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Abstract. Heterogeneous catalysts are considered as valuable materials in enhancing 

many chemical reactions to obtain specific products. Solid acid catalyst such as sulfated 

zirconia (SZ) exhibits an adjustable morphology and acidity properties making it suitable 

catalyst. In this research, we utilize the mesoporous sulfated zirconia modified by 

impregnation of gallium oxide by 2, 5, and 10% (wt) Ga2O3 (xGa-SZ) that were prepared 

by template-assisted sol-gel method as catalyst for the esterification of lauric acid. GC-

MS analysis results reveal that 5Ga-SZ and 10Ga-SZ were able to catalyze the 

esterification of lauric acid into methyl laurate, while 2Ga-SZ were inactive due to 

insufficient surface area and/or acidity. Thus, the solid acid xGa-SZ has potential to be 

used as heterogeneous catalyst for production of biodiesel. 
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1 Introduction 

 
Solid acid catalysts are utilized in a diverse range of applications for processing materials into 

valuable chemicals. The demand for such catalysts continues to grow, driving the development 

of more efficient and active catalysts. It is crucial to fine-tune the properties of catalyst materials 

to meet specific requirements for particular reactions, such as isomerization, alkylation, 

hydrolysis, hydrocracking, and esterification [1–4]. While such reactions commonly utilize 

homogeneous catalysts, heterogeneous acid catalysts such as sulfated metal oxides, sulfonated 

carbons, resins, and heteropoly acids, can be easily recovered from the reaction mixture in a 

relatively straightforward process [5]. 

Metal oxide, such as sulfated zirconia (SZ), are known for their easily adjustable acidity, thermal 

resistance, and large surface area and porosity [6,7]. To achieve better performance in acidity, 

surface area and pore size, and stabilization towards a more active structure, such as the 

tetragonal phase, various methods have been developed regarding this metal [4,8]. However, 

impregnating sulfated zirconia on other material can decrease its acidity hence its activity [9]. 
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In a study by Hwang & Mou, sulfated zirconia was modified using a surfactant-template 

technique, followed by gallium sulfate impregnation. The resulting catalyst had a large surface 

area and pore diameter, and showed high catalytic activity in n-butane isomerization. However, 

the researchers did not report on the catalyst's activity in other reactions, such as esterification, 

which is important for producing biodiesel [10]. Another study reported modification of sulfated 

zirconia through gallium oxide impregnation without using a surfactant-assisted route. The 

resulting catalyst had a relatively low specific surface area, ranging between 94 to 113 m2/g. 

However, the catalysts showed good activity towards isomerization reactions due to its excellent 

acidity [6]. Overall, while sulfated zirconia has many beneficial properties as a solid acid 

catalyst, its activity can be affected by factors such as support material and modification 

methods. Further research is needed to fully understand the optimal conditions for utilizing 

sulfated zirconia in various catalytic reactions.  

Limited publications have reported on Ga-promoter SZ catalysis in biodiesel production. While 

the majority of publications employed sulfated zirconia without a metal promoter [1,11–13], 

Ga-promoted sulfated zirconia has a high potential to be used as catalyst for esterification due 

to its excellent acidity combined with couple Lewis and Brønsted acid. The addition of Ga2O3 

on the surface of SZ, weaken M-OH bond and affects Brønsted acidity, which makes proton 

release easier (14). Hwang & Mou reported that Ga2O3-promoted SZ has catalytic activity twice 

as high as on n-butane isomerization compare to Al2O3-promoted SZ, even though both have 

similar specific surface area and acidity. Cerrato et al. also published a report on Ga2O3-

promoted SZ and reveals exceptional acid properties both Lewis and Brønsted in addition to 

great catalytic activity on n-butane isomerization [6]. 

In our previous publication, we reported a series of Ga2O3-promoted SZ used in hydrolysis of 

cellobiose [15]. In this study, we explore the ability of the aforementioned acid catalyst for the 

esterification of lauric acid in low-temperature conditions. The catalysts prepared through the 

sol-gel method, template-assisted, and Ga-sulfate was added via incipient wetness 

impregnation. 

 

2 Research Methodology 

 
Chemicals used in this research were purchased from Sigma-Aldrich, except where noted. 

Zirconium(IV) oxychloride octahydrate, distilled water (self-made), 37% hydrochloric acid, 

cetyltrimethylammonium bromide/CTAB, ammonia, ammonium sulfate, gallium sulfate, lauric 

acid (Emery Oleochemicals Sdn. Bhd.), methanol, and sulfuric acid were used without further 

purification or treatment. 

 

2.1 Preparation of Sulfated Zirconia Catalyst 

 

Sulfated zirconia was prepared using a method that we reported in our previous publication [15], 

adapted from Sun et al. [16]. 5.99 g of zirconium(IV) oxychloride octahydrate, 20.5 mL 37% 

hydrochloric acid, and 2.5 g CTAB were dissolved in 115 mL distilled water. The mixture was 

then stirred on a hot plate magnetic stirrer at 60 C for 5 hours. Subsequently, ammonia was 

added dropwise to form white precipitate of zirconium hydroxide. The gel-like substance was 

separated from the liquid part and placed into a Teflon-lined autoclave under hydrothermal 

conditions, and then heated at 100 C for 24 hours. The solid amorphous zirconia was then 

washed and collected using vacuum filtration. 



Non-promoted sulfated zirconia (SZ) was prepared by immersing amorphous zirconia in 0.5 M 

ammonium sulfate solution while gently stirred for 30 minutes. The obtained sulfated zirconia 

was then dried in an oven at 100 °C for 24 hours. Lastly, the catalyst was calcinated at 600 °C 

for 20 hours. 

Ga-promoted sulfated zirconia (xGa-SZ) was prepared from amorphous zirconia using gallium 

sulfate as precursor. 0.2 g, 0.5 g, and 1.0 g of gallium sulfate were dissolved in 75% ethanol and 

then added dropwise into 9.8 g (2Ga-SZ; 2% w/w of Ga-promotor), 9.5 g (5Ga-SZ; 5% w/w of 

Ga-promotor), and 9.0 g (10Ga-SZ; 10% w/w of Ga-promotor) of amorphous zirconia 

respectively. The mixtures were then stirred for 5 hours and then dried in an oven at 100 °C for 

24 hours. Finally, the catalysts were calcinated at 600 °C for 20 hours. 

 

2.2 Catalyst Characterization 

 

Diffraction pattern was obtained using Rigaku Miniflex powder X-ray diffractometer (Cu K = 

1.54 Å using operation condition reported previously). The surface morphology features were 

recorded by JEOL JSM-6510 SEM-EDS using accelerating voltage of 20 kV and at 3,000 

magnification. The specific surface area was calculated by using Brunauer–Emmett–Teller 

(BET) formula on the data obtained from adsorption-desorption isotherm measured using Nova 

Instrument Quantachrome NovaWin using N2 gas adsorbate. 

 

2.3 Catalyst Acidity Test 

 

The acidity of the catalysts was determined by gravimetric analysis. 0.5 g of sulfated zirconia 

catalyst were added into a crucible with known weight, and then heated at 100 °C in an oven 

for 1 hour. After heating, the crucible was cooled down to room temperature in a desiccator and 

subsequently weighed. The crucible was then put into a vacuum desiccator and the atmosphere 

was removed. After that, 5 mL of ammonia was inserted into the vacuum desiccator and the 

system was left standing for 24 hours. Afterwards, the crucible was weighed and the weight 

before and after adsorption was compared. 

 

2.4 Catalytic Activity Test 

 

Esterification of lauric acid was conducted in a reflux system using oil bath and hotplate 

magnetic stirrer. 15 mmol of lauric acid were mixed with 225 mmol of methanol in the presence 

of the catalyst prepared (5% w/v of xGa-SZ). As comparison, the esterification was also carried 

out using sulfuric acid (10% w/v) as catalyst. Reaction mixture was heated at 75 C for 12 hours, 

followed by 1 hour heating without cooling condenser to remove excess methanol. Methyl 

laurate product was detected using Thermo Scientific TraceTM 1300 Gas Chromatograph-Mass 

Spectrometer (GC-MS), and the peaks were detected by mass spectrometry using external 

standard. 

 

3 Results and Discussion 

 
3.1 Synthesis and Characterization of xGa-SZ 

 

Sulfated zirconia catalysts with 0, 2, 5, and 10 percent weight of gallium oxide were successfully 

synthesized and characterized with powder XRD, SEM-EDS, surface adsorption-desorption 



isotherm, and gravimetric analysis of acidity as we have reported in our previous publication. It 

was found that the impregnation of gallium oxide into sulfated zirconia changed the structure 

of the solid from monoclinic to tetragonal, increased its specific surface area, and increased its 

total acidity. [15] It was also confirmed that the pore radii of the synthesized solid catalysts were 

still within range to be classified as mesoporous material, i.e. 2–50 nm or 20–500 Å [17]. Table 

1 summarizes the characterization of the acid catalysts. 

 

Table 1. Summary of the characterization of xGa-SZ [15] 

Catalyst SZ 2Ga-SZ 5Ga-SZ 10Ga-SZ 

Zr (%) 82.72 80.17 67.76 72.85 

Ga (%) 0.00 6.69 7.10 8.66 

Structure Monoclinic Tetragonal Tetragonal Tetragonal 

Specific surface 

area (m2∙g–1) 
62.5 83.9 100.6 123.2 

Increase of  

surface area 
1.00× 1.34× 1.61× 1.97× 

Pore volume 

(cm3∙g–1) 
0.345 0.344 0.347 0.346 

Pore radii (Å) 48.1 56.9 48.2 36.7 

Total acidity  

(× 10–5 mol∙g–1) 
5.8 61.0 75.1 186.7 

Increase of acidity 1.0× 10.5× 12.9× 32.2× 

 

Surface area and acidity are two important aspects that affects the performance of esterification 

reaction using heterogeneous catalysts. Catalysts with high surface area provide more active 

sites for the reaction, while acidity of the catalyst (which corresponds to the amount of ammonia 

adsorbed by the catalyst in the characterization) relates to the amount of Brønsted (Zr–OH, S–

OH, and Ga–OH moieties) and/or Lewis acid sites (Zr4+ and Ga3+ moieties) on its surface. The 

addition of gallium oxide to sulfated zirconia was proven to increase both the catalyst’s surface 

area up to almost two times and also its acidity up to 32 times higher than the non-promoted 

catalyst. 

 

Satyarthi, et al. reported that pore volume and pore radii could affect the catalytic performance 

of heterogeneous catalysts in the esterification of fatty acid. They found that when comparing 

the esterification reaction over mesoporous and microporous solid catalyst, the mesoporous 

catalyst (which have larger pore radii and pore volume) had better turnover frequency than the 

microporous catalyst [18]. However, in the context of this research, we expect that pore volume 

and pore radii to have no significant impact on the reaction as these parameters are similar across 

all of the prepared catalyst. 

 

 

 

 



3.2 Catalytic Activity of xGa-SZ 

 

As seen on Table 1, it was found that the acidity of xGa-SZ is correlated with the concentration 

of gallium impregnated into the zirconia. Thus, it could be expected that 10Ga-SZ would be the 

most active catalyst in this study. In order to investigate the catalytic activity, the obtained 

gallium-promoted sulfated zirconia were used to catalyze the esterification reaction of lauric 

acid (C11H23COOH, Mr = 200) into methyl laurate (C11H23COOCH3, Mr = 214) and their 

performances were compared against sulfuric acid. Lauric acid was chosen in this study because 

it is the main fatty acid contained in coconut oil and palm kernel oil (48.91% and 48.07% 

respectively), which are potential biomass sources for biofuel or chemical production [19]. The 

result of GC-MS analysis is shown on Table 2. 

 

Table 2. GC-MS data of the reaction mixture 

Catalyst Mass Compound Retention Time 

(minutes) 

% Peak Area 

H2SO4 214 Methyl laurate 8.61 31.02 

 200 Lauric acid 9.00 68.98 

2Ga-SZ 214 Methyl laurate – – 

 200 Lauric acid 8.59 74.32 

5Ga-SZ 214 Methyl laurate 8.58 31.97 

 200 Lauric acid 8.79 68.03 

10Ga-SZ 214 Methyl laurate 8.38 30.42 

 200 Lauric acid 8.59 44.46 

 

Previous report on the esterification using non-promoted sulfated zirconia shows that the 

conversion of lauric acid reached 100%, while the yield of methyl laurate was as high as 90% 

[3]. Thus, it was expected that Ga-modified catalyst would be able to outperform the non-

promoted sulfated zirconia. It was found that 5Ga-SZ and 10-GaSZ were able to convert lauric 

acid into methyl laurate, while 2Ga-SZ could not, as proven by the lack of peaks observed for 

methyl laurate. Despite the increased surface area and acidity from the non-promoted SZ, 2Ga-

SZ may not have big enough surface area and/or high enough acidity to catalyze the 

esterification reaction. Alternatively, the inactivity of 2Ga-SZ could also be caused by imperfect 

preparation. 

Due to the qualitative nature of the methods used in this study, the yield of the reaction could 

not be properly calculated. However, as the GC-MS data between the esterification catalyzed 

by sulfuric acid and solid acid catalysts were similar, xGa-SZ may have high conversion rate 

(80–90%) akin to the reported results with sulfuric acid as catalyst [20]. Further studies are 

needed to quantitatively confirm the effectivity of gallium-promoted sulfated zirconia as 

catalyst for esterification reaction and to find ways to improve the catalytic performance. 

 

 

 

 



4 Conclusions 

 
Gallium-promoted sulfated zirconia with 0%, 2%, 5%, and 10% w/w of Ga were successfully 

synthesized and characterized. Addition of gallium oxide into sulfated zirconia increased the 

acidity of the sulfated zirconia by a factor of 10.5 (2Ga-SZ), 12.9 (5Ga-SZ), and 32.2 (10Ga-

SZ). The solid acid catalysts 5Ga-SZ and 10Ga-SZ were found to be active as catalyst for 

esterification of lauric acid into methyl laurate. 

 

Acknowledgments 

 
This work was financially supported by DIPA of Public Service Agency of Universitas 

Sriwijaya 2021. SP DIPA-023.7.2.677515/2021 on 23 November 2021 in accordance with 

Rector’s Decree No. 0010/UN9/SK.LP2M.PT/2021 on 28 April 2021. 

 

References 
 

[1]  Kiss AA, Dimian AC, Rothenberg G.: Solid Acid Catalysts for Biodiesel Production –-Towards 

Sustainable Energy. Advanced Synthesis & Catalysis. Vol. 348. No. 1–2. pp. 75–81 (2006) 

[2]  Saab R, Polychronopoulou K, Zheng L, Kumar S, Schiffer A.: Synthesis and performance evaluation 

of hydrocracking catalysts: A review. Journal of Industrial and Engineering Chemistry. Vol. Sep. 

No. 89. pp. 83–103 (2020)  

[3]   Rachmat A, Trisunaryanti W, Sutarno, Wijaya K.: Synthesis and characterization of sulfated zirconia 

mesopore and its application on lauric acid esterification. Materials for Reneweable and Sustainable 

Energy. Vol. 6. No. 13. pp.1−9 (2017)  

[4]   Rabee AIM, Durndell LJ, Fouad NE, Frattini L, Isaacs MA, Lee AF, et al.: Citrate-mediated sol–gel 

synthesis of Al-substituted sulfated zirconia catalysts for α-pinene isomerization. Molecular 

Catalysis. Vol. 458. pp. 206–12 (2018) 

[5]   Signoretto M, Melada S, Pinna F, Polizzi S, Cerrato G, Morterra C.: Ga2O3-promoted sulfated 

zirconia systems: Morphological, structural and redox properties. Microporous Mesoporous 

Materials. Vol. 81. No. 1–3. pp. 19–29 (2005) 

[6]   Cerrato G, Morterra C, Rodríguez Delgado M, Otero Areán C, Signoretto M, Somma F, et al.: Ga-

promoted sulfated zirconia systems. II. Surface features and catalytic activity. Microporous 

Mesoporous Materials. Vol. 94. No. 1–3. pp. 40–49 (2006) 

[7]   Yan GX, Wang A, Wachs IE, Baltrusaitis J.: Critical review on the active site structure of sulfated 

zirconia catalysts and prospects in fuel production. Applied Catalysis, A: General. Vol. 572. pp. 210–

225 (2019) 

[8]   Saravanan K, Tyagi B, Bajaj HC.: Nano-crystalline, mesoporous aerogel sulfated zirconia as an 

efficient catalyst for esterification of stearic acid with methanol. Applied Catalysis, B: 

Environmental. Vol. 192. pp. 161–70 (2016) 

[9]   Luo Y, Mei Z, Liu N, Wang H, Han C, He S.: Synthesis of mesoporous sulfated zirconia 

nanoparticles with high surface area and their applies for biodiesel production as effective catalysts. 

Catalysis Today. Vol. 298. pp. 99–108 (2017) 

[10]   Hwang CC, Mou CY.: Comparison of the promotion effects on sulfated mesoporous zirconia 

catalysts achieved by alumina and gallium. Applied Catalysis, A: General. Vol. 365No. 2. pp. 173–

179 (2009) 

[11]   Park YM, Chung SH, Eom HJ, Lee JS, Lee KY.: Tungsten oxide zirconia as solid superacid catalyst 

for esterification of waste acid oil (dark oil). Bioresource Technology. Vol. 101. No. 17. pp. 6589–

93 (2010) 



[12]   Kim M, DiMaggio C, Salley SO, Ng KYS.: A new generation of zirconia supported metal oxide 

catalysts for converting low grade renewable feedstocks to biodiesel. Bioresource Technology. Vol. 

118. pp. 37–42 (2012) 

[13]   Laosiripojana N, Kiatkittipong W, Sutthisripok W, Assabumrungrat S.: Synthesis of methyl esters 

from relevant palm products in near-critical methanol with modified-zirconia catalysts. Bioresource 

Technology. Vol. 101. No. 21. pp. 8416–23 (2010) 

[14]   Su F, Guo Y.: Advancements in solid acid catalysts for biodiesel production. Green Chemistry. Vol. 

16. No. 6. pp. 2934–57 (2014) 

[15]   Rachmat A, Dwifahmi R, Yuliasari N, Mara A, Desnelli D.: Preparation of Ga2O3-modified sulfated 

zirconia mesopore and its application on cellobiose hydrolysis. Journal of Metal Material and 

Mineral. Vol.  33. No. 3. p. 1702 (2023) 

[16]   Sun Y, Yuan L, Ma S, Han Y, Zhao L, Wang W, et al.: Improved catalytic activity and stability of 

mesostructured sulfated zirconia by Al promoter. Applied Catalysis, A: General. Vol. 268. pp. 17–

24 (2004) 

[17]   Rouquerol J, Avnir D, Fairbridge CW, Everett DH, Haynes JM, Pernicone N, et al.: 

Recommendations for the characterization of porous solids (Technical Report). Pure and Applied 

Chemistry. Vol. 66. No. 8. pp. 1739–1758 (1994)  

[18]   Satyarthi JK, Radhakrishnan S, Srinivas D.: Factors Influencing the Kinetics of Esterification of 

Fatty Acids over Solid Acid Catalysts. Energy and Fuels. Vol. 25. No. 9. pp. 4106–4112 (2011)  

[19]   Silalahi J, Karo Karo L, Sinaga SM, Silalahi YCE.: Composition of Fatty Acid and Identification of 

Lauric Acid Position in Coconut and Palm Kernel Oils. Indonesian Journal of Pharmaceutical and 

Clinical Research. Vol. 1. No. 2. pp. 1–8 (2018) 

[20]   Marchetti JM, Errazu AF.: Esterification of free fatty acids using sulfuric acid as catalyst in the 

presence of triglycerides. Biomass Bioenergy. Vol. 32. No. 9. pp. 892–895 (2008)  

 

 


