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Abstract
The conversion of waste glycerol from the biodiesel process into solketal via
acetalization reaction with the mild condition is a promising process. In this
study, we studied glycerol acetalization over Beta zeolites using a batch reactor
in the presence of water and NaCl impurities. We found that water and/or NaCl
strongly impact the active sites of Beta zeolite resulting in a decrease in catalytic
activity and product yield. Also, we found that Beta zeolite with a high Si/Al ratio
showed better glycerol acetalization performance in comparison with Beta zeolite
with a low Si/Al ratio due to the high hydrophobicity. Beta zeolite with Si/Al =
180 remained solketal yield (~ 80%) with 10% of water impurity, while the yield
of solketal over Beta zeolite with Si/Al = 19 decreased from 83.6% to 41%. In
the presence of both NaCl (2 wt.%) and water (50 wt.%), the yield of solketal was
obtained at 33% and 28.5% for high (180) and low (19) Si/Al Beta zeolites,
respectively. Suggesting that the hydrophobicity of zeolite with high Si/Al can be
applied to prevent the effect of impurities in the acid catalytic reaction.

1. Introduction
Currently, the use of fuels decreases due to the lockdown in many countries, however, the demand for
fuels will increase to conform the requirement of the industry. Therefore, the demand for diesel will
increase again in the near future. Additionally, in order to reduce the greenhouse gas effect and avoid
the dependence of crude oil, a limited resource, the use of renewable feedstocks for diesel production is
of great interest. Biodiesel can typically be produced through transesterification of vegetable oils/animal
fats with alcohol (e.g., methanol) using alkali catalysts [1-6]. Glycerol is a byproduct of the biodiesel
production process, hence, a large amount of crude glycerol will become available with increasing
biodiesel production.
Glycerol from biodiesel production can be upgraded valuable compounds such as propanediol, acrolein,
glycerol carbonate, glyceric acid, tartonic acid, syngas, and solketal [7-15]. Among these glycerolderived compounds, solketal ((2,2-Dimethyl-1,3-dioxolan-4-yl)methanol) is one of the most interesting
compounds because it can be produced from glycerol acetalization under a mild reaction condition [1621]. Additionally, solketal has many applications such as fuel additives [22, 23], additives and solvents
for in the pharmaceutical industry [24-26], solvents in paint and ink industries [27-29], and cleaning
products [30].
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Solketal production via glycerol acetalization has been studied using many acid catalysts [12, 13, 17, 18,
20, 21, 31-38]. Among them, Beta zeolite is one of the great catalysts in the conversion of glycerol into
solketal through acetalization reaction [36]. Beta zeolite has many advantages including possessing a
large pore size (7.7 Å x 7.3 Å) can diffuse the product within the pores and high stability [36, 39].
Recently, the modified Beta zeolite with an increase in pore volume and a decrease in acid density can
enhance the selectivity of solketal up to 100% [40]. Manjunathan et al. [35] reported that a small crystal
size of Beta zeolite improved glycerol conversion and solketal yield. Additionally, the acidity of zeolite
has an important role in the glycerol acetalization reaction [35, 36]. Continuously, we study the glycerol
acetalization reaction with “crude” glycerol to elucidate the performance of Beta zeolite. This crude
glycerol consists of ~80% glycerol and other impurities including methanol from adding an excess of
methanol reactant, water from byproduct or washing system, and salts (e.g., NaCl) from the
neutralization process in the biodiesel production process [38]. In this work, we found that water and/or
NaCl hurts the glycerol conversion and solketal yield, but Beta zeolite with a high Si/Al ratio can prevent
the effect of the impurities.
2. Material and Methods
2.1. Materials
Glycerol (99+%, Acros), acetone (99.8+%, Fisher), ethanol (99.8+%, Fisher), n-dodecane (extra pure,
Fisher) and NaCl (99.0%, Fisher) were used without any treatment. Beta zeolites were purchased from
Alfa Aesar and summarized in Table 1.
Table 1: The properties of investigated catalysts

Catalyst

Si/Al

Surface
area
(m2/g)*

B19

19

710

B180
180
620
*data from manufacturer

Treatment
calcined at
500ºC, 5h
As received

Low-temp.
peak (µmol
NH3/g
catalyst)
351.7

High-temp.
peak (µmol
NH3/g
catalyst)
253.1

Total acidity
(µmol NH3/g
catalyst)
604.8

High-temp.
peak/Lowtemp. peak
ratio
0.720

20.7

24.9

45.6

1.203

2.2. Catalyst characterization
The fresh catalysts were determined the acid density by using the Ammonia-temperature programmed
desorption (NH3-TPD) method. Typically, the fresh catalyst (20 – 40 mg) was treated at 500°C for 1h
under flowing He, then flushed by He at 100°C for 1h to remove the physically adsorbed ammonia. The
NH3-TPD profile was recorded with the heating rate of 10 °C/min from 100°C to 700°C under He flow
(40 cc/min) using Micromeritics ChemiSorb 2720 equipped with a thermal conductivity detector (TCD).
2.3. Glycerol acetalization reaction
The screening catalytic test, glycerol (0.125 g), acetone (0.946 g), catalyst, and dodecane (internal
standard) were added into a pyrex glass tube (5 mL) containing a magnetic bar (Scheme 1). The test
tubes were sealed and performed the acetalization reaction at 30 °C for 20 min. For the testing reactions,
we remained the amount of glycerol and acetone, reaction time, and temperature. The catalyst amount
was adjusted to be similar acidity density for both Beta zeolites, and the impurities, water and/or NaCl
were added into the reactor as a model of crude glycerol. After finishing the reaction, the reactors were
quenched in ice water followed by adding ethanol (1mL) to dissolve both remaining glycerol and
acetone. The solution was centrifuged, and the solid catalysts were removed. The liquid sample was then
diluted with ethanol prior to analysis. The reactants and products were analyzed by a gas chromatograph
(GC) Agilent 4890 equipped a DB-1701 column (30mx0.25mmx0.25µm) with a temperature ramp of
8°C/min from 50°C to 200°C. The products were identified by gas chromatography coupled with mass
spectroscopy (GC-MS) Thermo Scientific with TG-SQC column (15 m x 0.25 mm x 0.25 µm).
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Scheme 1. The diagram of the reaction system
3. Results and discussion
3.1. Characterization of Beta zeolites
Table 1 showed that both commercial Beta zeolites had a high surface area, and they were not too much
different. However, the acidity of them was so different, the lower Si/Al ratio zeolite showed higher total
acidity density than that of higher Si/Al ratio zeolite (Figure 1). The difference in acidity density can be
explained based on the difference in Si/Al ratio [41, 42]. Indeed, the low Si/Al zeolite has more acid
sites than that of high Si/Al zeolite. Low Si/Al zeolite means that high amount of Al2O3, hence, Al
replaces Si in the tetrahedral framework of SiO2 producing more Brønsted acid sites of the framework
[43, 44] and Lewis acid sites of unsaturated Al3+ [45, 46]. The lower Si/Al zeolite also has many Lewis
acid sites, whereas the Lewis acid sites decrease with increasing of Si/Al ratio due to the decrease of Al
acid sites. Therefore, the ratio of the Brønsted/Lewis acid sites increase with the increase of the Si/Al
ratio.
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Temperature (°C)
Figure 1: NH3-TPD profile of investigated catalysts.
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3.2. Activity of Beta zeolites and effect of impurities on the glycerol acetalization
The screening reactions with different catalyst loading from 2.5 to 15 wt.% were performed at 30 °C.
Glycerol conversion and solketal yield increased with an increase of the catalyst loading over B180
(Figure S1). B19 zeolite yielded high glycerol conversion and solketal at very low catalyst loading (2.5
wt.%) and kept constant with increasing catalyst loading (Figure S1). This is because B19 possesses
high catalytic active sites than B180 (Table 1). At high catalyst loading (15 wt.%), all Beta zeolites
showed almost similar glycerol conversion and solketal yield at 15 wt.% catalyst loading. The glycerol
conversion of all was near 100%, and the solketal yield was around 95% with 15 wt.% catalyst loading.
In order to study the effect of different Si/Al ratio on the glycerol conversion and solketal yield, we study
the glycerol acetalization in the same active sites of both zeolites. The catalyst loading of the higher
Si/Al ratio (B180) is kept at 5 wt.%, while the lower Si/Al ratio is adjusted based on the total amount of
acid sites as calculated from the NH3-TPD experiment. The glycerol conversion was almost similar in
the case of B19 and B180 catalysts without the addition of any impurity (Figure 2). B19 zeolite showed
slightly higher glycerol conversion than that of B180 zeolite possibly due to its possession of strong acid
sites than that of B180 zeolite (Figure 1). However, high Si/Al ratio (B180) zeolite presented better than
lower Si/Al (B19) zeolite in the presence of NaCl impurity (Figure 2). A small amount of NaCl (2 wt.%)
caused a decrease in glycerol conversion around 6% and 32% in the case of B180 and B19 zeolites,
respectively. The same trend is also applied for solketal yield with a decrease of 3.2% and 26.7% over
B180 and B19 zeolites, respectively.

Glycerol conversion (%)
Solketal yield (%)

100

B19_yield
B19_conv.

B180_yield
B180_conv.

80
60
40
20
0
0

2

15

NaCl content (wt.%)
Figure 2: The effect of NaCl content on the glycerol acetalization with acetone. Reaction condition: 30˚C, 0.36 wt.% (B19)
and 5 wt.% (B180) catalyst loading, 20 min.

A further increase of NaCl content (15 wt.%), glycerol conversion over B180 zeolite decreased 8% more,
while it did not drop in the case of B19 zeolite. Hence, the yield of solketal decreased by 6.8% over
B180 zeolite, and it almost remained in the case of B19 zeolite. This is possibly due to the high amount
of NaCl killed the weak acid sites of B180 zeolite, while it just killed a part of the acid sites of B19
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zeolite. In all cases, solketal is still the main product in the presence of NaCl. The remarkable drop of
glycerol conversion in the presence of NaCl is possibly due to the coverage of active sites of beta zeolites
by NaCl. Sodium cation from NaCl may exchange with the proton of zeolite and lower its activity.
Indeed, a small amount of sodium can kill the active sites of catalysts and reduce catalytic activity in the
case of Al2O3 oxide [47]. In the same manner, it can kill the active acid sites of Beta zeolite. Additionally,
the higher hydrophobicity of the higher Si/Al ratio (B180) zeolite also helps to protect the influence of
NaCl than that of B19 zeolite. In fact, higher Si/Al of zeolite enhances the hydrophobicity of zeolite
[48]. But at very high NaCl content, the coverage of NaCl also affects the high Si/Al zeolite (B180),
showing a slightly different with B19, but both of them decrease in comparison with the case of 2 wt.%
NaCl.
In the case of water impurity, the hydrophobicity of zeolite also strongly impacts on the glycerol
conversion in the presence of water (Figure 3). A high Si/Al ratio zeolite (B180) did not affect by water
with water content lower than 10 wt.%, while a low Si/Al ratio zeolite (B19) dropped the glycerol
conversion with only 2 wt.% water content. Indeed, the low water content below 10 wt.% in the reaction
did not affect the glycerol conversion over B180 zeolite (Figure 3). A further increase in water content
(i.e. > 10 wt.%), the glycerol conversion dropped in all cases. Looking at the solketal yield, it had the
same trend with glycerol conversion because the selectivity of solketal was almost 100% in all cases. In
other words, water hurt the glycerol conversion of B19 with low content (2 wt.%), and glycerol
conversion significantly dropped with an increase in water content. Our result suggests that water
hindered glycerol acetalization due to the competitive adsorption on the active sites and the potential
shifting of the equilibrium toward acetal hydrolysis [49]. The adsorption of water on the active sites of
catalysts possibly by hydrongen-bonding interaction [50] caused a decrease in catalytic activity.
Glycerol conversion over B180 zeolite was always higher than that of B19 zeolite, indicating that B180
zeolite was more effective in the protection of the water effect. It is true, B180 zeolite with a high Si/Al
ratio (180) has higher hydrophobicity than B19 zeolite with a low Si/Al ratio (19) [48]. It demonstrated
that the ratio of silica to alumina in Beta zeolites have a strong effect on glycerol acetalization reaction.

Glycerol conversion (%)
Solketal yield (%)
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B19_Yield
B180_Yield
B19_Conv.
B180_Conv.

80
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Water content (wt.%)
Figure 3: The effect of water content on the glycerol acetalization with acetone. Reaction condition: 30˚C, 0.36 wt.%
(B19) and 5 wt.% (B180) catalyst loading, 20 min.
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Figure 4: The influence of NaCl and/or water on the glycerol acetalization with acetone. Reaction condition: 30°C, 0.36
wt.% (B19) and 5 wt.% (B180) catalyst loading, 20 min.

For the impurities containing water and NaCl, the presence of water together with NaCl in the reaction
using all Beta zeolites further lowered the solketal yield compared to that of no impurity (Figure 4).
NaCl had a more prominent effect on Beta zeolites than H2O with low content (2 wt.%). A high water
content (50 wt.%) caused a significant decrease in solketal yield over B19 (53.5%) and B180 (31.9%).
In all cases of impurities, solketal yield over B180 zeolite is always higher than that of B19 zeolite. The
presence of both water and NaCl in the reaction strongly hurt the glycerol conversion. For example, 2
wt.% NaCl and 50% H2O decreased in solketal yield ca. 55.1% and 42.1% respect to the reaction without
impurities over B19 and B180 zeolite (Figure 4), respectively. Suggesting that the presence of both water
and NaCl strongly hurt solketal yield. It is possibly due to the improvement of Na+ exchange with the
active sites of zeolite reducing the catalytic activity with the presence of both water and NaCl. However,
in all cases, solketal yield over B180 zeolite was higher than that of B19 zeolite determining that high
Si/Al ratio zeolite protects the effect of impurities better than that of low Si/Al ratio zeolite.
For the comparison of our results to the literature, we summarized the glycerol conversion and solketal
yield of glycerol acetalization reaction over H-Beta zeolites and other catalysts (Table 2). Our catalyst
showed a comparable catalytic activity with the results reported. In fact, the yield of solketal was just
lower than those of H-BEA (Si/Al = 75 in ref. [48]) and H-BEA (Si/Al = 12.5 in ref. [35]), however, the
catalyst loading was higher (27.2%) in the case of H-BEA (75) with respect to our catalyst loading (5%
and 0.36%); or lower Si/Al (12.5) than our zeolites (Si/Al = 19 and 180). Additionally, in the case of the
presence of impurities, our result (33% solketal yield) was lower than that of HR/Y-W20 (97.85%), but
our catalyst (B180) contains very low acidity density compared to HR/Y-W20 (Si/Al = 6.2 in ref. [20]),
which was also supported by heteropoly acid. In the case of a flow reactor, the yield of solketal (61.6%)
is almost double our result (33%) in a batch reactor. It is possibly due to the high reaction temperature
(40 °C vs 30 °C), high catalyst loading (10% vs 5%), and the use of H-BEA with low Si/Al (12) for the
flow reactor instead of high Si/Al (180) of our catalyst. Also, a flow reactor may avoid the interaction
of impurities to the active sites than that of the batch reactor. In short, our results are comparable to the
results in the literature, and potentially further upgrade the high Si/Al Beta zeolite for obtaining high
solketal yield from crude glycerol.
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Table 2: The glycerol conversion and solketal yield of glycerol acetalization reaction over H-Beta zeolites and
other catalysts.
a
Reaction condition
Conv. Solketal Ref.
Catalyst
Si/Al Gly/Ace
(%)
Yield
Catalyst NaCl
H2O
Temp. Time
molar
(%)
loading
(wt.%)
(wt.%)
(°C)
(h)
ratio
(wt.%)
H-BEA
16
1:1.2
21.2
70
0.33
85
[31]
H-BEA
16
1:2
21.2
70
1
90
[38]
H-BEA
16
1:2
21.2
5
10
70
1
58
[38]
b
H-BEA
12.5
1:1.5
27.2
24
44
[48]
b
H-BEA
75
1:1.5
27.2
24
96
[48]
H-BEA
255
1:1.5b
27.2
24
77
[48]
b
H-ZSM-5
75
1:1.5
27.2
24
68
[48]
b
H-MOR
45
1:1.5
27.2
24
61
[48]
b
ZnO2
1:1.5
27.2
24
61
[48]
SnO2
1:1.5b
27.2
24
67
[48]
b
Nb2O5
1:1.5
27.2
24
54
[48]
H-BEA
12.5
1:2
5
28
1
86
84.7
[35]
H-BEA
15
1:2
5
28
1
79.6
78.4
[35]
H-BEA
12
1:3
5gc
8
50
1
85
82.5
[21]
c
H-ZSM-5 22.1
1:3
5g
8
50
1
85
82.5
[21]
c
H-USY
40
1:3
5g
8
50
1
82
77.9
[21]
c
H-BEA
12
1:3
5g
5.6
8
85
68
[21]
c
H-ZSM-5 22.1
1:3
5g
5.6
8
79.2
61.8
[21]
H-USY
40
1:3
5gc
5.6
8
26.6
21.3
[21]
c
H-BEA
12
1:3
5g
5.6
8
8
~ 77
61.6
[21]
d
HR/Y-W20
6.2
1:10
10
*
*
40
1.5
100
97.85
[20]
d
HR/Y-W20
6.2
1:10
10
*
*
20
1.5
93.59
65.36
[20]
Our
H-BEA
19
1:12
0.36
30
0.33
84.8
83.6
study
Our
H-BEA
180
1:12
5
30
0.33
77.6
75.1
study
Our
H-BEA
180
1:12
5
2
50
30
0.33
33.6
33
study
a

Gly/Ace = glycerol/acetone
Glycerol/3-pentanone
c
flow reactor
d
Hierarchical faujasite zeolite-supported heteropoly acid catalyst
* Crude-glycerol
H-BEA: protonic Beta zeolite; H-USY: protonic Ultra Stable Y zeolite; H-ZSM-5: protonic Mobil five zeolite; H-MOR:
protonic Mordenite zeolite
b

Conclusion
The conclusions of this work can be summarized as follows:
• Sodium (Na) hurts the catalytic activity and solketal yield from 10 to 20% over Beta zeolite with
an increasing NaCl content up to 15 wt.%.
• Water strongly hurts the active sites of Beta zeolite with a low Si/Al ratio (B19) zeolite at a low
water content (< 10%), but it dramatically diminishes the glycerol conversion and solketal yield
on both Beta zeolite.
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•
•

The presence of both water and NaCl as impurities remarkably damages solketal yield of glycerol
acetalization reaction.
High Si/Al ratio of Beta zeolites enhances the resistance of the effects of water and NaCl
impurities.

Acknowledgement-This research is funded by International University, VNU-HCM under grant number
T2019-01-BT. The authors acknowledge Mr. Thanh Cong Huynh (Organic Material Department, Institute of
Applied Material Science, Ho Chi Minh City, Vietnam) for the sample’s analyses.

References
1. W. Ahmed, M.F. Nazar, S.D. Ali, U.A. Rana, S.U.-D. Khan, Detailed investigation of optimized alkali
catalyzed transesterification of Jatropha oil for biodiesel production, J. Energy Chem. 24 (2015)
331-336.
2. Z. Al-Hamamre, J. Yamin, Parametric study of the alkali catalyzed transesterification of waste frying
oil for Biodiesel production, Energy Conv. Manag. 79 (2014) 246-254.
3. Z.-Z. Cai, Y. Wang, Y.-L. Teng, K.-M. Chong, J.-W. Wang, J.-W. Zhang, D.-P. Yang, A two-step
biodiesel production process from waste cooking oil via recycling crude glycerol esterification
catalyzed by alkali catalyst, Fuel Process. Technol. 137 (2015) 186-193.
4. K.-H. Chung, J. Kim, K.-Y. Lee, Biodiesel production by transesterification of duck tallow with
methanol on alkali catalysts, Biomass Bioenergy 33 (2009) 155-158.
5. A.B. Fadhil, E.T.B. Al-Tikrity, M.A. Albadree, Biodiesel production from mixed non-edible oils,
castor seed oil and waste fish oil, Fuel 210 (2017) 721-728.
6. F. Ma, M.A. Hanna, Biodiesel production: a review, Bioresour. Technol. 70 (1999) 1-15.
7. M. Ayoobi, I. Schoegl, Non-catalytic conversion of glycerol to syngas at intermediate temperatures:
Numerical methods with detailed chemistry, Fuel 195 (2017) 190-200.
8. M.R.K. Estahbanati, M. Feilizadeh, M.C. Iliuta, Photocatalytic valorization of glycerol to hydrogen:
Optimization of operating parameters by artificial neural network, Appl. Catal. B 209 (2017) 483492
9. S. García-Fernández, I. Gandarias, J. Requies, F. Soulimani, P.L. Arias, B.M. Weckhuysen, The role
of tungsten oxide in the selective hydrogenolysis of glycerol to 1,3-propanediol over Pt/WOx/Al2O3,
Appl. Catal. B 204 (2017) 260-272.
10. M. Massa, A. Andersson, E. Finocchio, G. Busca, Gas-phase dehydration of glycerol to acrolein over
Al2O3-, SiO2-, and TiO2-supported Nb- and W-oxide catalysts, J. Catal. 307 (2013) 170-184.
11. C.H. Zhou, J.N. Beltramini, Y.X. Fan, G.Q. Lu, Chemoselective catalytic conversion of glycerol as
a biorenewable source to valuable commodity chemicals, Chem. Soc. Rev. 37 (2008) 527-549.
12. D.C. de Carvalho, A.C. Oliveira, O.P. Ferreira, J.M. Filho, S. Tehuacanero-Cuapa, A.C. Oliveira,
Titanate nanotubes as acid catalysts for acetalization of glycerol with acetone: Influence of the
synthesis time and the role of structure on the catalytic performance, Chem. Eng. J. 313 (2017)
1454-1467.
13. M.J. da Silva, F. de Ávila Rodrigues, A.A. Júlio, SnF2-catalyzed glycerol ketalization: A friendly
environmentally process to synthesize solketal at room temperature over on solid and reusable
Lewis acid, Chem. Eng. J. 307 (2017) 828-835.
14. G.P. da Silva, M. Mack, J. Contiero, Glycerol: A promising and abundant carbon source for industrial
microbiology, Biotechnol. Adv. 27 (2009) 30-39.
15. V.K. Garlapati, U. Shankar, A. Budhiraja, Bioconversion technologies of crude glycerol to value
added industrial products, Biotechnol. Rep. 9 (2016) 9-14.
Le et al., J. Mater. Environ. Sci., 2020, 11(9), pp. 1462-1471

1469

16. M.R. Nanda, Y. Zhang, Z. Yuan, W. Qin, H.S. Ghaziaskar, C. Xu, Catalytic conversion of glycerol
for sustainable production of solketal as a fuel additive: A review, Renew. Sustain. Energy Rev. 56
(2016) 1022-1031.
17. S. Gadamsetti, N.P. Rajan, G.S. Rao, K.V.R. Chary, Acetalization of glycerol with acetone to bio
fuel additives over supported molybdenum phosphate catalysts, J. Mol. Cat. A Chem. 410 (2015)
49-57.
18. M. Gonçalves, R. Rodrigues, T.S. Galhardo, W.A. Carvalho, Highly selective acetalization of
glycerol with acetone to solketal over acidic carbon-based catalysts from biodiesel waste, Fuel 181
(2016) 46-54.
19. N.M. Kosamia, M. Samavi, B.K. Uprety, S.K. Rakshit, Valorization of Biodiesel Byproduct Crude
Glycerol for the Production of Bioenergy and Biochemicals, Catal. 10 (2020) 609.
20. A. Talebian-Kiakalaieh, S. Tarighi, Hierarchical faujasite zeolite-supported heteropoly acid catalyst
for acetalization of crude-glycerol to fuel additives, J. Ind. Eng. Chem. 79 (2019) 452-464.
21. J. Kowalska-Kuś, A. Held, K. Nowińska, A continuous-flow process for the acetalization of crude
glycerol with acetone on zeolite catalysts, Chem. Eng. J. 401 (2020) 126143.
22. C.J.A. Mota, C.X.A. da Silva, N. Rosenbach, J. Costa, F. da Silva, Glycerin Derivatives as Fuel
Additives: The Addition of Glycerol/Acetone Ketal (Solketal) in Gasolines, Energy Fuel. 24 (2010)
2733-2736.
23. P.H.R. Silva, V.L.C. Gonçalves, C.J.A. Mota, Glycerol acetals as anti-freezing additives for
biodiesel, Bioresour. Technol. 101 (2010) 6225-6229.
24. C. Chen, J.-T. Hu, Y.-J. Tu, J.-C. Wu, J. Liang, L.-L. Gao, Z.-G. Wang, B.-F. Yang, D.-L. Dong,
Effects of isosorbide mononitrate on the restoration of injured artery in mice in vivo, Eur. J. Pharm.
640 (2010) 150-156.
25. Z.-Q. Li, X. He, X. Gao, Y.-Y. Xu, Y.-F. Wang, H. Gu, R.-F. Ji, S.-J. Sun, Study on dissolution and
absorption of four dosage forms of isosorbide mononitrate: Level A in vitro–in vivo correlation,
Eur. J. Pharm. Biopharm. 79 (2011) 364-371.
26. J. Esteban, A.J. Vorholt, W. Leitner, An overview of the biphasic dehydration of sugars to 5hydroxymethylfurfural and furfural: a rational selection of solvents using COSMO-RS and selection
guides, Green Chem. 22 (2020) 2097-2128.
27. L. Fertier, M. Ibert, C. Buffe, R. Saint-Loup, C. Joly-Duhamel, J.J. Robin, O. Giani, New biosourced
UV curable coatings based on isosorbide, Prog. Org. Coat. 99 (2016) 393-399.
28. B.A.J. Noordover, A. Heise, P. Malanowksi, D. Senatore, M. Mak, L. Molhoek, R. Duchateau, C.E.
Koning, R.A.T.M. van Benthem, Biobased step-growth polymers in powder coating applications,
Prog. Org. Coat. 65 (2009) 187-196.
29. M. Durand, V. Molinier, T. Féron, J.-M. Aubry, Isosorbide mono- and di-alkyl ethers, a new class
of sustainable coalescents for water-borne paints, Prog. Org. Coat. 69 (2010) 344-351.
30. J.I. Garcia, H. Garcia-Marin, E. Pires, Glycerol based solvents: synthesis, properties and
applications, Green Chem. 16 (2014) 1007-1033.
31. C.X.A. da Silva, V.L.C. Gonçalves, C.J.A. Mota, Water-tolerant zeolitecatalyst for the acetalisation
of glycerol, Green Chem. 11 (2009) 38-41.
32. V.R. Bakuru, S.R. Churipard, S.P. Maradur, S.B. Kalidindi, Exploring the Brønsted acidity of UiO66 (Zr, Ce, Hf) metal–organic frameworks for efficient solketal synthesis from glycerol
acetalization, Dalton Trans. 48 (2019) 843-847.
33. L. Chen, B. Nohair, D. Zhao, S. Kaliaguine, Highly Efficient Glycerol Acetalization over Supported
Heteropoly Acid Catalysts, ChemCatChem 10 (2018) 1918-1925.
Le et al., J. Mater. Environ. Sci., 2020, 11(9), pp. 1462-1471

1470

34. J. Kowalska-Kus, A. Held, M. Frankowski, K. Nowinska, Solketal formation from glycerol and
acetone over hierarchical zeolites of different structure as catalysts, J. Mol. Catal. A Chem. 426
(2017) 205-212.
35. P. Manjunathan, S.P. Maradur, A.B. Halgeri, G.V. Shanbhag, Room temperature synthesis of
solketal from acetalization of glycerol with acetone: Effect of crystallite size and the role of acidity
of beta zeolite, J. Mol. Catal. A Chem. 396 (2015) 47-54.
36. S.S. Poly, M.A.R. Jamil, A.S. Touchy, S. Yasumura, S.M.A.H. Siddiki, T. Toyao, Z. Maeno, K.-I.
Shimizu, Acetalization of glycerol with ketones and aldehydes catalyzed by high silica Hβ zeolite,
Mol. Catal. 479 (2019) 110608.
37. S.K. Sonar, A.S. Shinde, A. Asok, P.S. Niphadkar, S. Mayadevi, P.N. Joshi, V.V. Bokade, Solvent
free acetalization of glycerol with formaldehyde over hierarchical zeolite of BEA topology, Environ.
Prog. Sustain. Energy 37 (2018) 797-807.
38. C.X.A. da Silva, C.J.A. Mota, The influence of impurities on the acid-catalyzed reaction of glycerol
with acetone, Biomass Bioenergy 35 (2011) 3547-3551.
39. A. Corma, L.T. Nemeth, M. Renz, S. Valencia, Sn-zeolite beta as a heterogeneous chemoselective
catalyst for Baeyer–Villiger oxidations, Nature 412 (2001) 423-425.
40. N.J. Venkatesha, Y.S. Bhat, B.S. Jai Prakash, Dealuminated BEA zeolite for selective synthesis of
five-membered cyclic acetal from glycerol under ambient conditions, RSC Adv. 6 (2016) 18824-33.
41. C. Li, K. Fujimoto, Synthesis gas conversion to isobutane-rich hydrocarbons over a hybrid catalyst
containing Beta zeolite - role of doped palladium and influence of the SiO2/Al2O3 ratio, Catal. Sci.
Technol. 5 (2015) 4501-4510.
42. H. Wang, W. Xin, Surface Acidity of H-Beta and Its Catalytic Activity for Alkylation of Benzene
with Propylene, Catal. Lett. 76 (2001) 225-229.
43. M. Caillot, A. Chaumonnot, M. Digne, J.A. Van Bokhoven, Creation of Brønsted Acidity by
Grafting Aluminum Isopropoxide on Silica under Controlled Conditions: Determination of the
Number of Brønsted Sites and their Turnover Frequency for m-Xylene Isomerization,
ChemCatChem 6 (2014) 832-841.
44. T.K. Phung, G. Busca, Ethanol dehydration on silica-aluminas: Active sites and ethylene/diethyl
ether selectivities, Catal. Commun. 68 (2015) 110-115.
45. T.K. Phung, M.M. Carnasciali, E. Finocchio, G. Busca, Catalytic conversion of ethyl acetate over
faujasite zeolites, Appl. Catal. A 470 (2014) 72-80.
46. G. Busca, Spectroscopic characterization of the acid properties of metal oxide catalysts, Catal. Today
41 (1998) 191-206.
47. T.K. Phung, C. Herrera, M.Á. Larrubia, M. García-Diéguez, E. Finocchio, L.J. Alemany, G. Busca,
Surface and catalytic properties of some γ-Al2O3 powders, App. Catal. A 483 (2014) 41-51.
48. S.S. Poly, S.H. Siddiki, A.S. Touchy, S. Yasumura, T. Toyao, Z. Maeno, K.-I. Shimizu, High-silica
Hβ zeolites for catalytic hydration of hydrophobic epoxides and alkynes in water, J. Catal. 368
(2018) 145-154.
49. V.R. Ruiz, A. Velty, L.L. Santos, A. Leyva-Pérez, M.J. Sabater, S. Iborra, A. Corma, Gold catalysts
and solid catalysts for biomass transformations: Valorization of glycerol and glycerol–water
mixtures through formation of cyclic acetals, J. Catal. 271 (2010) 351-357.
50. O.M. Yaghi, H. Li, T.L. Groy, Construction of Porous Solids from Hydrogen-Bonded Metal
Complexes of 1,3,5-Benzenetricarboxylic Acid, J. Am. Chem. Soc. 118 (1996) 9096-9101.

(2020) ; http://www.jmaterenvironsci.com
Le et al., J. Mater. Environ. Sci., 2020, 11(9), pp. 1462-1471

1471

