
KINETIC STUDY OF CHEMICAL LOOPING  COMBUSTION USING IRON AS 

AN OXYGEN CARRIER  

 

 

 

by 

 

 

 

 

 

Amir Naji 

 

 

 

Submitted in partial fulfilment of the requirements 

for the degree of Master of Applied Science 

 

 

at 

 

 

Dalhousie University 

Halifax, Nova Scotia 

November 2011 

 

 

 

© Copyright by Amir Naji, 2011 

  



ii  

 

DALHOUSIE UNIVERSITY 

 

PROCESS ENGINEERING AND APPLIED SCIENCE 

 

 

The undersigned hereby certify that they have read and recommend to the Faculty of 

Graduate Studies for acceptance a thesis entitled ñKINETIC STUDY OF CHEMICAL 

LOOPING COMBUSTION USING IRON AS AN OXYGEN CARRIERò by Amir Naji 

in partial fulfilment of the requirements for the degree of Master of Applied Science. 

 

 Dated:  15 November, 2011       

Supervisor: _________________________________ 

Readers: _________________________________ 

 _________________________________ 

 

 

 

 

 

 

 

 

 

 

  



iii  

 

DALHOUSIE UNIVERSITY 

 

 DATE: 15 November, 2011 

AUTHOR: Amir Naji 

TITLE: KINETIC STUDY OF CHEMICAL LOOPING COMBUSTION USING 

IRON AS AN OXYGEN CARRIER 

 

DEPARTMENT OR SCHOOL: Process Engineering And Applied Science 

DEGREE: MASc CONVOCATION: May YEAR: 2012 

 

Permission is herewith granted to Dalhousie University to circulate and to have copied for 

non-commercial purposes, at its discretion, the above title upon the request of individuals 

or institutions. I understand that my thesis will be electronically available to the public. 

 

The author reserves other publication rights, and neither the thesis nor extensive extracts 

from it may be printed or otherwise reproduced without the authorôs written permission. 

 

The author attests that permission has been obtained for the use of any copyrighted 

material appearing in the thesis (other than the brief excerpts requiring only proper 

acknowledgement in scholarly writing), and that all such use is clearly acknowledged. 

 

  

 _______________________________ 

 Signature of Author 

 



iv 

 

TABLE OF CONTENTS 

LIST OF TABLES ............................................................................................................ vii  

LIST OF FIGURES ......................................................................................................... viii  

ABSTRACT ....................................................................................................................... X 

LIST OF ABREVIATIONS AND SYMBOLS USED ........................................................ xi 

ACKNOWLEDGEMENTS ............................................................................................. xiii  

CHAPTER 1: INTRODUCTION .........................................................................................1 

1.1 BACKGROUND ...........................................................................................................1 

1.2 OBJECTIVES ................................................................................................................3 

CHAPTER 2: LITERATURE REVIEW ..............................................................................4 

2.1 CHEMICAL LOOPING COMBUSTION (CLC)............................................................4 

2.1.1 OXYGEN CARRIERS ................................................................................................7 

2.2 KINETIC STUDIES .................................................................................................... 13 

2.2.1 KINETIC EQUATIONS ........................................................................................... 14 

2.3 KINETIC STUDY METHODS .................................................................................... 16 

2.3.1 TEMPERATURE PROGRAM REDUCTION (TPR) ................................................ 16 

2.3.1.1 TPR EXPERIMENTAL CONDITIONS ................................................................. 21 

2.3.2 THERMO GRAVIMETRIC ANALYSIS (TGA) ....................................................... 21 

CHAPTER 3: EXPERIMENTAL PROCEDURE ............................................................... 24 

3.1 EXPERIMENTAL APPARATUS (TPR) ..................................................................... 24 

3.1.1 SUPPLY SECTION .................................................................................................. 24 

3.1.2 REACTION SECTION ............................................................................................. 25 

3.1.3 SAMPLING SECTION ............................................................................................. 27 

3.1.4 PREPARATION STEPS ........................................................................................... 27 

3.2 EXPERIMENTAL APPARATUS (TGA) .................................................................... 29 

CHAPTER 4: RESULTS AND DISCUSSION................................................................... 30 



v 

 

4.1 IRON OXIDE CHARACTERIZATION....................................................................... 30 

4.2 TEMPERATURE PROGRAMED REDUCTION RESULTS ....................................... 34 

4.2.1 EXPERIMENTAL ERROR IN TPR EXPERIMENT ................................................ 39 

4.3 THERMO GRAVIMETRIC ANALYSIS RESULTS ................................................... 41 

4.4 REACTION MECHANISM ......................................................................................... 46 

CHAPTER 5: CONCLUSIONS ......................................................................................... 49 

REFERENCES .................................................................................................................. 50 

APPENDIX A1: SCANNING ELECTRON MICROSCOPE (SEM) ANALYSIS .............. 55 

APPENDIX A2:X-RAY DIFFRACTION ANALYSIS (XRD) ........................................... 58 

APPENDIX A2.1: XRD SPECTRUM (TGA TEST 2 PRODUCT) .................................... 58 

APPENDIX A2.2: XRD ANALYSIS SHOWING THE PRESENCE OF FEO IN TGA 

TEST 2 SAMPLE .............................................................................................................. 59 

APPENDIX A2.3: XRD ANALYSIS SHOWING THE PRESENCE OF FE3O4 IN 

TGA TEST 2 SAMPLE ..................................................................................................... 60 

APPENDIX A2.4: XRD SPECTRUM (RAW MATERIAL) .............................................. 61 

APPENDIX A2.5: XRD ANALYSIS SHOWING THE PRESENCE OF FE2O3 IN 
RAW MATERIAL  ............................................................................................................ 62 

APPENDIX A2.6: XRD SPECTRUM (TGA TEST 1 PRODUCT) .................................... 63 

APPENDIX A2.7: XRD ANALYSIS SHOWING THE PRESENCE OF FE3O4 IN 
TGA TEST 1 PRODUCT .................................................................................................. 64 

APPENDIX B1: GAS CHROMATOGRAPH FILES OF TPR (ȸ=5) ................................. 65 

APPENDIX B2: GAS CHROMATOGRAPH FILES OF TPR (ȸ=10) ............................... 89 

APPENDIX B3: GAS CHROMATOGRAPH FILES OF TPR (ȸ=15) ............................. 104 

APPENDIX B4: TGA GRAPHS ...................................................................................... 112 

APPENDIX B4.1: TGA GRAPH OF OXIDATION OF IRON OXIDE OBTAINED 

FROM TPR TEST 2 WITH AIR, ȸ=15 ........................................................................... 112 

APPENDIX B4.2: TGA GRAPH OF OXIDATION OF IRON OXIDE OBTAINED 

FROM TPR TEST 2 WITH AIR, ȸ=20 ........................................................................... 113 

APPENDIX B4.3: TGA GRAPH OF OXIDATION OF IRON OXIDE OBTAINED 
FROM TPR TEST 2 WITH AIR, ȸ=10 ........................................................................... 114 



vi 

 

APPENDIX B4.4: TGA GRAPH OF OXIDATION OF IRON OXIDE OBTAINED 

FROM TPR TEST 1 WITH AIR, ȸ=20 ........................................................................... 115 

APPENDIX B4.5: TGA GRAPH OF OXIDATION OF IRON OXIDE OBTAINED 

FROM TPR TEST 1 WITH AIR, ȸ=10 ........................................................................... 116 

APPENDIX C: MICROSOFT EXCEL SPREAD SHEET ................................................ 117 

 

 

  



vii  

 

LIST OF TABLES  

 

Table 2.1 Literature data on oxygen carriers in chemical looping combustion (Lyngfelt 

et al., 2001) ......................................................................................................................9 

Table 2.2 Crushing strength (N/mm) of metal oxides (Adanez et al., 2004). ................... 10 

Table 2.3 Qualitative estimation of the active oxides (Lyngfelt et al., 2008). .................. 12 

Table 2.4 Possible controlling mechanisms for solid-state reactions (Kanervo, 2003) ..... 15 

Table 2.5 Identified reduction mechanisms, activation energies and pre-exponential 

factors for individual reduction steps (Galvita and Sundmacher 2007). ........................... 20 

Table 2.6 Activation energies of iron oxide reduction (Mondal et al., 2004) ................... 23 

Table 4.1 TPR test conditions and flow rates .................................................................. 34 

Table 4.2 Parameter P for TPR standard condition .......................................................... 35 

Table 4.3 Recorded temperatures for each run and the average for each peak. ................ 40 

Table 4.4 Calculated activation energies. ........................................................................ 40 

Table 4.5 TGA test conditions ........................................................................................ 45 

Table C.1 Microsoft excel spread sheet for two-dimensional diffusion mechanism ....... 117 

 

  



viii  

 

LIST OF FIGURES  

 

Figure 1.1 The Keeling Curve of atmospheric CO
2
 concentrations measured at Mauna 

Loa Observatory (Tans, 2011) ..........................................................................................2 

Figure 1.2 Global mean surface temperature difference relative to the 1961ï1990 

average (Hansen et al., 2006). ..........................................................................................2 

Figure 2.1 Chemical Looping Combustion (Lyngfelt and Hilmer, 2005) ...........................4 

Figure 2.2 Secondary electron image of: a) unreacted hematite particles, and b) 

hematite particles that were exposed to six alternating cycles of 180 s CH4 and 665 s 

air. The white marker indicates a length of 300 ɛm (Mattisson et al., 2001) .................... 11 

Figure 2.3 Experimental H2-TPR profiles of Fe2O3 ïCe0.5Zr0.5O2 at three different 

heating rates (Galvita and Sundmacher, 2007). ............................................................... 18 

Figure 2.4 Sample TPR final graph to determine activation energy. ................................ 19 

Figure 2.5 Comparison of experimental H2-TPR profiles for Fe2O3 ïCe0.5Zr0.5O2, 

Fe2O3 and Ce0.5Zr0.5O2 samples; heating rate: ɓ=10 ÜC/min (Galvita and Sundmacher 

2007). ............................................................................................................................. 19 

Figure 3.1 TPR experimental apparatus .......................................................................... 24 

Figure 3.2 TPR setup schematic diagram ........................................................................ 26 

Figure 3.3 The Agilent 3000A Micro GC ....................................................................... 27 

Figure 3.4 Thermometer calibration graph, temperature vs. time .................................... 28 

Figure 3.5 SDT Q600 simultaneous TGA/DTS. .............................................................. 29 

Figure 4.1 SEM micrographs of iron oxide raw material ................................................. 31 

Figure 4.2 SEM micrographs of iron oxide (TPR product) .............................................. 32 

Figure 4.3 SEM micrographs of iron oxide (TGA product) ............................................. 33 

Figure 4.4 Experimental CH4 TPR profiles of Fe2O3 at three different heating rates........ 36 

Figure 4.5 Arrhenius plots for TPR of Fe2O3 a) for Fe2O3 to Fe3O4 conversion (first 

peak) and b) for Fe3O4 to FeO conversion (second peak). ............................................... 38 

Figure 4.6 TGA graph of oxidation of iron oxide with air at different temperature rates.. 43 

Figure 4.7 Arrhenius plots obtained from TGA of iron oxide with air. ............................ 44 

Figure 4.8 TGA graph of oxidation of iron oxide obtained from TPR test 2 with air, 

ɓ=15ÁC/min.................................................................................................................... 45 

Figure 4.9 Simulated reaction patterns for five reaction mechanisms. ............................. 47 



ix 

 

Figure 4.10 TPR simulated patterns compared with calculated data. ............................... 48 

Figure C.1 Simulated graph of two-dimensional diffusion mechanism made by 

Microsoft Excel. ........................................................................................................... 120 
 

 

  



x 

 

ABSTRACT 

Over the past few decades, combustion of fossil fuels has released greenhouse gases such 

as CO2 and NOx into the atmosphere. It has been realized that a mean temperature 

increase of the Earth, also known as global warming, has resulted from the increase of 

CO2 concentration in the air. Hence, there is a growing tendency to establish novel 

methods of burning fossil fuels in order to mitigate CO2 concentration. Chemical Looping 

Combustion (CLC) is a method of burning fuel with inherent separation of CO2 while 

curbing the formation of NOx, typically by circulating an oxygen carrier between an air 

(oxidation) reactor and a fuel (reduction) reactor. An oxygen carrier, mainly a metal oxide, 

circulates between the reactors providing the oxygen for conversion of fuel to CO2 and 

H2O. Thus, having a pure CO2 stream, CO2 sequestration becomes economically feasible. 

Fe2O3, due to its availability and properties, could be an apposite oxygen carrier for CLC. 

Reaction kinetics of reduction of Hematite with methane, in the absence of gaseous 

oxidant, was studied. Temperature Program Reduction (TPR) experiments were carried 

out in a fixed bed tubular reactor. Reduction gas was composed of 15% methane and 85% 

argon. Thermogravimetric Analysis (TGA) was carried out on TPR products using air as 

the oxidant. Iron oxide samples were analyzed through X-ray diffraction (XRD) analysis 

and scanning electron microscopy. Two-stage reduction of iron oxide was observed: 

Fe2O3 reduced to Fe3O4 and then reduced to FeO. The activation energy of each stage was 

calculated from Kissingerôs method. For the first and second stage of reduction the 

activation energies were 10.58±0.86 and 25.77±0.83 kJ/mol, respectively. In addition, 

different kinetic models were assumed and compared to the actual data. A random 

nucleation mechanism can be assigned to the first stage and a two-dimensional diffusion 

mechanism can be assigned to the second stage of the reduction. 
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CHAPTER 1: INTRODUCTION  

1.1 BACKGROUND 

There is considerable evidence to indicate that accumulation of carbon dioxide in the 

atmosphere significantly increases global warming. Atmospheric CO2 concentration and 

the earthôs temperature have both been atypically rising in the previous decades (Kessel, 

2000), as seen in Figs. 1.1 and 1.2. 

Hence, we are trying to decrease CO2 emissions by curbing the release of more CO2 into 

the atmosphere. One of the major sources of CO2 emissions is a power plant, where fossil 

fuels are the source of heat. Sequestration of CO2 under the earthôs surface into some 

appropriate geological storage reservoirs may prove beneficial. On the other hand, 

sequestration of CO2 is extremely expensive when the flue gas stream only contains 

about 8 to 13 percent CO2 and the rest is nitrogen, water vapor, oxygen, and trace 

amounts of minor pollutants such as SOx and NOx. 

 Current carbon capture methods are not cost effective. Chemical Looping Combustion 

(CLC) is a method of burning fuel with inherent separation of CO2 by using dual 

reactors; the fuel reactor, where the fuel reduces a metal oxide and the air reactor where 

the reduced metal oxide burns by air to return to its primary condition. Having a near 

pure CO2 stream, CO2 sequestration becomes more economically feasible. Hematite 

(Fe2O3), due to its availability and properties, may be a suitable candidate to be an 

oxygen carrier for CLC.  
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Figure 1.1 The Keeling Curve of atmospheric CO
2
 concentrations measured at Mauna 

Loa Observatory (Tans, 2011) 

 

Figure 1.2 Global mean surface temperature difference relative to the 1961ï1990 average 

(Hansen et al., 2006). 

 

 

 

 



3 

 

1.2 OBJECTIVES 

The objectives of this study were to: 

(1) Determine the reaction kinetics of the reduction of Fe2O3 with CH4. 

(2) Design and construct a fixed bed tubular reactor. 

(3) Carry out Temperature Program Reduction (TPR) on Fe2O3 using CH4 as reducing 

gas. 

(4) Carry out Thermogravimetric analysis (TGA) on the TPR products using air as 

the oxidant. 

(5) Assume different kinetic models and compare them with TPR data. 

(6) Determine the best kinetic model for reaction. 

(7) Determine the activation energy. 

This thesis consists of four sections. Section 2 summarizes the previous studies about 

chemical looping combustion, presents former research results regarding kinetic studies 

of different reactions and outlines different reaction mechanisms that have been proposed 

by their authors. Section 3 describes the experimental apparatus and explains the applied 

test methods. Finally, Section 4 presents the activation energies and reaction mechanisms 

and discusses how the data obtained from experiment is in satisfactory agreement with 

theory, followed by conclusion and recommendations.  
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CHAPTER 2: LITERATURE REVIEW  

 

2.1 CHEMICAL LOOPING COM BUSTION (CLC)  

The concept of chemical looping reaction was first introduced in 1983 by Richard 

Knoche. CLC is a novel combustion method with inherent CO2 separation. A typical 

CLC unit decomposes the traditional combustion into two reactors as, shown in Fig. 2.1; 

the fuel reactor, where the fuel reduces an oxygen carrier, and the air reactor where the 

reduced oxygen carrier burns by air to return to its initial condition. The oxygen carrier is 

usually a metal oxide (Jernald et al., 2006). The gases produced from the fuel reactor are 

CO2 and H2O.Water can be removed through a condensation process and almost pure 

CO2 will be obtained. Carbon dioxide separation without consuming energy makes CLC 

a distinct separation method (Cho et al., 2004). 

 

Figure 2.1 Chemical Looping Combustion (Lyngfelt and Hilmer, 2005)  
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The reaction in the fuel reactor takes place according to the following overall reaction: 

(2n+m) MeO+CnH2mŸ (2n+m) Me+ mH2O+ nCO2                                        (2.1) 

where MeO is a metal oxide and Me represents a metal or a reduced form of MeO. This 

metal or reduced oxide is oxidized in the air reactor through the following reaction: 

2 Me +O2 Ÿ 2 MeO                                                                                               (2.2) 

Reaction between air and the metal oxide is basically exothermic, while reduction of the 

metal oxide by fuel can be endothermic or exothermic, based on the metal type. The 

reduced oxygen carrier is introduced to the air reactor and absorbs oxygen and produces 

heat. The flue gas is mostly N2 mixed with the remaining oxygen. Then the oxygen 

carrier is transferred to the fuel reactor to complete its cycle (Lyngfelt et al., 2001). 

Separation of CO2 is not the only environmental benefit of this method. Another 

advantage of this combustion method is the elimination of NOx formation. This fact can 

be explained by flameless oxidation of the metal oxide. In fact, oxidation of the metal 

oxide completely independent of fuel in the air reactor prevents the formation of NOx (Jin 

et al., 1998).  

Among all reactor types, fluidized bed reactors are mostly used when a perfect contact 

between fluid and solid particles is needed. Fluidized bed reactors are also applicable in 

industry when solid particles need to be reactivated, such as catalytic reactions. These 

two advantages, in spite of all the difficulties and complexities of the fluidized bed 

reactors, make them the unsurpassed reactor type for CLC reactions (Mattisson et al., 

2001). 

Back in 1995, chemical looping reaction was found appropriate for several industrial 

applications. It was basically a cyclic solid-gas reaction which could be used for 

processes such as catalytic cracking, hydrogen generation, sulphur removal, coal 

gasification and so on. However, it had not yet been analyzed as an alternative 

combustion method (Ishida et al., 1995). 

One of the first papers was published by Ishida et al. (1995) at the Tokyo Institute of 

Technology investigating NiO as an oxygen carrier and methane as the fuel. Their 
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research revealed great potential, such that in the future even a power plant will be able to 

use this method of combustion, instead of the traditional fuel burning, and accordingly 

can lead to mitigation of greenhouse gases in the atmosphere. In 1998, Ishida et al. 

conducted research regarding carbon deposition on the solid particles, in order to apply 

chemical looping combustion in power plants. In their paper, the kinetic behaviour of 

carbon deposition was investigated for different type of oxygen carriers using various gas 

compositions. The results of their study indicated the conditions in which carbon 

deposition can be thoroughly controlled. As a result, the idea of using chemical looping 

combustion in power plants was considered to be feasible. 

In addition to CO2 separation, chemical looping has also been claimed to decrease the 

fuel exergy devastation which leads to power efficiency improvement. This claim has 

been examined by Anheden and Svedberg (1998) using two CLC gas turbines. One of 

them was using methane as fuel and the other one was using a mixture of CO and H2, 

which can be assumed as coal gasification products.  Fe2O3 and NiO were chosen as the 

oxygen carriers. The results of the study showed reduction of irreversibility caused by 

combustion compared to the traditional combustion method. It not only showed that the 

net power efficiency was either similar or higher than the conventional combustion 

method, but it also mentioned the possibility of increasing the net efficiency even more 

by enhancing the system to exploit the remaining exergy of the exhaust gas. 

CLC researches mostly investigated gaseous fuels, although interest in solid fuels is 

growing rapidly. Considering coal as a major fossil fuel source in the world, numerous 

studies have been done on using coal as a solid fuel for CLC. Among those, Jin et al. 

(2004) indicated that using coal gas as the fuel for CLC, instead of natural gas, results in 

a considerable improvement in reactivity. Ston (2008), in the overview of Canadaôs coal 

sector, has stated: ñThe readily available and low-cost makes coal the choice of fuel for 

electricity production in some provinces such as Alberta and Saskatchewanò and 

according to the Statistics Canada website, in 2006 for Alberta, Saskatchewan and Nova 

Scotia, coal share of total electricity generation was 62.4 %, 52.9% and 57.3%, 

respectively. Of course it will be more inspiring for these provinces, in which coal is the 

dominant fuel for power plants.  
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Leion et al. (2008) investigated the possibility of using solid fuel in chemical looping 

combustion. Petroleum coke was used as the fuel and gasification intermediates were 

conducting the reaction between the oxygen carrier and solid fuel in a laboratory scale 

fluidized bed reactor. The oxygen carrier consisted of 60% Fe2O3 and 40% MgAl2O4. In 

each cycle 0.2 g of solid fuel was used, mixed in with 20 g of oxygen carrier. The 

gasification process was realized to occur faster at the presence of iron oxide. On the 

other hand, the iron oxide reaction with the intermediate gasification products, which are 

mostly CO and H2, was observed to occur faster. The gasification reaction was 

determined to be the limiting step due to a slow reaction rate when compared to the iron 

oxide reaction with gasification products. Addition of SO2 and steam to the fluidizing gas 

proved to be effective in terms of increasing the conversion rate. Agglomeration was not 

observed even after 100 cycles without changing the particles. An earlier paper was 

published in 2007 by Leion  et al. using South African coal as the solid fuel. The same 

results were observed. Ninety five percent conversion was reached at 950 °C within 4 to 

25 min, while 80% conversion was accomplished within 2 to 10 min, depending on the 

fuel. Lyngfelt et al. (2001) designed a boiler using the CLC technique. A CLC setup 

consisting of two fluidized bed interconnected reactors was designed and tested. The 

reactors were described as high-velocity risers and low-velocity bed reactors. Fe2O3 and 

NiO were used as the oxygen carriers. Reaction rate for both reduction and oxidation 

reactions was acceptable and the feasibility of this process was concluded.   

 

2.1.1 OXYGEN CARRIERS  

In order to apply chemical looping combustion not only at the lab scale but also in the 

industrial plants, it has been realized that having an appropriate oxygen carrier is critical. 

As a matter of fact, the circulation rate between reactors and the amount of bed material 

needed is contingent on the capacity of the oxygen carrier (Hossain and Lasa, 2008). 

Oxygen carrier recirculates between two reactors and mainly, as its name defines, absorbs 

and transfers the airôs oxygen to the fuel reactor. To calculate the recirculation flow rate it 

is necessary to have the reaction rate and also the capacity of the oxygen carrier (Lyngfelt 

et al., 2001). Hence, having the appropriate oxidation and reduction rate appears to be 
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essential for an oxygen carrier (Jernald et al., 2006). It is also so important for the oxygen 

carrier to convert the fuel to water and carbon dioxide which, based on previous studies, 

some metal oxides are not capable of. Furthermore, oxygen carrier should have enough 

physical strength in order to maintain their particle size due to attrition and fragmentation 

(Cho et al., 2004). 

A number of studies have been conducted in several aspects, such as the oxygen ratio of 

the oxygen carrier, which is the maximum transported mass of oxygen for the specific 

mass flow of metal oxide, the melting point and the heat balance for different metal 

oxides. A perfect candidate for an oxygen carrier should have a number of specifications. 

It should be highly reactive in both reactions, oxidation by air and reduction by fuel 

(Mattisson et al., 2001). It also should have excellent physical and chemical stability 

(Haber, 1991). To be low-priced and easily obtainable would be also a significant 

consideration. In addition, it should be environmentally friendly and also nontoxic. Lots 

of metals and their corresponding oxides have been examined in order to determine if 

they have the aforementioned qualifications. Nevertheless, kinetic results are only 

available for a few metal oxides for application in CLC including Fe, Ni, Co, Mn and Cu 

(Lyngfelt et al., 2001).Table 2.1 shows a summary of the previous studies, from 1986 to 

1999, on some metal oxides and their oxidation and reduction temperatures.  

Many studies have been done on the mechanical strength of the oxygen carriers. Adanez 

and his colleagues (2004) have compared different metal oxides. A summary of his study 

is shown in Table 2.2. Based on his work it can be concluded that Fe-based oxygen 

carriers have great crushing strength value. The preparation is important as well. Al2O3, 

TiO2 and ZrO2 are the best candidates for preparing iron oxide. 
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Table 2.1 Literature data on oxygen carriers in chemical looping combustion (Lyngfelt et 

al., 2001) 
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Table 2.2 Crushing strength (N/mm) of metal oxides (Adanez et al., 2004). 

 

Mattisson et al. (2001) have exposed Fe2O3 to several cycles of air and methane to study 

the hardness of hematite. Hematite was chosen based on its low price and global 

availability. Figure 2.2 shows a secondary electron image of iron oxide particles before 

and after six cycles in a fixed bed quartz reactor at 950 °C. As shown in Fig. 2.2, some 

breakage of particles occurred, which can be due to the chemical reactions between iron 

oxide and the flow gases. The fractures decrease the efficiency by reducing the bed 

replacement period. To improve the hardness, Mattisson has suggested synthesizing the 

iron particles on a carrier matrix, which can be made of Al2O3. He also indicated that 

using such materials as binders can improve the reactivity of the hematite. 
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Figure 2.2 Secondary electron image of: a) unreacted hematite particles, and b) hematite 

particles that were exposed to six alternating cycles of 180 s CH4 and 665 s air. The white 

marker indicates a length of 300 ɛm (Mattisson et al., 2001) 
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As mentioned before, the production of a pure stream of CO2 is the main advantage of 

applying the CLC method for burning fuel. Therefore, considerable work has been done 

to investigate the capability of the oxygen carrier to entirely convert the fuel to CO2 and 

H2O. Among all of the metal oxides, Ni, Mn, Fe, Cu and Co have shown satisfactory 

conversion rate (Mattisson et al., 2001). However, cobalt is not a suitable candidate due 

to low conversion rate. The maximum conversion rate for Co is 93% at 1000°C and it is 

fairly expensive. In addition, cobalt has some health and safety issues which cannot be 

neglected. Nickel has also been found to be dangerous for human health in spite of its 

high oxygen ratio (0.21) which eliminates it from the list of proper oxygen carriers 

(Lyngfelt et al., 2008). Table 2.3 has summarized a comparison among these metal 

oxides. 

 

Table 2.3 Qualitative estimation of the active oxides (Lyngfelt et al., 2008). 

 

 Lyngfelt et al. (2008) have also indicated that if the fuel is CO or H2, the reaction will be 

exothermic, although using methane as a fuel makes the reaction endothermic except for 

Cu. Therefore, using Cu gives the process the advantage of maintaining the temperature 

of the oxygen carrier, which makes the circulation of metal oxide to the air reactor more 

efficient. Cho et al. (2004) have investigated the feasibility of using a few metal oxides as 

an oxygen carrier for CLC. The research was conducted on iron, nickel, copper and 

manganese oxides. Particle size was selected in the range of 125-180 ɛm. Reduction 

behaviour of metal oxides was investigated at 950°C, except for copper which was 

investigated at 850°C. Nickel oxide and copper oxide oxygen carriers showed 
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significantly high reactivity, while iron oxide also showed a reasonable reactivity. 

Among the metal oxides, agglomeration has been found in iron and copper oxides, which 

can be indicated as their disadvantage. The amount of bed mass was determined to be 80, 

200 and 330 kg/MWth for nickel, copper and iron oxide, respectively. Palacios (2004) has 

also conducted some studies on 240 samples of different metal oxides to find the most 

promising CLC oxygen carriers. Applying thermogravimetric analysis with methane as 

the reducing gas, the following results were obtained. Cu- based oxygen carriers, 

prepared with SiO2 or TiO2 as inert material, have shown the best properties and the 

sintering temperature was determined to be 950°C. The best inert material to prepare an 

iron-based oxygen carrier is claimed to be Al2O3 and ZrO2. For a Ni-based oxygen carrier, 

TiO2 was found to be the best inert material. All of the results were obtained based on the 

crushing strength and the reactivity of the oxygen carriers.  

 

2.2 K INETIC STUDIES 

Kinetic study of a reaction is an indispensible stage in order to design a reactor. In kinetic 

studies the main goal is to obtain the concentration change of the reactant or products as a 

function of time. In this research, the rate of hematite (Fe2O3) reduction with methane 

(CH4) and oxidation of FeO and Fe3O4 with air will be studied. Kinetic results will 

provide us with the essential data for precise design of the CLC reactors (Smith 1981). 

Yu Lin et al. (2003) have conducted research on the reduction of iron oxide by hydrogen. 

In that study, the TPR method has been applied and a two-step reduction was detected. 

The first step was reduction of Fe2O3 to Fe3O4 and the second step was further reduction 

of iron oxide to metallic Fe due to following reaction: 

Fe3O4 (s)+ 4H2 (g)Ÿ 3Fe (s)+ 4H2O (g.l)                                                                      (2.3) 

 Formation of FeO as an intermediate form of oxide was not observed in the experiment. 

After calculation of activation energies and simulation of the reaction pattern, Yu Lin 

(2003) has suggested a unimolecular mechanism for the first step and a two- dimensional 

mechanism for the second step of the reaction.     
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2.2.1 KINETIC  EQUATIONS  

For the following reaction: 

gas + solid Ÿ product 

The reaction rate can be described as: 

rate = ī [gas] = k (T)[gas]
 n
                                                                                         (2.4) 

where [gas] is the gas concentration, n the order of reaction, k(T) the rate constant given 

by the Arrhenius equation, where T is the temperature (Kelvin), R the gas constant and E 

is the activation energy (Yu Lin et al., 2003). The Arrhenius equation is given by: 

RT

E

AeTk
-

=)(                                                                                                                  (2.5) 

The following reaction occurs between iron oxide and methane, which is an example of 

the above mentioned general gas-solid reaction: 

12 Fe2O3 (s) + CH4 (g) Ÿ8Fe3O4 (s) +2H2O (g) +CO2 (g)                                                                   (2.6) 

  The reaction rate can be written as: 

 )()( a
a

fTk
dt

d
=

                                                                                                            (2.7)
 

where Ŭ is the degree of conversion of mobile oxygen in the solid reactant (Yu Lin et al., 

2003). 

The most commonly related kinetic models can be classified into three groups, which 

define diffusion controlled processes, boundary-controlled processes, and processes 

involving random nucleation and subsequent growth of nuclei. Arithmetical expressions 

for f (Ŭ) and g (Ŭ) for each of these models are listed in Table 2.4. 
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Table 2.4 Possible controlling mechanisms for solid-state reactions (Kanervo, 2003) 

 

The diffusion-controlled mechanism is accurate when the overall rate of the reaction is 

determined by the movement of one or more reactant species to or a product from a 

reaction interface inside the material. Phase boundary controlled models are defined as 

shrinking/unreacted cores or contracting spheres where the reaction is the rate 

determining step which proceeds topochemically
1

. Nucleation-controlled processes 

involve uniform internal reduction and occur by the initial random removal of lattice 

oxygen atoms until a critical concentration of vacancies is reached. The vacancies are 

then annihilated by lattice rearrangement to produce metal nuclei. The nuclei then grow 

and, as they expand, the reduction process accelerates due to the increasing metalïmetal 

oxide interface which is further increased by the formation of new nuclei (Kanervo, 

2003). The AvramiïErofeev model is concerned with the nucleation process from the 

statistical probability perspective. The unimolecular model is expected to be a first order 

reaction, and the three-dimensional diffusion model is equation that assumes the reaction 

is proceeding equally for all surfaces of the particles, with the reaction rate diminishing 

as a consequence of increasing thickness of the barrier layer (Yu Lin et al., 2003). 

                                                
1 A topochemical reaction is a reversible or irreversible reaction that involves the introduction of a guest 

species into a host structure and that results in significant structural modifications to the host.( IUPAC 

Compendium of Chemical Terminology 2nd Edition (1997)) 
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2.3 KINETIC STUDY M ETHODS  

2.3.1 TEMPERATURE PROGRAM REDUCTION (TPR)  

Thermo-analytical techniques are well known for the characterization of solid materials. 

Temperature-programmed reduction (TPR) is a convenient method for characterizing 

metal oxides. TPR has been used to gain qualitative information on the reducibility of 

oxide species (Galvita and Sundmacher, 2007). 

For a heating program with a constant rate of heating, ɓ, we will have: 

b=
dt

dT
                                                                                                                          (2.8)                                                                

By combining equations 2.5 and 2.7: 

 

)().exp(. a
b

a
f

RT

EA

dT

d
-=                                                                                      (2.9)                                                                                         

The TPR response curve is obtained by integrating the previous equation: 
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                                                                      (2.10)  

 

The maximum reaction rate can then be calculated following: 

0)(
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ú
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d a
                                                                                             (2.11) 

 

By substitution of Eq. 2.9 into Eq. 2.11 we find: 
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By solving Eq. 2.12, two important results can be concluded: 
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max
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                                                                         (2.13) 
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                                                                     (2.14) 

 

From Eq. 2.14 and experimental data, the value A can be determined. By plotting 

ln(ɓ/T
2
Max) vs. (1/TMax) the slope of the line will indicate (-E/R) which is concluded from 

Eq. 2.14. In this method it is necessary to use different values of ɓ and determine the Tmax 

for each ɓ in order to plot the graph and evaluate the activation energy (Fig. 2.3 and 2.4). 

As shown in Fig.2.3, Galvita and Sundmacher (2007) have observed two peaks for each 

test. The first one indicates the conversion of Fe2O3 to Fe3O4, which they described as 

phase boundary controlled reaction and the second one is related to the further reaction of 

Fe3O4 with H2 that results in the formation of metallic Fe. They described the second 

reaction mechanism as two-dimensional nucleation reaction. Their experimental results 

are shown in Fig.2.5 and Table 2.5. 

By numerically solving Eq. 2.10, g(Ŭ(T)) and consequently f(Ŭ(T)) can be evaluated. 
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Figure 2.3 Experimental H2-TPR profiles of Fe2O3 ïCe0.5Zr0.5O2 at three different heating 

rates (Galvita and Sundmacher, 2007). 
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                                                                     1/Tmax 

Figure 2.4 Sample TPR final graph to determine activation energy. 

 

 

 

Figure 2.5 Comparison of experimental H2-TPR profiles for Fe2O3 ïCe0.5Zr0.5O2, Fe2O3 

and Ce0.5Zr0.5O2 samples; heating rate: ɓ=10 ÜC/min (Galvita and Sundmacher 2007). 
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Table 2.5 Identified reduction mechanisms, activation energies and pre-exponential 

factors for individual reduction steps (Galvita and Sundmacher 2007). 

 

 

Yu Lin et al. (2003) have applied the TPR method for kinetic study of reduction of iron 

oxide with hydrogen. Reduction was determined to have been in two stages; first the 

reduction of Fe2O3 to Fe3O4 occurs and then the reduction of Fe3O4 to Fe. Using the 

Arrhenius plot the activation energies was calculated for both steps and the result was 

89.13 and 70.41 kJ/mol, respectively. The TPR pattern was plotted and the simulation 

models were compared to the obtained data. The unimolecular model fitted well for the 

first stage and the two-dimensional nucleation was fitted best for the second stage of the 

reduction. Jozwia et al. (2007) investigated the reduction behaviour of iron oxides using 

the TPR method. Hydrogen and carbon monoxide mixture was used as reducing agent. 

Using an in situ X-Ray diffraction (XRD) analysis, three stage reduction of iron oxide 

was observed; reduction of Fe2O3 to Fe3O4 then further reduction to FeO, and finally 

reduction of FeO to Fe. 
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2.3.1.1 TPR EXPERIMENTAL CONDITION S 

TPR experimental conditions such as the amount of metal oxide, carrier gas and fuel gas 

flow rates, and heating rate have to be carefully determined. Since the shape of the TPR 

peaks are noticeably affected by these parameters, choosing an appropriate range for each 

is critical. Uninformed changes in the experimental conditions can dramatically affect the 

results. For this purpose, Malet and Caballero (1988) have defined the parameter, P, as: 

P= ɓS0/FC0                                                                                                                   (2-16) 

where S0 is the amount of reducible species in the sample, F is the gas flow rate and C0 is 

the hydrogen concentration in the feed gas to the reactor. The P factor should be set as 

low as possible and in all cases lower than 20 K. Moreover, for the calculation of 

activation energy it is preferred to run the test with constant P, using different 

temperature ramps, in order to obtain the results with more certainty. 

 

2.3.2 THERMO GRAVIME TRIC ANALYSI S (TGA)  

One of the most prevalent methods in the study of the kinetics of gas-solid reactions is 

thermogravimetric analysis (TGA), which can be based on either isothermal or non-

isothermal data (Everson et al., 2006). Numerous methods have also been developed in 

order to evaluate TGA data (Sharp and Wentworth., 1969). Flynn and Wall (1960) have 

revised five different methods explicitly on TG analysis of polymers. The ñintegralò 

method, ñdifferentialò method and ñdifference-differentialò method have been compared 

by Sharp and Wentworth (1969) in their article and the advantages and disadvantages of 

each of the methods have been pointed out. 

In TGA, the solid reactant in the form of a fine powder is placed into a crucible and the 

gas stream, consisting of an inert carrier gas and the reactant gas, flows above the 

crucible. The temperature can be set to be constant (isothermal) or be ramped with a 

certain rate (non-isothermal). As the reaction proceeds, the solid phase will lose or gain 

weight, based on the nature of the reaction. Evaluation of this weight change and relating 

it to the rate of the reaction is the main concept of this method. 

One way to obtain kinetic factors of a reaction from TGA results is the difference-



22 

 

differential method. Although this method has several weaknesses, it was commonly used, 

and both activation energy and the order of the reaction can be evaluated. 

Sometimes the corresponding results for the reaction order are meaningless or often have 

a great value of uncertainty. The integral method, in contrast, is applied to four different 

orders of reactions, which are 0, 1/2, 2/3 and 1, based on the theoretical explanation of 

the solid phase reaction. With each of these reaction orders a particular plot can be 

produced and the best linear plot belongs to the actual reaction rate, which also 

determines the equivalent activation energy (Sharp and Wentworth, 1969). 

In 1966, Achar et al. established the differential method for solid phase reactions, which 

cannot be categorized in terms of an order of reaction. This method applies to all reaction 

mechanisms as long as the correct reaction mechanism has been already identified. 

Considering the fact that the correct mechanism of a reaction can be found in prior works, 

knowing the mechanism of the reaction would no longer be a limitation for this method. 

Piotrowski and his research group (2005) have done a comprehensive study on iron oxide 

reduction using the TGA method. They claimed that the reaction of Fe2O3 to Fe3O4 is a 

surface-controlled process and as soon as the first layer of Fe3O4 is formed, the reaction 

mechanism changes to diffusion control to form FeO. They have also indicated that 

higher temperature results in a higher reaction rate as they chose isothermal TGA 

experiments with temperature between 700-900 
°
C.   

Hematite reduction, with different reducing gases, has been studied and different 

activation energies have been obtained. Table 2.6 shows some of the previous studyôs 

results. 
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Table 2.6 Activation energies of iron oxide reduction (Mondal et al., 2004) 

Activation energy (kJ/mol) Reducing agent 

74-117 H2 

57-73 H2 

35 H2 

14.6 CO 

42.1 H2 

19.8 CO 

96-106 H2 
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CHAPTER 3: EXPERIMENTAL  PROCEDURE 

 

3.1 EXPERIMENTAL A PPARATUS (TPR) 

For this study, a tubular fixed bed reactor has been designed and constructed. The 

experimental apparatus has been categorized into three main sections namely the supply, 

reactor and sampling sections. The whole setup is illustrated in Fig 3.1. 

 

Figure 3.1 TPR experimental apparatus 

3.1.1 SUPPLY SECTION  

The supply section contained two gas lines: argon (Praxair, Grade 5.0, 99.999% pure), 

which was the carrier gas and methane (Praxair, grade 3.7, 99.97% pure), which was the 

reactant gas. Two mass flow controllers were used to control the flow rates of the feed; 

Omega 2600A was used for argon with an accuracy of ± 0.1 liters per minute (LPM), and 

Omega 2604A was used for methane, with an accuracy of ± 0.01 LPM.  
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3.1.2 REACTION SECTION  

A stainless steel tube (AISI 316 with 7.75 mm inside diameter and total length of 650 

mm) was located in an electrical furnace (2238-24-3ZH). The reactor was placed inside a 

mullite process tube. The mullite tube was designed to protect the reactor from heat loss 

and maintain a constant heating rate. In order to fix the iron oxide particles inside the 

tube a chamber consisting of two sintered stainless steel plates (SS-4F-K4-60) was placed 

50 mm down from the very top of the reactor. Iron oxide particles were located between 

the two plates and a K-type thermocouple was placed inside the chamber to measure 

reaction temperature. The furnace was equipped with two PID temperature controllers 

(Extech, 48VTR); each was connected to a K-type thermocouple located at the middle of 

its controlling zone. One of these was controlling the heat rate of the reaction zone (from 

the top of the tube to the middle) and the other was controlling the heating rate of the 

preheat zone (from the middle of the tube to the bottom). The temperatures were read 

through a digital thermometer (Omega, HH21) and were recorded manually.  A 

schematic diagram of the setup is illustrated in Fig. 3.2. 
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Figure 3.2 TPR setup schematic diagram 
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3.1.3 SAMPLING SECTION 

A gas chromatograph (3000A Micro GC, Agilent) was used (Fig. 3.3) for measuring the 

composition of the outlet gases. When the gas left the reaction zone, the gas temperature 

was more than the recommended GC inlet temperature (below 90
o
C), so a condenser was 

located in order to cool it down. Cold tap water was used as a cooling fluid. As the exit 

gas contained water as a product of the reaction, a desiccator was located immediately 

before the GC entrance in the stream, in order to absorb the water and therefore protect 

the GC columns from possible moisture damage.         

 

Figure 3.3 The Agilent 3000A Micro GC 

3.1.4 PREPARATION STEPS  

Preparation steps consisted of a leak test, temperature control calibration and GC 

calibration. For the leak test, argon was used and the exit valve was closed and 20 psi 

pressure was applied to ensure all of the couplings and junctions are well sealed, based on 

the hazardous nature of the experiment. The temperature controller calibration was 

conducted with different rates of heating, in order to determine the appropriate settings 

for the temperature ramp. Finally, the GC calibration was performed by flowing different 

ratios of methane to argon to adjust the GC to recognize the flue gas and reduce possible 

errors. The first step was calibration of the GC which was performed without heating. 

The next step was to see if the mixture of methane and argon reacts with anything while 

passing through the tubes using actual reactor conditions with heating and in high 
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temperatures (1000 
o
C). Figure 3.4 shows the calibration data for different heating rates. 

As the graph shows, the heating ramp was perfectly constant for ɓ=5 and almost constant 

for ɓ=10. For higher heating rates, such as ɓ=15, the controllers was not able to keep the 

heating rate constant.  

 

Figure 3.4 Thermometer calibration graph, temperature vs. time 
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3.2 EXPERIMENTAL A PPARATUS (TGA) 

In order to complete a cycle in chemical looping combustion, the reduced iron oxide 

should react with air and return to its primary condition by absorbing oxygen from air. A 

TA Instruments SDT Q600 TEA system, as shown in Fig 3.5, has been used to evaluate 

the oxidation of iron with air. Iron oxide samples were placed in an aluminum oxide 

crucible. The samples were heated up to 1100 °C with three different ramps: 10, 15 and 

20 °C/min.  

 

 

Figure 3.5 SDT Q600 simultaneous TGA/DTS. 
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CHAPTER 4: RESULTS AND DISCUSSION 

4.1 IRON OXIDE CHARACTERI ZATION  

Iron oxide pellets were ordered from the Iron Ore Company of Canada (IOC). The pellets 

were then ground and sieved, following a ball mill grinding process. Because of a 

complementary research on the iron oxide, two particle sizes (75-90 ɛm and 90-125 ɛm) 

were chosen to be suitable as the feed for a pulverized coal burner. The pulverized coal 

burner has to be designed for the air reactor of the CLC unit.  X-ray diffraction (XRD) 

analysis and scanning electron microscopy (SEM) was performed on the iron oxide. The 

SEM and XRD test results are attached in Appendix A. The XRD results show only the 

Fe2O3 form of iron oxide in the sample. SEM images of the iron oxide (90-125 ɛm) as 

raw material, the product of TPR and the product of TGA are shown in Figs. 4.1, 4.2 and 

4.3. Figure 4.1 shows the irregular surface of the iron oxide raw material and the porosity 

and void spaces between the particles are noticeable. Figure 4.2 shows the microscopic 

structure of the iron oxide sample after heating up to 1100°C in the fixed bed TPR reactor. 

The surface became smoother. Figure 4.3 shows the same sample after oxidation with air 

up to 1100°C. The shape of the surface has noticeably changed. This reduction and 

oxidation has changed the morphology of the sample. As a result of this temperature 

treatment there is no sign of void space between the particles and all of them adhered to 

each other as if it were a single piece. Moreover, the surface is not irregular anymore. 

However, there is no sign of fracture or breakage in the iron oxide particles. The molar 

composition of each sample obtained from SEM can also been reviewed in Appendix A. 

Appendix A1 shows 8.57 weight percent carbon dissolved in the raw sample and it 

reduced to 7.57 weight percent in the final product. Added carbon improves the hardness 

of the iron. Therefore, losing carbon could result in reduced strength for the final sample.    

As mentioned before, two sets of TPR tests were carried out. The major difference 

between them was the highest temperature that was reached in the experiment. In test 1 

the iron oxide sample was heated up to 800°C, while in test 2 the maximum temperature 
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was 1100 °C. Based on TGA and XRD analysis of the results of the test 1 product, there 

was only Fe3O4 formation after reduction of the sample with methane, whereas in test 2 

samples FeO has also been formed. Galvita and Sundmacher (2007) have mentioned the 

formation of Fe instead of FeO. Although the method of TPR experiment was almost the 

same as this study, using H2 as the reductive gas instead of methane could be one of the 

reasons why they have not observed FeO formation. 

 

 

Figure 4.1 SEM micrographs of iron oxide raw material 
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Figure 4.2 SEM micrographs of iron oxide (TPR product) 
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Figure 4.3 SEM micrographs of iron oxide (TGA product) 
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4.2 TEMPERATURE PROGRAMED  REDUCTION RESULTS 

Four sets of TPR test, with different operational conditions, have been performed. Table 

4.1 shows the summary of test conditions. 

Table 4.1 TPR test conditions and flow rates 

 Fe2O3 Methane Argon 
Temperature  

(
o
C) 

Products ɓ (°C/min) 

Test 1 2 g 10 cc/min 100 cc/min 100-800 
Fe3O4, 

CO2, H2O 
9.4 

Test 2 20 mg 10 cc/min 100 cc/min 100-1100 

Fe3O4, 

FeO, CO2, 

H2O 

5.5 

Test 2.1 20 mg 10 cc/min 100 cc/min 100-1100 

Fe3O4, 

FeO, CO2, 

H2O 

6.9 

Test 2.2 20 mg 10 cc/min 100 cc/min 100-1100 

Fe3O4, 

FeO, CO2, 

H2O 

9.4 

Test 2.3 20mg 10 cc/min 100 cc/min 100-1100 

Fe3O4, 

FeO, CO2, 

H2O 

11.7 

 

The GC reports for the tests are shown in Appendix B. The final results are presented in 

Fig. 4.4. As shown in Fig 4.4, there are two peaks in each graph which shows a two-step 

reduction of iron oxide. The first peak can be assigned to the reduction of Fe2O3 to Fe3O4. 

This reduction occurs between 350-450 
o
C, depending on the temperature ramp. The 

second peak can be assigned to reduction of Fe3O4 to FeO. It occurs between 600-800 
o
C, 

depending on the temperature ramp. Parameter P is calculated for each run, as shown in 

Table 4.2 
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Table 4.2 Parameter P for TPR standard condition 

 ɓ(ÜC/min) S0 (mole) FC0 (mole/min) P(K) 

Test 2   5.5  0.00012   0.0008   0.82 

Test 2.1 6.9 0.00012 0.0008 1.03 

Test 2.2  9.4  0.00012   0.0008   1.41   

Test 2.3 11.7 0.00012 0.0008 1.75 
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Figure 4.4 Experimental CH4 TPR profiles of Fe2O3 at three different heating rates. 

For an accurate result, P should be less than 20 K, and it should be kept as low as 

possible. It can be concluded that the results became less precise with increasing ɓ. The 

GC was able to sample every 5 minutes, and a greater value for ɓ results in larger 

temperature intervals and a smaller number of data points to create the graphs in Fig. 4.4. 

Figure 4.5a shows an Arrhenius plot based on Kissingerôs method extracted from Eq.2.12 

and Fig. 4.4 for the first peak while Fig. 4.5b shows the same plot for the second peak. 

The activation energy for both reactions can be calculated from the trend line of the plot. 
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and for the second peak, it was 28.43 (kJ/mol). As mentioned before, the activation 

energy of reduction of Fe2O3 to Fe3O4 was reported in the literature between 35 and 117 

(kJ/mol), if the reducing gas is H2 and between 14 and 20 (kJ/mol), if the reducing gas is 

CO (Table 2.6). The iron oxide composition and reducing gas type might be the two main 

reasons of the difference between the obtained results in different studies. As evident 

from Fig 4.5b, the Arrhenius plot for the second peak is not as accurate as the one for first 

peak.   
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Figure 4.5 Arrhenius plots for TPR of Fe2O3 a) for Fe2O3 to Fe3O4 conversion (first peak) 

and b) for Fe3O4 to FeO conversion (second peak). 
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4.2.1 EXPERIMENTAL  ERROR IN TPR EXPERIMENT  

A TPR test has to be performed in a fixed bed reactor. In this experiment, the chamber 

was designed for 2 g of iron oxide sample. The gas flow for 2g was higher than the GC 

recommended flow range to analyze the gas mixture properly. This problem required the 

use of 50 ɛg of iron oxide and relatively lower flow rates of the gas. However, the 

chamber should have been designed to be smaller in size, in order to stop the particles 

from fluidizing. Although the gas flow was too low, and the filters created a significant 

pressure drop, fixed bed reactor conditions were not fully achieved. 

In addition, the inability to maintain a constant temperature ramp, and as a result of that 

having a fluctuating ɓ instead of a specific ɓ for each experiment provokes further 

uncertainty in the results (Fig 3.4). Equation 2.7 explains the main concept of this method 

of kinetic study as assuming a constant ɓ. Inconsistency in the value of ɓ can make a 

significant difference in the final results.  

The conversion rate is calculated by knowing the gas composition at the existing gas 

temperature. It requires a sampling method in which the gas is analyze immediately after 

leaving the reaction zone, where the related gas temperature is recorded. The gas 

component analyzer of this experiment (GC) was measuring the samples after the gas 

passed the condenser and desiccator. As a result, the gas related temperature has to be 

estimated, based on the gas flow rate and the distance between the reaction zone and the 

GC. Many factors were involved in this estimation which made it almost impossible to be 

free of errors. It is worth mentioning that by increasing the temperature the accuracy of 

this estimation was decreased, which explains the difference in the percentage of the error 

for the first peak and the second peak. 

Table 4.3 shows the error calculation chart for this experiment. The maximum error in 

temperature calculation for TPR test was ±10 °C, which was calculated based on three 

different runs. Table 4.4 shows calculated activation energies for each run. Based on 

Table 4.4, the temperature error has resulted different errors in determination of the 

activation energies. Thus, activation energies of reduction for the first and second stage 

were determined to be 10.58± 0.86 and 25.77± 0.83 kJ/mol, respectively.   
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Table 4.3 Recorded temperatures for each run and the average for each peak. 

  

Temperature ºC 
Mean value 

First peak 

Mean value 

Second peak first peak 
second 

peak 

ɓ=5.5 

run1 345 565 

343.6 569.6 run2 339 574 

run 3 347 570 

ɓ=6.9 

run1 397 621 

404 626.3 run2 405 632 

run 3 410 626 

ɓ=9.4 

run 1 460 710 

462.3 709.3 run 2 455 701 

run 3 472 717 

ɓ=11.7 

run 1 499 721 

509.6 728.3 run 2 510 729 

run 3 520 735 

 

Table 4.4 Calculated activation energies. 

 
Activation 

energy for 

first peak 

Mean 
Maximum 

error 

Activation 

energy for 

second peak 

Mean Maximum 

error 

Run 1 11.39 

10.58 0.86 

26.6 

25.77 0.83 Run 2 10.64 25.52 

Run 3 9.72 25.19 
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4.3 THERMO GRAVIMETRIC AN ALYSIS RESULTS 

Thermogravimetric Analysis (TGA) was carried out on two samples obtained from the 

TPR experiments (test 1 and test 2). TGA method characterization is summarized in 

Table 4.2. For each temperature ramp two different graphs was obtained. One for oxygen 

consumption vs. temperature and another for weight change percentage vs. temperature. 

First graph (Fig. 4.6) was used to extract the Tmax for each peak. Then Arrhenius plots 

were obtained (Fig. 4.7) in accordance with Eq.2.11 and Fig. 4.3. The second graph 

(Fig.4.8) showed evidence for the presence of another kind of iron oxide species for the 

sample gathered from TPR test 2. The weight percent increase after oxidation can be 

calculated as follows: 

Fe2O3 molar weight= 159.6882 

Fe3O4 molar weight= 231.5356 

4 Fe3O4 + O2  O6 Fe2O3                                                                                                                                                (4.1) 

Weight percent change = 
)5356.2314(

)5356.2314()6883.1596(

³

³-³
=3.45%  

It can be concluded from above calculation that the weight percent increase should not be 

more than 3.45% if the sample contains only Fe3O4, as it did not exceed 3.45% for the 

iron oxide obtained from TPR test 1. Therefore, XRD was carried out and the result is 

shown in Appendix A2. The formation of FeO in the sample, in addition to Fe3O4, is 

evident from the XRD analysis. The weight percent of FeO to Fe3O4 can be obtained 

from the sampleôs weight gain, shown in Fig.4.8, and also based on the determined 

stoichiometry of the reactions (Eqs. 4.1 and 4.2). Oxidation of iron oxide happens 

according to the following reactions: 

6 FeO + O2  O2 Fe3O4                                                                                                    (4.2) 

FeO molar weight= 71.8446 

Weight percent change= =
³

³-³

8446.716

)8446.716()5356.2312(
7.4% 
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Total weight percent change= 4.5% (Fig. 4.8) 

FeO to Fe3O4= 4.5-3.45=1.05% Molar weight change 

FeO mass fraction in the feed of TGA: 1.05÷7.42=0.14 

Regarding the above equations and calculations, the FeO Mass fraction in the sample 

obtained from TPR test 2 was 0.14. Activation energies were estimated using Fig. 4.7 and 

Eq.2.11. For the first peak and second peak the activation energies are 14.30 kJ/mol and 

86.88 kJ/mol, respectively. 

The Fe3O4 conversion to FeO occurs in the range of 600 to 800°C, and continues to 

1100°C for TPR test 2 conditions and 35 molar percent of the final sample was FeO. It 

can be concluded that for the TPR test 1, which was completed at 800°C, the amount of 

FeO in the final sample was negligible. This hypothesis was examined by XRD analysis 

and the result shows that only Fe3O4 was detected in the sample. The TGA weight change 

percentage graph also shows around 3% weight change, which is reasonable for 

conversion of Fe2O3 to Fe3O4. 
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Figure 4.6 TGA graph of oxidation of iron oxide with air at different temperature rates 
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Figure 4.7 Arrhenius plots obtained from TGA of iron oxide with air. 
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Table 4.5 TGA test conditions 

 Iron oxide 

particle size 

(ɛm) 

Oxidation gas 
Temperature 

range (°C) 

Temperature 

Ramp(°C/min) 

Test1 90-125  Air  50 ï 1100 10 

Test2 
90-125  Air  50 ï 1100 15 

Test3 
90-125  Air  50 ï 1100 20 

 

 

Figure 4.8 TGA graph of oxidation of iron oxide obtained from TPR test 2 with air, 

ɓ=15ÁC/min 
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4.4 REACTION MECHANISM  

To evaluate the reaction mechanism, integration of Eq. 2.9 should be solved. This 

integral has been solved numerically using Maple software and the result was:   

      

                                                                                                                                      (2.15) 

 

Hence, functions of g(Ŭ(T)), and consequently f(Ŭ(T)), are given. Combining the result 

with Eq. 2.9 and 2.10, simulation of the reaction pattern for different f(Ŭ) from Table 2.4 

would be possible: 

 

))(().exp(. Tf
RT

EA

dT

d
a

b

a
-=

                                                                                        (2.9)

 

   

Figure 4.9 shows simulated patterns for some of the common solid-gas reaction 

mechanisms, obtained from a Microsoft Excel spread sheet. The calculations can be seen 

in Appendix C.   

By comparing the simulated reaction patterns with graphs obtained from TGA and TPR, 

the best mechanism can be assigned for each reaction. The random nucleation mechanism 

can be assigned to the first peak, reduction of Fe2O3 to Fe3O4 and two-dimensional 

diffusion mechanisms can be assigned to the second peak, reduction of Fe3O4 to FeO as 

shown in Fig. 4.10. The same result was achieved for the mechanism of the reactions in 

the literature, although the flow gas was not the same. 
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Figure 4.9 Simulated reaction patterns for five reaction mechanisms. 
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Figure 4.10 TPR simulated patterns compared with calculated data. 
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CHAPTER 5: CONCLUSIONS 

A lab-scale tubular fixed bed reactor was designed and built in order to investigate the 

kinetics of the reduction of hematite with methane. The temperature program reduction 

tests were conducted using a gas chromatograph for evaluation of methane consumption. 

Thermogravimetric analysis was carried out on the reduced iron oxide to return it to its 

initial state, in order to simulate a CLC cycle condition. Two-stage reduction of iron 

oxide was observed: Fe2O3 reduced to Fe3O4 and then reduced to FeO. For the first and 

second stage of reduction, the activation energies were 10.58± 0.86 and 25.77± 0.83 

kJ/mol, respectively. Integration of the equation for the reaction kinetics was solved using 

MAPLE 13 and different TPR patterns were calculated. The experimental TPR pattern 

was compared to the calculated patterns and the random nucleation mechanism was the 

best fit for the first stage of reduction and the two-dimensional diffusion was the best fit 

for the second stage of reduction. The calculated activation energies and Arrhenius 

coefficients were in satisfactory agreement with the previous studies in the literature. By 

applying the kinetic data gathered in this study, a CLC unit can be modeled and designed 

for this specific oxygen carrier and fuel. The results of the SEM and XRD tests confirm 

that the Fe2O3 sample did not show any particular change in the shape of the surface after 

reduction with methane at 1100°C. However, an obvious change in the sample surface 

was observed after oxidation at 1100°C, with air. In order to use the iron oxide for more 

than one cycle, the sample should be enhanced by some kind of binder or additive to 

obtain more heat resistivity. It was also concluded that reduction of Fe2O3 at 800°C only 

formed Fe3O4, and the formation of FeO was observed only at higher temperature.  
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APPENDIX A1: SCANNIN G ELECTRON MICROSCOP E 

(SEM) ANALYSIS   
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APPENDIX A2:X -RAY DIFFRACTION ANAL YSIS (XRD) 

APPENDIX A2.1: XRD SPECTRUM (TGA TEST 2 PRODUCT)   
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APPENDIX A2.2: XRD ANALYSIS SHOWING THE P RESENCE OF FEO IN 

TGA TEST 2 SAMPLE 
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APPENDIX A2.3: XRD ANALYSIS SHOWING THE PRESENCE OF FE3O4 IN 

TGA TEST 2 SAMPLE 
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APPENDIX A2.4: XRD SPECTRUM (RAW MATERIAL)    
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APPENDIX A2.5: XRD ANALYSIS SHOWI NG THE PRESENCE OF FE2O3 IN 

RAW MATERIAL  
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APPENDIX A2.6: XRD SPECTRUM (TGA TEST 1 PRODUCT)   
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APPENDIX A2.7: XRD ANALYSIS SHOWI NG THE PRESENCE OF FE3O4 IN 

TGA TEST 1 PRODUCT 
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APPENDIX B1: GAS CHROMATOGRAPH FILES OF TPR 

(ȸ=5)  

First run 
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Second run, after 5 minutes 
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Third run, after 10 minutes 
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Forth run, after 15 minutes 
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Fifth run, after 20 minutes 
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Sixth run, after 25 minutes 
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Seventh run, after 30 minutes 
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Eighth run, after 35 minutes 
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Ninth run, after 40 minutes 
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Tenth run, after 45 minutes 
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Eleventh run, after 50 minutes 
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Twelvth run, after 55 minutes 
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Thirteenth run, after 60 minutes 
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Fourteenth run, after 65 minutes 
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Fifteenth run, after 70 minutes 
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Sixteenth run, after 75 minutes 
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Seventeenth run, after 80 minutes 
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Eighteenth run, after 85 minutes 
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Ninteenth run, after 90 minutes 
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Twentieth run, after 95 minutes  
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Twentyfirst run, after 100 minutes 
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Twenty second run, after 105 minutes 
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Twenty third run, after 110 minutes 
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Twenty forth run, after 115 minutes 
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APPENDIX B2: GAS CHROMATOGRAPH FILES OF TPR (ȸ=10)  

 

First run 
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Second run, after 5 minutes 
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Third run, after 10 minutes 
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Forth run, after 15 minutes 
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Fifth run, after 20 minutes  
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Sixth run, after 25 minutes 
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Seventh run, after 30 minutes 
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Eighth run, after 35 minutes 
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Ninth run, after 40 minutes

 

  



98 

 

Tenth run, after 45 minutes 
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Eleventh run, after 50 minutes 
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Twelvth run, after 55 minutes  
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Thirteenth run, after 60 minutes 
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Forteenth run, after 65 minutes 
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Fifteenth run, after 70 minutes 
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APPENDIX B3: GAS CHROMATOGRAPH FILES OF TPR 

(ȸ=15)  

First run
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Second run, after 5 minutes 
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Third run after 10 minutes 

 

 



107 

 

Forth run, after 15 minutes 
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Fifth run, after 20 minutes 
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Sixth run, after 25 minutes 
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Seventh run, after 30 minutes 
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Eighth run, after 35 minutes 
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APPENDIX B4: TGA GRA PHS  

APPENDIX B4.1: TGA GRAPH OF OXIDATION OF  IRON OXIDE OBTAINED 

FROM TPR TEST 2 WITH  AIR, ȸ=15 
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APPENDIX B4.2: TGA GRAPH OF OXIDATION OF  IRON OXIDE OBTAINED 

FROM TPR TEST 2 WITH  AIR, ȸ=20 
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APPENDIX B4.3: TGA GRAPH OF OXIDATION OF  IRON OXIDE OBTAINED 

FROM TPR TEST 2 WITH  AIR, ȸ=10 

 

 

 

 

 

 

 

 

 

 

 














