naphthalene reaction. The activity order
is MoS2/Zr-PILC > MoS2/Al-PILC = MoS,/Al>0s. Colin et al. suggest that the differences
in activities could be due to an effect induced by the presence of zirconium oxide on the
small sulfide particles. The XRD results display large oxide particles, which were located
on the external surface, near the pillars and the external sheets. Upon activation process,
molybdenum atoms are linked to the support by Mo-S-Zr bounds promoting a complete

sulfidation of small MoS; clusters, so it contributes to higher HYD activity.
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Sugioka et al. [75] studied HDS activity and performance for thiophene in noble
metals (Rh, Pt, Pd, Ru) supported on aluminum-pillared clays as of montmorillonite,
hectorite, and saponite. The HDS thiophene activity was carried out in a conventional
fixed/bed flow reactor at 350 °C and 1 atm. Rh/AI-PILM (montmorillonite), Pt/AI-PILH
(hectorite) and Rh/AI-PILS (saponite) showed higher activity than CoMo/Al>Os. Besides,
hydrocarbon products were mainly C4 hydrocarbons, which indicates that the catalysts
are selective for HDS but have low activity in hydrocracking.

Iwasa et al [76] used synthetic smectite clay as HDS catalyst. The clay was
synthesized using the hydrothermal method at pH 13.0; Si-Co hydrous oxide precipitate
and aqueous sodium hydroxide solution were mixed; the resulting solution was filtered
and dried. The XRD patterns indicate that the synthesized material shows small fragments
with the smectite structure and there is no ordered arrangement like natural smectite-type
clay. The surface area of the synthetic smectites was 300 m?/g, this is because the silicate
fragments were possibly stacked in such a way that after calcination, they formed pillared
structures. The catalysts presented high activity for HDS of thiophene and
benzothiophene with a fixed-bed flow reactor at atmospheric pressure, which is due to
the cobalt species located on the edge of the silicate fragments acting as active sites. These

catalysts were shown to possess better activity than commercial CoMo/Al,O3 catalysts.

Hossain et al. [77] studied the thiophene HDS activity in Co-HPS (high porous)
catalysts promoted by noble metal. The clay used was saponite from Kunimine Kogyo
Co. Ltd, Japan. The Co was impregnated by ion-exchange technique, the noble metal was
added by direct impregnation method in a load range of 0.1 to 2 wt.% of the catalyst.
Then, the materials were dried at 120 °C followed by calcination at 600 °C. The elemental
analysis shows a decrease in Co content, which may be due to the occupation of ion-
exchange sites by noble metals. The TPR profiles display a decrease in the reduction
temperature of the promoted catalysts concerning the initial Co-HPS catalyst, this effect
is attributed to the noble metals dissociating the hydrogen molecules and allowing the
cobalt oxide to be reduced at lower temperatures. The most noticeable effect occurs in
the Co-Rh/HPS catalyst, the temperature decreases as the Rh loading increases (Figure
17), nonetheless, this occurs until the Rh reaches 1 wt.% content as it does not show
substantial improvement beyond that value. As for the bimetallic catalysts, the Pt-Rh pair
shows higher activity than the Pd-Rh pair, this can be explained by the XRD patterns

where it is shown that the Pt dispersion was higher than Pd. The products after HDS were
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mainly n-butane, indicating that the catalysts have high hydrogenation activity, and low
hydrocracking activity.
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Figure 17. TPR spectra of unpromoted and noble metal promoted Co/HPS [77].

Kanda et al. [78] investigated the effect of Pt precursor and pretreatment on HDS
activity of PtYAL-PILM catalysts. Several Pt precursors were impregnated on Al-PILM
supports. The precursors were H2PtClg-6H20), [Pt(NH3)4](NOs)2, [Pt(NH3)4]Cl2-H20,
H2Pt(OH)s. However, platinum (Il) acetylacetonate (Pt(CsH7z0.)2) was dissolved in
toluene. The materials were uncalcined (UC) and calcined (C), after which were
pretreated by reduction (R), sulfidation (S), TPR and TPS. Hydrodesulfurization of
thiophene was performed at 350 °C under 0.1 MPa by a conventional fixed-bed flow
reactor. The precursor Pt(CsH702). showed the highest activity over the others, even over
commercial CoMo/Al20s catalysts (Table 9). This is probably due to the high dispersion
of Pt particles on Al-PILM. The high dispersion was demonstrated by XRD patterns
which showed barely visible Pt peaks, unlike HoPt(OH)s catalysts which showed large Pt
peaks and their yield was the lowest. The UC-TPS Pt/Al-PILM catalyst was the catalyst
with the highest activity, indicating that the pretreatment partially facilitates the formation

of Pt sulfide species, thus achieving high dispersion.
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Table 9. Effect of pretreatment on HDS actvities using diferent Pt precursors [78].

Pt precursor Thiophene conversion (%)

C-R C-S C-TPS UC-TPR UC-TPS

Pt(CsH;0,)s 739 739 723 717 78.3
H,PtCls - 6H,0 590 613 625 610 742
[Pt(NH;),[(NO;), 56.7 587 595 502 72.0
[PyNH;.ICL - H,O 461 460 392 485 69.1
H,Pt(OH), 129 64 102 109 11.8

The effect of pH of the Mo impregnation solution on NiMo catalyst supported on
pillared clays was studied by Rinaldi [79]. Montmorillonite from Sigma Aldrich was
pillared with Al:s Keggin cation type. Next, the materials were impregnated with Mo and
NiMo aqueous solution, both at pH-1 and pH-10. The catalysts were characterized by
XRD; the patterns display peaks of MoOs at pH-10 slightly lower than pH-1 which means
a better dispersion around the support. The HDS activity by HDS reaction of Coker
naphtha of NiMo/PILC pH-10, NiMo/PILC pH-1 and commercial NiMo catalysts was
compared, with the result that clay-based catalysts are less active. Rinaldi suggests that
low HDS is due to pH in the Mo impregnation solution is not adequate for considerably

dispersion of Mo.

Due to the production cost of clay-based supports, it has been proposed to look for
synthesis methods that allow them to be more viable industrially. Gao et al. [80]
synthesized Al-pillared montmorillonite in situ. Montmorillonite used was extracted from
Jilin in the Northwest of China. AI-(PEG)In-MMT was prepared by adding
montmorillonite in a solution of AICIs-6H20 in continuous stirring. Then PEG400 was
added, followed by the NaOH solutions dropwise added. After washing 6 times with
distilled water followed by centrifugation, the solid was dried at 60°C in the drying oven.
Al-(No PEG)In-MMT was synthesized in the same way except that the PEG400 was no
added. The XRD patterns display the basal spacing of Al-(PEG)In-MMT is 18.8 A against
16.4 A of Al-(No PEG)In-MMT. It was found that using PEG400 the surface area reaches
higher values than by the conventional method, specifically the surface area of the raw
montmorillonite is 20 m?/g, with the conventional method it reaches 144 m?/g, while the
use of PEG400 allows reaching 182 m?/g. The nitrogen adsorption isotherms point out
type 1V isotherms and H4 hysteresis loop for materials, this indicates that Al-(PEG)In-
MMT could be used as catalyst supporter.
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An alternative to conventional methods for sulfur removal in refineries is oxidative
desulfurization (ODS). Kang et al. [81] reported high ODS activities of molybdenum
catalysts supported on Ti-pillared clays with cyclohexanone peroxide (CYHPO) as
oxidant under mild conditions. The montmorillonite from Shangai Macklin Biochemical
Co. Ltd. The Ti-PILC was impregnated with Mo and calcined at 500 °C for 3 h. The
XRD patterns do not show the presence of crystalline MoQg, indicating that it is probably
highly dispersed on the support. Experiments showed that 0.100 g of catalyst reaches the
maximum number of active sites available for CYPHO. The optimum oxidation
temperature is 100 °C since at higher temperatures CYHPO starts to decompose. The
optimum O/S molar ratio was 2.0 mol, the amount at which CYHPO has fully reacted
with DBT. At the conditions described above, 30 min of reaction time is required to
achieve a DBT conversion of 99.90%. In addition to the high activity, the Mo/Ti-PILC
catalysts show high resistance to poison contamination and excellent performance after
regeneration (Figure 18). The catalytic activity was almost unaffected after Mo/Ti-PILC
was reused 9 times, which indicated that the catalyst presented excellent cycling

performance in oxidation desulfurization of DBT.
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Figure 18. Regenerated performances of the Mo/Ti-PILC on the conversion of DBT
[81].

Lui et al. [82] prepared NiMoW-clay hybrid catalysts which exhibited higher HDS
activities in dibenzothiophene (DBT). Na-based montmorillonite was modified by
organic cations to increase interlayer spacing and ion exchange capacity. After, NiMoW
was impregnated at different concentrations (24, 30, 42, 48% wt.) on modified clay
calcined. The XRD patterns before and after the activation of the catalysts showed the
transformation of NiMoW oxides in their sulfides respective, besides an improvement of

the structural properties. The HDS activity increase along with the content of the active
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phase until 99.8% of sulfur was removed at 42% wit. after that, the activity decrease. The
improvements in surface area and pore volume in Na-montmorillonite promote a better
dispersion of the active phase. On the other hand, the peaks at 111°C and 460°C in TPD
profiles suggest that amount of acid sites also was enhanced which promotes in adsorption
of DBT. Another remarkable factor is the catalytic stability of the NiMoW-OM catalyst;

the activity was maintained at around 99.8% during the period of 168 h.
2.7.  Clays in Ecuador

In the 1980s and 1990s, the cooperation between the German Federal Institute for
Geosciences and Natural Resources (BGR) and the Ecuadorian Institute of Mining
(INEMIN) made possible an inventory of Ecuador's non-metallic raw materials [83]. Due
to the technology at that time, the data was not digitized and is still in the INEGEMM
Documentation Center. For this reason, Uribe [84] made a summary of the inventory
presented to make this information available to the academic and productive ceramic

sectors of the country.

Uribe [84] focuses mainly on the use of clays as raw materials in the ceramic
industry, manufacture of bricks, tiles, roof tiles, cement, among others. Among the clays
identified are common clays, kaolinitic clays, smectite clays, halloysitic clays, and
kaolinite, each of which has its characteristics and therefore a specific use. Table 10

shows a summary of their composition, origin and uses in the 80s and 90s.

Table 10. Clay minerals in Ecuador.

Clays Minerals Composition Origin Applications
Impure primary clays, | Meteorization of . .
Common clays . . . Bricks, tiles
slime granite schist
. Quartz, kaolinite, illite, | Meteorization of Ball clay
Kaolinite clays i X
allophane volcanic rocks substitute
Montmorillonite, acid Alteration of
Smectite clays tuffs, tuffites, . Red ceramic
. . . andesitic lavas
cristobalite, mica
. Halloysite, allophane, Meteorization of
Halloysite clays . . --
feldspar, quartz volcanic deposits
Kaolin Kaolinite Feldspar . Qeramlc
decomposition industry, paper
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Currently, the highest concentration of clays is found in the Cuenca-Biblian-San
Fernando and Loja-Malacatos-Catamayo intramountain basins; however, the largest
production of clays is in the provinces of Guayas, Imbabura, and Morona Santiago. The
clays extracted in these provinces are mainly due to the cement industry [85]. In
Imbabura, Junin is the most important copper deposit in the country, and limestone is

extracted in the surrounding area and used in the cement industry.

Kaolinite reserves have been identified in the provinces of Azuay, Cafar, Bolivar
and Loja, which amount to 10 million tons; on the other hand, in the Cuenca-Biblian-San
Fernando basins, 18.5 million tons are estimated. They are used in fine ceramics for the
production of porcelain and earthenware, plastics, paints; however, their main use is as a
coating pigment in the paper industry, about 45% of its production is used for this purpose
[85].

Bentonites are rocks composed mainly of smectites. Bentonite deposits are found
in the province of Santa Elena in the Tosagua Formation. In the Azogues Cuenca
sedimentary basin, proven reserves are estimated at 500 thousand tons and 108 thousand
tons of probable reserves. The San Cayetano Formation in the Loja-Malacatos-Catamayo

basin also shows deposits of smectite clays [85].

Cruz [86] studied clayey sediments from the bottom of the Gulf of Guayaquil,
Jambeli Channel and Guayas River. XRD analysis was performed on 75 sediment
samples to identify the type of clays present. The average composition of the samples
showed 90% montmorillonite, 9.5% kaolinite and 0.5% illite. On the other hand, Coronel
[87] carried out an analysis of the clay minerals of the Jambeli Archipelago whose results
show that 36% corresponds to illites, 35% to smectites and 29% to chlorites. Besides, it
was found that the presence of saltwater does not alter the clays. These analyses indicate
a distribution profile of clays along the Gulf of Guayaquil attributed to the types of soils
carried by the rivers. Smectites and kaolinites predominate in the center and north of the

Gulf, while illites predominate in the south.

Morales-Carrera [88] performed an analysis of clays from a field located in
Guayaquil, belonging to the Ancon Group. The Ancon Group outcrops mainly in the
Ancon Basin, south of the Chongon-Colonche Depression. The associated genesis
corresponds to the neoformation of ashes from Andean volcanism. Specifically, clays

belonging to the Clay Pebbe Bed Member of the Socorro Formation were analyzed. X-
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ray diffraction showed that they are dioctahedral smectite-type clays, in addition to small
amounts of quartz considered impurity. The clay minerals are illite, kaolinite and mainly
montmorillonite. The exchangeable cations were quantified where sodium, magnesium,
potassium and mainly calcium were found, concluding that the clay is calcic bentonitic.
Finally, the results obtained after activation with sulfuric acid suggest the use of these

clays in the field of edible and industrial oil purification.

Valarezo [89] studied the clays of the San Cayetano formation located in the Loja
Sedimentary Basin. The samples were subjected to X-ray diffraction where results
showed a high quartz content can reach up to 60.09% in some places. Another mineral
found in considerable proportions is montmorillonite reaching up to 30.92%. On the other
hand, kaolinite reaches up to 34.06% in samples taken from the Palmeras neighborhood.
Small proportions of minerals such as cristobalite, gibbsite, illite, pengite, hematite,
among others, were found. Concerning to structural properties, figurines were made with
each of the samples collected. The clays were treated, prepared and calcined at nominal
temperature and the results obtained to comply with the required plasticity, shrinkage and
density. Consequently, it was concluded that the clays are suitable for the manufacture of

ceramics.

In the context of the use of clays as catalysts in Ecuador is very scarce, however,
there have been investigations about the application in the field of adsorption. Lopez-
Cordova et al. [90] synthesized LTA zeolites from clays with high Fe;O3 content to
remove CO. with alkane-amine solutions. The clay samples were taken from the
provinces of Bolivar, Cafiar and Loja. The zeolites were synthesized using the alkaline
fusion method. X-ray diffraction showed an increase in specific area and adsorption
capacity after zeolite formation. The original clays have a specific area between 44 m?/g
and 90 m?/g and CO2 adsorption values between 0.10 and 0.23 mmol CO2/g. While the
zeolitized clays showed surface areas between 105.2 m?/g and 390.2 m?/g, in addition to

a CO; adsorption capacity between 1.31 and 1.93 mmol CO2/g.

The textile industry plays a significant role in Ecuador's economy, as it is the
second-largest manufacturing sector in terms of employment. Nevertheless, it is a major
source of contaminated liquid effluents that affect color, pH, turbidity, and suspended
solids in the water. This directly affects agriculture, livestock, and the health of people

downstream. As a result, Obando [91] proposed the use of a mixture of quaternary salts
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with clays as dye-reducing agents. Clays from Pujili (Cotopaxi) and bentonites from Loja
were used. The flow of water with dyes passed through a fixed bed of 3 cm thick clays
for 3 h. The results show that the mixture of sulfur and dyestuffs in the clay was reduced
by a mixture of sulfur and dyestuffs. The results show that the mixture of aluminum
sulfate with bentonite and aluminum polychloride with black clay had the most favorable

results in the reduction of dyes.

On the other hand, Perugachi [92] proposes the preparation of nanoclays from
Ecuadorian coastal clays to use in the plastics industry. His study consisted of two parts,
the first was to apply foreign nanoclays to Ecuadorian paints and the second to obtain
Ecuadorian nanoclays. The paints modified with nanoclays showed a 50% increase in
corrosion resistance, water vapor transmission up to 35% and water absorption up to 30%.
Meanwhile, in the second part, the clays used were from the Ancon Group, which were
modified with alkylammonium salts, so that the interbasal distance increased by up to
60%. Finally, although this type of technology brings advantages and can be one of the
best investments in research, the plastics industry does not fully define the application of

these materials.
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CHAPTER IV

DISCUSSION

Oil is the primary source of energy, as well as a raw material for numerous
processes in the chemical industry. In recent years, energy demand has increased, high
oil prices and a decline in the production of light crude oil fields have boosted the
exploitation of heavy crude oil fields. Seventy percent of the world's oil reserves
correspond to heavy crude oil, extra-heavy crude oil and bitumen [8]. Generally, heavy
oil fractions tend to contain higher concentrations of metals, heteroatoms and other
elements. Therefore, the processing of these crudes involves exceptional efforts due to
corrosion problems, transportation and mainly the deactivation of catalysts due to the
effect of sulfur. From this point of view, in the coming years it is expected that the fields
will produce crudes with higher levels of heavy metals and heteroatoms such as sulfur,

nitrogen and oxygen.

Considering the increasingly stringent standards that regulate polluting emissions
from fossil fuels, and the concern about environmental pollution, increasingly
sophisticated sulfur removal methods have been proposed. The most widely used method
is hydrodesulfurization, which is a process where most of the sulfur is removed from
petroleum distillates using CoMo/Al,Oz catalysts. According to Maity [93] the initial
catalytic activity is high, but it is quickly deactivated by coke and sulfur. Although after
the regeneration stage the activity is similar to a fresh catalyst. Similarly, Ramos-Galvan
et al. [70] and Kang et al. [81] obtained excellent results after the regeneration stage. This
phenomenon is explained by the redispersion of the active phase on the catalyst, in

addition to the formation of small MoS crystals that improve the catalytic activity.

Although the pillared clays were synthesized for the purpose of catalytic cracking,
they have been displaced by zeolite-supported catalysts. However, the unique
characteristics of pillared clays make them ideal as catalytic materials for other reactions,
especially in adsorption, where have been widely used [55] [57] [94]. Kurian & Kavitha
[62] studied the effect of pillared clays and possible applications in green catalysis,
focusing on their properties; is expected that the strategic design and preparation of clay-
based catalysts can be targeted at the catalytic conversion of biomass-based and biomass-
derived feedstocks.. On the other hand, Gil et al [95] reviewed the properties and

applications of pillar clays and other layered materials used as catalysts, focusing on the
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acidity of pyramidal clays and the effect on catalytic performance of using clays as

supports for catalytically active phases.

Previous studies have shown that the catalytic activity of catalysts supported on
pillared clays is very promising in the context of hydrodesulfurization [69] [71] [79] [96],
since in most cases the characteristics of zeolites have been reached and/or surpassed.
Consequently, it is necessary to discuss about significant parameters in the preparation of
catalysts, related to the challenge of achieving more active and resistant catalysts. It
should be emphasized that all the catalytic activity results are compared with

CoMo/Al,O3 catalysts since they are the most used in hydrotreating processes.

Firstly, the montmorillonite type of clay is by far the most widely used clay in
catalyst supports due to its versatility of preparation, high cation exchange capacity, high
degree of selectivity [97]. Clearly this assertion is reflected in a number of publications
concerning the pillaring of montmorillonite with Al. However, in the context of
hydrodesulfurization, Hayashi et al. [63] reported that co-porous saponite catalyst
possesses higher HDS activity at low temperatures than catalysts supported on activated
montmorillonite. Likewise, Hossain et al. [77] also reported high hydrodesulfurization
activity in high porous saponite modified with noble metals, especially combinations with
Rh. These results are contrasted with the work shown by Sugioka et al. [75], where they
compare catalysts supported on montmorillonite and saponite pillared. Therefore, the
catalytic properties of montmorillonite are more favored than saponite after pillaring, thus

justifying their preference.

Secondly, several transition metals have been used as catalysts, however, the most
representative ones are chromium [71], molybdenum [74] [81], cobalt [63] [77], platinum
[78], nickel [69], nickel molybdenum [70] [73] [79], and mixtures between ruthenium,
rhodium, platinum, palladium [75] [98]. However, impregnating the catalyst with these
metals does not guarantee that excellent catalytic activity will be obtained. Kanda et al.
[78] indicate that factors such as precursor, pH and pretreatment of the catalyst are crucial
in the formation of the active phase and its correct sulfidation, as well as its uniform

dispersion on the support.

Thirdly, the impregnation method plays a decisive role. Salerno [73] shows the
relationship between the impregnation method and its catalytic activity. He concludes that

the ideal impregnation method is sequential impregnation, since it promotes a better
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dispersion of the active phase over the catalyst and allows the formation of Ni-Mo-S.
However, the pH of impregnation solution and precursor induces notable differences in
the distribution and dispersion of the Mo species in the oxidic state of the catalysts.
Therefore, it can be inferred that the co-impregnation method requires ideal precursors to
achieve excellent results as demonstrated by Guo & Lu [99] on other types of catalysts.
Besides that, Gao [80] proposes the preparation of supports for in situ synthesis catalysts
in order to make them industrially viable. The results show that PEG400 enhanced in situ
pillaring achieves higher surface area, however, these supports have not yet been used for
HDS catalyst.

On the other hand, one of the most common methods for the formation of clays is
the process of volcanic ash weathering, therefore, Ecuador being a country with intense
volcanic activity and with the passing of time, clay deposits have been developed in
almost all provinces. The main deposits are located in Cuenca-Biblian-San Fernando and
Loja-Malacatos-Catamayo intramountain basins. Aguiar [85], Cruz [86], Morales et al.
[88] clearly show that smectite and kaolinite clays are predominant, with few major illite

deposits.

The industrial applications of clays are very extensive; however, in Ecuador they
have only been used industrially in the production of fine ceramics and cement, which
clearly indicates a great delay. ¢ [89]. In recent years, several researches have focused
on the preparation of nanoclays in search of finding applications to new markets.
Perugachi [92] prepared nanoclays with samples from the Ancon Group, Santa Elena,
focusing on possible uses in rheological control of paints, membranes, sensors and
obtaining nanocomposites with polymers. Although the results are very promising, the
industry does not have a clear idea of specific applications of these materials. On the other
hand, research has been carried out concerning the use of clays as adsorbents of dyes from
the textile industry [91].
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CHAPTER V

CONCLUSION
4.1. Conclusion

This work provides a review of the application of PILC materials in catalyst
supports for hydrotreating purposes, especially hydrodesulfurization. Most of the
research to date has been carried out in the field of petroleum cracking and refining. For
this application, the type, amount, and strength of surface acidity of the surface and the
thermal and hydrothermal stability of PILCs are crucial.

It was found that PILCs show great potential in various applications, basically due
to their unique properties such as surface acidity, porous structure, and active substrates.
The impregnation of noble metals in PILCs shows a decrease in the reduction
temperature, which allows the dissociation of hydrogen molecules at lower temperature,
benefiting catalyst performance. On the other hand, precursors and impregnation methods

of the active phase can have a significant influence on the activity of the catalyst.

For the replacement of commercial catalysts in catalytic processes by catalysts
supported on PILCs, the price and reliability of the new PILC-based catalysts
(deactivation, coke formation regeneration or substitution) will be important factors.
Although the catalysts show promising results, preparation methods that reduce
preparation time and costs have not yet been tested on an industrial scale, making it

difficult to determine the feasibility of these catalysts.

The information about clays in Ecuador was synthesized, finding that the main
deposits are located in Cuenca-Biblian-San Fernando, Loja-Malacatos-Catamayo
intramountain basins, and Ancon Group in Santa Elena. Among the clays identified are
kaolinitic clays, smectite clays, halloysitic clays, which are mainly used as raw material

in the ceramic industry, for the manufacture of bricks, tiles, roofing tiles, cement, etc.

There are numerous applications of clays worldwide, and although this material is
abundant in Ecuador, there has been little research on its use in different industrial areas,
especially in the area of catalysis. Previous studies about the plasticity, shrinkage, density
and textural properties of the clays in Ecuador show similar characteristics to the clays

used in catalysis, which could be an indication to consider their use.
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4.2.  Suggestions for future work

Throughout this work, some aspects were detected that should be further
investigated for the possible application of clays as catalysts. Some recommendations for

further studies are given below:

- The abundance of clays in Ecuador is evident; however, information about the
type of clay found at the national level is scarce. Due to the wide range of
applications of clays in the industrial field, it is necessary to characterize and study
the properties of the primary deposits.

- Although clay-supported catalysts show higher activity than commercial catalysts
at the laboratory level, their application in industrial equipment has not been
recorded, influencing its feasibility.

- Molybdenum catalysts promoted with noble metals such as Rh, Pt, Pd, Ru tend to

have higher catalytic activity; nonetheless, costs tend to rise.

47



REFERENCES

[1] J. Gary, G. Handwerk and M. Kaiser, Petroleum refining: technology and
economics., CRC press, 2007.

[2] J. G. Speight, Handbook of petroleum product analysis, John Wiley & Sons,
2015.

[3] A. Demirbas, H. Alidrisi and A. Balubaid, "API Gravity, Sulfur Content,
and Desulfuration of Crude Qil,” Petroleum Science and Technology, pp. 93-
101, 2015.

[4] H. Alboudwarej, J. Felix, S. Taylor, R. Badry, C. Bremner, B. Brough and
C. West, "La importancia del petréleo pesado,” Oilfield review, vol. 18, no. 2,
pp. 38-58, 2006.

[5] T. Bata, S. Schamel, M. Fustic and R. Ibatulin, "AAPG Energy Minerals
Division Bitumen and Heavy Oil Committee Annual Commodity Report-May
2019".

[6] A. EI-Moniem, "Heavy Oil Production, Review Paper," Emirates Journal
for Engineering Research, vol. 25, no. 4, p. 5, 2020.

[7] Central Intelligence Agency, Country Comparisons- Crude Oil proved
reserves, 2020.

[8] C. Curtis, R. Kooper, E. Decoster, A. Guzméan-Garcia, C. Huggins, L.
Knauer and M. Waite, "Yacimientos de petréleo pesado,” Qilffield Review, vol.
23, no. Il, pp. 32-55, 2003.

[9] "La historia de Ecuador contada a través del petroleo,” EI Comercio, 27 June
2012.

[10] J.J. Prado, A. Villarreal, N. Granizo and M. B. Vivero, "Boletin
Macroeconomico-Abril 2020," ASOBANCA, 2020.

[11] Banco Central del Ecuador, "Cuentas Nacionales Trimestrales del Ecuador:
Resultados de las Variables Macroeconémicas, 2020. 111",

[12] A.d.R.y.C. Hidrocarburifero, "Produccion Diaria Nacional de Petroleo
Fiscalizado," 2020.

[13]  Secretaria de Hidrocarburos, "Informe Anual de Potencial Hidrocarburifero
del Ecuador," Quito, 2016.

[14] P. Baby, M. Rivadeneira and R. Barragan , La cuenca Oriente: geologia y
petréleo, Institut francais d’études andines, 2004.

[15] Himipex-Oil, Corrosive gases CO2 and H2S in the stream of produced oil
and gas condensate.

48



[16] Math Pro, Introduccion a la refinacion del petréleo y produccion de
gasolina y diésel con contenido ultra bajo de azufre., 2011.

[17] L.Y. Hoth, Desarrollo de catalizadores de hidrodesulfuracion preparados
a partir de heteropoliacidos soportados en SBA-15 modificado con Al, Zr y Ti.,
2009.

[18] T. A. Saleh, "Characterization, determination and elimination technologies
for sulfur from petroleum: Toward cleaner fuel and a safe environment,”
Trends in Environmental Analytical Chemistry, vol. 25, p. e00080, 2020.

[19] European Automobile Manufactures Association, Worldwide Fuel Charters,
2019.

[20] I. E. d. Normalizacion, NTE INEN 935: Productos Derivados de Petroleo,
Gasolina, Requisitos, 2016.

[21] I. E. d. Normalizacion, NTE INEN 1489:2012: Productos del Petroleo y
Tecnologias Afines, Combustibles, Diesel, Requisitos, 2012.

[22] B. C. Gates and H. Topsge, "Reactivities in deep catalytic
hydrodesulfurization: challenges, opportunities, and the importance of 4-
methyldibenzothiophene and 4, 6-dimethyldibenzothiophene,” Polyhedron, vol.
16, no. 18, pp. 3213-3217, 1997.

[23] S.S. Grenborg, M. Sarié, P. G. Moses, J. Rossmeisl and J. V. Lauritsen,
"Atomic scale analysis of sterical effects in the adsorption of 4, 6-
dimethyldibenzothiophene on a CoMoS hydrotreating catalyst,” Journal of
Catalysis, vol. 344, pp. 121-128, 2016.

[24] R. Torres Robles and J. J. Castro Arellano, Analisis y simulacion de
procesos de refinacion del petréleo, Mexico: Editorial Alfaomega IPN, 2002.

[25] G. G. Zeelani, A. Ashrafi, A. Dhakad, G. Gupta and S. L. Pal, "Catalitic
oxidative desulfuration of liquids fuels: a review," International research
journal of engineering and technology., vol. 3, no. 5, pp. 331-336, 2016.

[26] A. L. Barbosa, A. F. Vega and E. Rio Amador, "Hidrodesulfuracion de
crudos de petréleo: Base para el mejoramiento de combustibles. Una revision,”
Avances en ciencias e Ingenieria, vol. 5, no. 3, pp. 37-60, 2014.

[27] P. Grange, "Catalytic hydrodesulfurization,” Catalysis Reviews—Science
and Engineering, vol. 21, no. 1, pp. 135-181, 1980.

[28] R.Prins, V. H. De Beer and G. A. Somorjai, "Structure and function of the
catalyst and the promoter in Co—Mo hydrodesulfurization catalysts,” Catalysis
Reviews—Science and Engineering, vol. 31, no. 1-2, pp. 1-41, 1989.

[29] M. Daage and R. R. Chianelli, "Structure-function relations in molybdenum
sulfide catalysts: the" rim-edge” model," Journal of Catalysis, vol. 149, no. 2,
pp. 414-427, 1994,

49



[30] F. Bataille, J. L. Lemberton, P. Michaud, G. Pérot, M. Vrinat, M. Leimare
and S. Kasztelan, "Alkyldibenzothiophenes hydrodesulfurization-promoter
effect, reactivity, and reaction mechanism," Journal of Catalysis, vol. 191, no.
2, pp. 409-422, 2000.

[31] P. Dufresne, "Hydroprocessing catalysts regeneration and recycling,”
Applied Catalysis A: General, vol. 322, pp. 67-75, 2007.

[32] S. Guggenheim and R. T. Martin, "Definition of clay and clay mineral: joint
report of the AIPEA nomenclature and CMS nomenclature committees,” Clays
and clay minerals, vol. 43, no. 2, pp. 255-256, 1995.

[33] F. Annabi-Bergaya, "Layered clay minerals. Basic research and innovative
composite applications,” Microporous and Mesoporous Materials, vol. 107, no.
1-2, pp. 141-148, 2008.

[34] D. R. Dean, James Hutton and the history of geology, 1992.

[35] J. M. Dominguez and I. Schifter, Las arcillas: el barro noble, Fondo de la
Cultura Econémica, 1992.

[36] E. Besoain, Mineralogia de arcillas de suelos (No. 60)., Bib Orton
IICA/CATIE, 1985.

[37] E. A. Emman, "Clays as catalysts in petroleum refining industry,” ARPN J.
Sci. Technol, vol. 3, no. 4, pp. 356-375, 2013.

[38] C. E. Weaver, Clays, muds, and shales, Elsevier, 1989.

[39] E. A. Franco Urquiza and M. L. Maspoch Ruldua, "Estructura general de las
arcillas utilizadas en la preparacion de nanocompuestos poliméricos,"
Ingenierias, vol. 12, no. 44, pp. 35-41, 2009.

[40] S. Guggenheim, J. M. Adams, D. C. Bain, F. Bergaya, M. F. Brigatti, V. A.
Crits and H. Stanjek, "Summary of recommendations of nomenclature
committees relevant to clay mineralogy: report of the Association

Internationale pour I’Etude des Argiles (AIPEA) Nomenclature Committee for
2006," Clays and Clay mineral, vol. 54, no. 6, pp. 761-772, 2006.

[41] R.T. Martin, S. W. Bailey, D. D. Eberl, D. S. Fanning, S. Guggenheim, H.
Kodama and F. J. Wicks, "Report of the clay minerals society nomenclature
committee: revised classification of clay materials,” Clays and Clay Minerals,
vol. 39, pp. 333-335, 1991.

[42] H.H. Murray, "Overview—clay mineral applications,” Applied Clay
Science, vol. 5, no. 5-6, pp. 379-395, 1991.

[43] A. Sdiri, T. Higashi, R. Chaabouni and F. Jamoussi, "Competitive Removal
of Heavy Metals from Aqueous Solutions by Montmorillonitic and Calcareous
Clays," Water, Air, & Soil Pollution, vol. 223, no. 3, pp. 1191-1204, 2011.

50



[44] S. Mnasri-Ghnimi and N. Frini-Srasra, "Removal of heavy metals from
aqueous solutions by adsorption using single and mixed pillared clays,"
Applied Clay Science, vol. 179, p. 105151, 2019.

[45] M. Jiménez-Castafieda and D. Medina, "Use of Surfactant-Modified Zeolites
and Clays for the Removal of Heavy Metals from Water," Water, vol. 9, no. 4,
p. 235, 2017.

[46] F.Qu, L. Zhu and K. Yang, "Adsorption behaviors of volatile organic
compounds (VOCs) on porous clay heteroestructures (PHC)," Journal of
Hazardous Materials, vol. 170, no. 1, pp. 7-12, 2009.

[47] C. D. Nunes, J. Pires, A. P. Carvalho, M. J. Calhorda and P. Ferreira,
"Synthesis and caracterization of organosilica hydrophobic clay
heterostructures for volatile organic compounds removal,” Microporous and
Mesoporous Materials, vol. 111, no. 1-3, pp. 612-619, 2008.

[48] F. Luck, "A review of support effects on the activity and selectivity of
hydrotreating catalysts,” Bulletin des Sociétés Chimiques Belges, vol. 100, no.
11-12, pp. 781-800, 1991.

[49] G. Alvez, R. Garcia, R. Arriagada and R. Cid, "Arcillas pilareadas II.
Hidrodesulfuracion de tiofeno sobre catalizadores Ni, W soportados sobre
arcillas pilareadas.,” Boletin de la Sociedad Chilena de Quimica, vol. 44, no. 3,
pp. 337-344, 1999.

[50] C. Roselli, D. Desideri, C. Cantaluppi, M. Mattioli, A. Fasson and M. A.
Meli, "Essential and Toxic Elements in Clays for pharmaceutical and Cosmetic
use.," Journal of Toxicology and Environmental Health, Part A, vol. 78, no. 5,
pp. 316-324, 2015.

[51] R. A. Schoonheydt, T. Pinnavaia, G. Lagaly and N. Gangas, "Pillared clays
and pillared layered solids,” Pure and Applied Chemistry, vol. 71, no. 12, pp.
2367-2371, 1999.

[52] J. Bovey and W. Jones, "Characterisation of Al-pillared acid activated clay
catalysts,” Journal of Materials Chemistry, vol. 5, no. 11, pp. 2027-2035, 1995.

[63] P.Pandey and V. K. Saini, "Pillared interlayered clays: sustainable materials
for pollution abatement,” Environmental Chemistry Letters, vol. 17, no. 2, pp.
721-727, 20109.

[54] M. J. Hernando, C. Pesquera, C. Blanco and F. Gonzales, "Synthesis,
characterization, and catalytic properties of pillared montmorillonite with
aluminum/cerium polyoxycations,” Chemistry of material, vol. 13, no. 6, pp.
2154-2159, 2001.

[55] H. Sassi, G. Jafaye, H. B. Amor, A. Gannouni, M. R. Jeday and J. Barbier,
"Wastewater treatment by catalytic wet air oxidation process over Al-Fe
pillared clays synthesized using microwave irradiation," Frontiers of
Environmental Science & Engineering, vol. 12, no. 1, p. 2, 2018.

o1



[56] H. Mufioz, C. Blanco, A. Gil, M. A. Vicente and L. A. Galeano,
"Preparation of Al/Fe-pillared clays: effect of the starting mineral," Materials,
vol. 10, no. 12, p. 1364, 2017.

[57] J. Baloyi, T. Ntho and J. Moma, "A novel synthesis method of Al/Cr
pillared clay and its application in the catalytic wet air oxidation of phenol,"
Catalysis Letters, vol. 148, no. 12, pp. 3655-3668, 2018.

[58] D. Chen, C. Cen, J. Feng, C. Yao, W. Li, S. Tian and Y. Xiong, "Co-
catalytic effect of Al-Cr pillared montmorillonite as a new SCR catalytic
support,” Journal of Chemical Technology & Biotechnology, vol. 91, no. 11,
pp. 2842-2851, 2016.

[59] S. Mnasri-Ghnimi and N. Frini-Srasra, "Effect of Al and Ce on Zr-pillared
bentonite and their performance in catalytic oxidation of phenol," Russian
Journal of Physical Chemistry A, vol. 90, no. 9, pp. 1766-1773, 2016.

[60] F. Kooli, J. Bovey and W. Jones, "Dependence of the properties of titanium-
pillared clays on the hostmatrix: a comparison of montmorillonite, saponite and
rectorite pillaredmaterials.,” Journal of Material Chemistry, vol. 7, no. 1, pp.
153-158, 1997.

[61] J. Baloyi, T. Ntho and J. Moma, "Synthesis and application of pillared clay
heterogeneous catalysts for wastewater treatment: a review," RSC advances,
vol. 8, no. 10, pp. 5197-5211, 2018.

[62] M. Kurian and S. Kavitha, "A review on the importance of pillared
interlayered clays in green chemical catalysis,” IOSR Journal of Applied
Chemistry, vol. 1, pp. 14-54, 2016.

[63] E. Hayashi, E. lwamatsu, M. E. Biswas, Y. Sanada, S. Ahmed, H. Hamid
and T. Yoneda, "Characterization of high surface area smectite supported
cobalt oxides catalysts for hydrodesulfurization by means of TPR, TPS and
ESR," Applied Catalysis A: General, vol. 179, no. 1-2, pp. 203-216, 1999.

[64] A.Gil, L. Gandia and M. A. Vicente, "Recent advances in the synthesis and
catalytic applications of pillared clays," Catalysis Reviews, vol. 42, no. 1-2, pp.
145-212, 2000.

[65] S.P.Katdare, V. Ramaswamy and A. V. Ramaswamy, "Factors affecting
the preparation of alumina pillared montmorillonite employing ultrasonics,"
Microporous and Mesoporous materials, vol. 37, no. 3, pp. 329-336, 2000.

[66] J. Moma, J. Baloyi and T. Ntho, "Synthesis and characterization of an
efficient and stable Al/Fe pillared clay catalyst for the catalytic wet air
oxidation of phenol," RSC advances, vol. 8, no. 53, pp. 30115-30124, 2018.

[67] G. Fetter, G. Heredia, L. A. Velazquez, A. M. Maubert and P. Bosch,
"Synthesis of aluminum-pillared montmorillonites using highly concentrated
clay suspensions,” Applied Catalysis A: General, vol. 162, no. 1-2, pp. 41-45,
1997.

52



[68] G. Fetter, V. Hernandez, V. Rodriguez, M. A. Valenzuela, V. H. Lara and P.
Bosch, "Effect of microwave irradiation time on the synthesis of zirconia-
pillared clays," Materials letters, vol. 57, no. 5-6, pp. 1220-1223, 2003.

[69] J. T.Kloprogge, W. J. Welters, E. Booy, V. H. De Beer, R. A. Van Santen,
J. W. Geus and J. B. Jansen, "Catalytic activity of nickel sulfide catalysts
supported on Al-pillared montmorillonite for thiophene hydrodesulfurization,"
Applied Catalysis A: General, vol. 97, no. 1, pp. 77-85, 1993.

[70] C. E. Ramos-Galvan, G. Sandoval-Robles, A. Castillo-Mares and J. M.
Dominguez, "Comparison of catalytic properties of NiMoAI203 with NiMo
supported on Al-, Ti-pillared clays in HDS of residual oils.," Applied Catalysis
A: General, vol. 150, no. 1, pp. 37-52, 1997.

[71] M. Sychev, A. Kodentsov, E. M. van Oers and R. A. van Santen, "Chromia-
and chromium sulfide-pillared clays: preparation, characterization, and
catalytic activity for thiophene hydrodesulfurization,” Journal of Catalysis, vol.
168, no. 2, pp. 245-254, 1997.

[72] P. Salerno, S. Mendioroz and A. L. Agudo, "Al-pillared montmorillonite-
based Mo catalysts: effect of the impregnation conditions on their structure and
hydrotreating activity,” Applied clay science, vol. 23, no. 5-6, pp. 287-297,
2003.

[73] P. Salerno, S. Mendioroz and A. L. Agudo, "Al-pillared montmorillonite-
based NiMo catalysts for HDS and HDN of gas oil: influence of the method
and order of Mo and Ni impregnation,” Applied Catalysis A: General, vol. 259,
no. 1, pp. 17-28, 2004.

[74] L. Colin, J. A. de los Reyes, A. Vazquez and A. Montoya, "Pillar effects in
MoS2 catalysts supported on Al and Zr pillared clats in a hydrotreatment
reaction,” Applied Surface Science, vol. 240, no. 1-4, pp. 48-62, 2005.

[75] M. Sugioka, Y. Kanda, T. Kobayashi and Y. Uemichi, "Development of
Highly Active New Hydrodesulfurization Catalysts for Prevention of Acid
Rain: Supported Noble Metal Catalysts,” Z& T ¥ X Z#Z, pp. 41-46, 2004.

[76] N.lIwasa, T. Kubota, K. K. Bando and M. Shirai, "Hydrodesulfurization of
thiophenic compounds over synthetic smectite-type clays,” Journal of Physics
and Chemistry of Solids, vol. 65, no. 2-3, pp. 503-507, 2004.

[771 M. M. Hossain, M. A. Al-Saleh, M. A. Shalabi, T. Kimura and T. Inui,
"Thiophene hydrodesulfurization over noble metal modified Co-clay catalysts,"
Applied Catalysis A: General, vol. 274, no. 1-2, pp. 43-48, 2004.

[78] Y. Kanda, H. lwamoto, T. Kobayashi, Y. Uemichi and M. Sugioka,
"Preparation of highly active alumina-pillared clay montmorillonite-supported
platinum catalyst for hydrodesulfurization," Topics in Catalysis, vol. 52, no. 6-
7, pp. 765-771, 2009.

53



[79] N. Rinaldi, "Preparation of Ni-Mo Catalysts using the pillared clay as a
support for hydrodesulfuration of coker naphtha,” Widyariset, vol. 14, no. 3,
pp. 657-664, 2011.

[80] Y. Gao, W. Li, H. Sun, Z. Zheng, X. Cui, H. Wang and F. Meng, "A facile
in situ pillaring method—the synthesis of Al-pillared montmorillonite,”
Applied clay science, vol. 88, pp. 228-232, 2014.

[81] L. Kang, H. Lui, H. He and C. Yang, "Oxidative desulfurization of
dibenzothiophene using molybdenum catalyst supported on Ti-pillared
montmorillonite and separation of sulfones by filtration,” Fuel, vol. 234, pp.
1229-1237, 2018.

[82] Y. Lui, B. Xu, B. Qin, C. Tao, L. Cao, Y. Shen and S. Zhu, "Novel NiMoW-
clay hybrid catalyst for highly efficient hydrodesulfurization reaction,”
Catalysis Communications, vol. 144, p. 106086, 2020.

[83] W. Roth, Introduccion al Inventario de Materias Primas No Metalicas en el
Ecuador., Quito, Ecuador: INEMIN-BGR, 1990.

[84] R. A. Uribe, "Investigaciones de materias primas minerales no metalicas en
el Ecuador,"” Revista Politécnica, vol. 36, no. 3, pp. 34-34, 2015.

[85] P. C. Aguiar, Depdsitos minerales no metélicos del Ecuador, Quito: Escuela
Politécnica Nacional, 2016.

[86] R. Cruz-Orozco, "Arcillas y minerales del delta del rio Guayas y area
adyacente del Golfo de Guayaquil, Ecuador,” Anales del Centro de Ciencias
del Mar y Limnologia - UNAM, vol. 7, no. 1, pp. 27-32, 1980.

[87] V. Coronel and H. A. Aydn, "Minerales de arcilla en el Archipiélago de
Jambeli," Acta Oceanografica del Pacifico, vol. 1, no. 1, pp. 110-119, 1980.

[88] A. M. Morales-Carrera, A. F. Varajdo, J. César-Mendes and P. Carrion,
"Estado del arte de la arcilla de la provincia de Guayas y su proyeccion a la
peninsula de Santa Elena, Ecuador,” Boletin Geoldgico y Minero, vol. 117, no.
4, pp. 723-736, 2006.

[89] M. V. Valarezo Riofrio, "Evaluacion de las Arcillas de los barrios El
Calvario y las Palmeras para el uso de Ceramica (Tesis de Pregrado),” Loja,
2015.

[90] C. M. Ldpez-Cdrdova, J. M. Castillo, L. Riofrio-Valarezo, L. V. Carcia-
Berfon, X. Jaramillo-Fierro and A. L. Garcia-Ldpez, "Zeolitizacion de arcillas
rojas de Ecuador y aplicacién en la adsorcion de CO2," Ingenieria,
investigacion y tecnologia, vol. 21, no. 4, 2020.

[91] J. A. Obando Reinoso, "Reduccidon de efluentes coloreados de la empresa™
Curtipiel Castro" provincia de Tungurahua utilizando minerales arcillosos
(Tesis de Pregrado),” Latacunga, 2017.

54



[92] R. Perugachi, C. Paredes and M. Cornejo, "Las Nanoarcillas y sus
potenciales aplicaciones en el Ecuador,” Revista Tecnoldgica-ESPOL, vol. 19,
no. 1, 2006.

[93] S. K. Maity, E. Blanco, J. Ancheyta, F. Alonso and H. Fukuyama, "Early
stage deactivation of heavy crude oil hydroprocessing catalyst," Fuel, vol. 100,
pp. 17-23, 2012.

[94] S.c.Kimand D. K. Lee, "Preparation of Al-Cu pillared clay catalysts for
the catalytic wet oxidation of reactive dyes," Catalysis Today, vol. 97, no. 2-3,
pp. 153-158, 2004.

[95] A.Gil, S. A Korili, R. Trujillano and M. A. Vicente, Pillared clays and
related catalysts., Springer Science & Business Media, 2010.

[96] E. Bastardo-Gonzalez, C. C. Deyan and J. L. Brito, "Arcillas activadas con
acido y pilareadas con aluminio como soportes de catalizadores CoMo para la
hidrodesulfuracion de tiofeno,” Revista Técnica, vol. 41, no. 2, pp. 95-104,
2018.

[97] J. M. Adams, "Synthetic organic chemistry using pillared, cation-exchanged
and acid -treated montmorillonite catalysts - A review," Applied Clay Science,
vol. 2, no. 4, pp. 309-342, 1987.

[98] S. Albertazzi, I. Baraldini, G. Busca, E. Finocchio, M. Lenarda, L. Storaro
and A. Vaccari, "Noble metal containing Al/Ce/Mg pillared montmorillonite
clay as catalysts in the hydrotreating of LCO fractions,” Applied clay science,
vol. 29, no. 3-4, pp. 224-234, 2005.

[99] M. Guo and G. Lu, "The effect of impregnation strategy on structual
characters and CO2 methanation properties over MgO modified Ni/SiO2
catalysts.,” Catalysis Communications, vol. 54, pp. 55-60, 2014.

55



	0f697db809ccf2b3008904c72cededc73ba5e9014d8cd58fc7a7b93b42bcf243.pdf
	0f697db809ccf2b3008904c72cededc73ba5e9014d8cd58fc7a7b93b42bcf243.pdf
	0f697db809ccf2b3008904c72cededc73ba5e9014d8cd58fc7a7b93b42bcf243.pdf

