
Introduction

Thermal analysis techniques, such as

thermogravimetry (TG) and differential scanning

calorimetry (DSC), have been widely used to study

the kinetics and mechanism of solid-state thermal

decomposition process, generally carried out under a

linear temperature program. The kinetic triplet

(activation energy E, frequency factor A and kinetic

model) can be derived from the experimental data

based on the kinetic equation of solid-state

decomposition process as follows:
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where � (0<�<1) is the fractional conversion, �

(K s
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) the heating rate, E (kJ mol
–1

) the activation

energy, A (s
–1

) the pre-exponential factor, and R the

gas constant. T (K) is the absolute temperature. The

specific form of f(�) represents the hypothetical

kinetic model of the reaction mechanism. The

approaches to extract the kinetic triplet (E–A–f(�))

from the above expression may be generally

classified as the differential methods and the integral

methods. The main difference between the two

classes of methods is that the differential methods

refer to local data and offer the values of the kinetic

parameters in the given point, whilst the integral ones

refer to interval data and offer the values of the kinetic

parameters averaged for the considered interval ���.

For the integral methods, integrating Eq. (1) and

substituting x=E/RT for T gives:
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Here p(x) is the well-known Arrhenius

temperature integral. Although the integral methods

are believed to be more reliable and accurate than the

differential methods ���, the temperature integral has

been a subject of much concern and controversy for a

long time, since it cannot be analytically integrated.

Many authors have proposed extensive

approximations for the temperature integral p(x) with

different mathematical complexities and numerical

precisions ������. Flynn ��	� provided a review on

the various approximate expressions for the

temperature integral, in which the solutions of the

temperature integral are classified into three

categories, i.e. series solution, complex

approximations and simple approximations. In fact,

most of the complex and simple approximations can

be derived from one-term, two-term or three-term
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truncations of different series solutions ��	�. Besides,

some simple approximations are obtained through

data-fitting process �������, and another kind of

approximations are proposed through integration over

small temperature intervals to enhance the

accuracy ��
�. Recently, some new simple

approximations with high precision are proposed

������� ���. Though so many approximations for the

temperature integral have appeared in the literature, it

seems that there are very few papers considering the

critical appraisal of the approximations and

especially, the inherent relationship of the

approximations.

In this work, an equation concerning the 1
st

order

derivative of the temperature integral is proposed and

then, the relationship of various approximations for

the temperature integral is presented. It is shown that

many approximations share the same assumption.

Theoretical background

A range of the approximations for the temperature

integral p(x) have been suggested in literature, and

here we will consider the best known and the most

accurate approximations.

Firstly we introduce another function, h(x


���� ��� ���, to simplify the mathematical forms of

some approximations. h(x) is defined as:

h(x) = p(x)x
2
e

x
or p x

x

h x( ) ( )�

e
–x

2
(3)

The values of p(x) and h(x) are calculated vs. x

by numerical integral and showed in Fig. 1.

Compared with p(x), h(x) varies slowly and has an

asymptotic value of 1 as x increases, and

consequently it may be more easy to explore or

appraise the approximations for the temperature

integral. Both p(x) and h(x) can be called the

temperature integral.

As pointed out in our previous paper [20], the

integral methods can be generally classified into two

categories. The difference is that one type of integral

methods uses the ‘rational’ approximations for the

temperature integral and the other uses the

‘exponential’ approximations.

The term of ‘rational’ approximations was first

proposed by Senum and Yang [10], who provided a

series of such approximations. The fourth order

approximation, which is believed to hold very high

accuracy, is given by:
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The simplest one of rational approximations is

Frank–Kameneskii’s approximation [4]:

h x( )�1 (5)

and the classical one is Coats–Redfern’s

approximation [3]:
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There are many other forms of rational

approximations [5–7, 14, 16, 19]. Recently, some

new ones were proposed, for example:
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It seems that exploring new approximations

through data-fitting process or parameter

optimization has become fashionable. The new

approximations are often more accurate. However, it

should be noted that only very simple approximations

can be considered for use in thermal analysis [20, 21].

In mathematical sense, reasonable approximations

should be able to be justified by their accordance with

the mathematical features of the temperature integral.

For example, the approximation is anticipated to

approach unity as x increases since the function of

h(x) has an asymptotic value of 1. In this sense,

Eq. (7) is somewhat of deviation.

The term of ‘exponential’ approximations refers

to the approximations which contain exponential

function, or equivalently logarithmic function, as

follows [20]:

ln�h
x���alnx+bx+c or ln�p
x���a'lnx+b'x+c' (9)

where a, b, c, a', b', c' are the parameters and a, b are

not both zero (otherwise it will become a rational
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Fig. 1 Values of h(x)and p(x) in the domain of 1�x�100



approximation, for example, Frank–Kameneskii’s

approximation).

The most famous exponential approximation was

suggested by Doyle [22]:

p x x( ) (– . – . )�exp 10516 53308 (10)

Another widely-used approximation of this kind

was first proposed by Madhusudanan et al. [15], for

which the approximate formula of ln[p(x)] is

ln[ ( )] – . ln – . – .p x x x� 1921503 1000953 0297580 (11)

Madhusudanan et al. [15] also proposed the

general formula of ‘exponential’ approximations as

p x x( )�



e e
a b a b x

2 2 11 . Starink [23] provided another

general formula as p(x)=exp(–Ax+B)/x
k

recently. It is

obvious that the two formulae are identical in

mathematics. Table 1 lists some typical values of the

parameters appeared in Starink’s general formula of

‘exponential’ approximations.

Relationship of the exponential and the

rational approximations

The exponential and rational approximations are

deduced from different mathematical approaches and

both are widely used in thermal analysis as two types

of integral methods [20]. It seems that no discussion

concerning the relationship of the two types of

approximations appeared in literature. Here we will

consider how the two types of approximations are

related to each other.

The general formula of exponential

approximations p(x)=exp(–Ax+B)/x
k

can be arranged

into the form of Eq. (9): ln[h(x)]=(2–k)lnx+(1–A)x+B.

The differential form of this equation is:
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By differentiating the definition equation of

h(x), h(x)e
–x

x
–2

=p(x), we can obtain the 1
st

order

derivative of the function h(x):

h x
x
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This equation seems to appear firstly in our

previous paper [20]. It has many applications for the

research of temperature integral, for example, higher

order derivative can be deduced and then a series of

new approximations for the temperature integral can

be obtained [19].

Combining the Eqs (12) and (13), one can

obtain:

h x
x

Ax k
( )�




(14)

It is very interesting that Eq. (14) is just one kind of

the rational approximations. That is to say, the exponen-

tial approximations in essence belong to the rational ap-

proximations, and are very simple rational approxima-

tions. They share the same assumption that the tempera-

ture integral h(x) can be approximated by x/(Ax+k). If

A=1, Eq. (14) becomes ordinary rational approxima-

tions, for example, Gorbachev’s approximation [5]. It is

surprising that the rational approximation with the form

of Eq. (14) and A�1, i.e. Eq. (7), was proposed just a few

years ago. And in the above part, it is pointed out that

Eq. (7) is somewhat of deviation from mathematical fea-

tures of h(x). Maybe this consideration delays the

discovery of more rational approximations with the

form of Eq. (14).

Two parameters of the exponential

approximation p(x)=exp(–Ax+B)/x
k
, A and k, appear

in Eq. (14). Where is B? It can be deduced that B is an

integral constant. Integrating Eq. (12) in the range

[x0, x] will produce:

ln[ lnh x k x A x B( )] ( – ) ( – )� 
 
2 1 (15)

with

B h x k x A x� ln[ )]–(2– )ln( –( – )
0 0 0

1 (16)

From this equation, it is obvious that B is a

constant and can be calculated directly, however,

many papers have regarded it as a variable which

needs to be determined. In fact, the values of B

calculated from Eq. (16) will vary a little with x0 (see
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Table 1 Typical values of the parameters appeared in the ‘exponential’ approximation as p(x)=exp(–Ax+B)/x
k

Source A k B No.

Doyle [22] 1.0516 0 –5.3308 1

Starink [23] 1 1.95 –0.235 2

Starink [23] 1.0008 1.92 –0.312 3

Madhusudanan et al. [15] 1.000953 1.921503 –0.297580 4

Madhusudanan et al. [8] 1.000974 1.920620 –0.299963 5

Madhusudanan et al. [8] 1.001928 1.884318 –0.389677 6

Tang et al. [11] 1.00145033 1.89466100 –0.37773896 7



below), which roots in the assumption that the

temperature integral can be approximated by

p(x)=exp(–Ax+B)/x
k
. Thus the rationality of the

exponential approximations can be assessed through

the deviation degree of B from its average value.

In the following, we will analyze all the three

parameters (A–k–B) of the exponential

approximations presented in Table 1 in detail.

No. 1: Doyle’s approximation

In Doyle’s approximation (Eq. (10)), k=0. So Eq. (14)

can be converted into:

h x
A

( )�
1

(17)

i.e. the underlying assumption of Doyle’s

approximation is that the function h(x) can be

regarded as a constant. The parameter A has a

physical meaning that it is the reciprocal of averaged

value (represented by �h(x)� in the following) of h(x).

So it can be obtained theoretically other than through

Doyle’s approaches. In the range of x�[20, 60] which

is the valid domain of Doyle’s approximation, �h(x)�

can be calculated as:

h x h x x x p x x x( ) ( ) / ( ) /� �
� ��

d ld e d
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By combining the asymptotic expansion of p(x),

Eq. (18) becomes:
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Thus from Eq. (17), A equals 1.0532, which is

very close to 1.0516 in Doyle’s approximation.

As for the parameter B, it can be calculated from

Eq. (16). Figure 2 gives the theoretical value of B

when x0 is sampled from the range of [20, 60]. Here

h(x) is approximated by Eq. (4) and A=1.0516. It can

be seen that B varies with the value of x0 and differs

from –5.3308 which appeared in Doyle’s

approximation. This is because Doyle’s assumption

(Eq. (17)) is too simple and deviates much from the

true values. Therefore this approximation should be

used carefully.

No. 2: Starink’s approximation

According to Eq. (14), Starink’s approximation is

equal to:

h x
x

x
( )

.
�


195
(20)

It can be regarded as an improvement of

Gorbachev’s approximation [5], where h(x)=x/(x+2).

Because Eq. (20) is also very simple, it can be deduced

that the values of B from Eq. (16) will differ from

–0.235 in Starink’s approximation, as Fig. 3 shows.

No. 3–7: M-approximations

The approximations represented by No. 3–7 (named

as M-approxiamtions for convenience) in Table 1

have some common features. Madhusudanan’s

approximations (No. 4–6) are derived from the two-

or three-term truncations of MKN expansion of

p(x) [15]. No. 3 and 7 can be regarded as the improved

forms of Madhusudanan’s approximations.

Especially, No. 7 used two-step linearly fitting

process to obtain more accurate (A–k–B) values and

the corresponding integral methods are more reliable.
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Fig. 2 Comparison of the values of B calculated from Eq. (16)

with the value from Table 1 for Doyle’s approximation

Fig. 3 Comparison of the values of B calculated from Eq. (16)

with the value from Table 1 for Starink’s approxima-

tion (No. 2)



Here we can point out that only the first-step linearly

fitting process (to determine A and k) in their paper is

necessary and the second-step (to determine B) can be

omitted because B is an integral constant.

M-approximations are identical to Eq. (14) with

more accurate values of (A–k). Up to now, the most

accurate values appear in Eq. (7) with A=1.00198882

and k=1.87391198. Then the value of B can be

determined from Eq. (16). Obviously, the values of

(A–k) depend on the range of x and the accuracy can

be enhanced by reasonable manipulation of Eq. (14).

For example, Eq. (14) can be linearized as:

y=Ax+k, y
x

h x
�

( )
(21)

In the range of x�[15, 60] (in which the over-

whelming majority of reactions occur [23]), the fitted

line will produce the parameters with A=1.0014452 and

k=1.8915041 (Fig. 4, data points are sampled from

x�[15, 60] with the interval of 0.01).

When (A–k) are set, the value of B can be

calculated by Eq. (16). Figure 5 presents the

theoretical B values compared with the values from

Table 1. It can be seen that Starink’s and Tang’s

approximations hold higher precision than others and

thus they are recommended in thermal analysis.

Conclusions

‘The temperature integral has played a somewhat enig-

matic role in the development of thermal analysis reac-

tion kinetics’ [17]. Many of the problems have resulted

from the inability to accurately approximate the temper-

ature integral by a simple closed-form expression which

is suitable for use in the integral methods. So various ap-

proximations for the temperature integral have appeared

in literature. As two main types of approximations, the

rational and exponential approximations have been pro-

posed separately and developed into two types of

integral methods.

In this paper, the relationship of the rational and

exponential approximations is revealed by the aid of a

new equation concerning the 1
st

derivative of the

temperature integral. It is found that the exponential

approximations are essentially one kind of the

rational approximations with the form of

h(x)=x/(Ax+k). That is, they share the same

assumptions that the temperature integral h(x) can be

approximated by x/(Ax+k). It is also found that only

two of the three parameters in the general formula of

exponential approximations are needed to be

determined and the other one is a constant in theory.

Though the exponential approximations belong to

the rational approximations, their corresponding inte-

gral methods use them in different ways. For example,

the rational approximation Eq. (7) is used as:

ln
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The integral method still needs to assume that

ln
AR

E RT�( . . )100198882 187391198


�

�

�

�

�

�
is nearly a

constant for T and the plot of ln�G(�)/T
2
�~1/T would

result in a straight line for the correct reaction model.

While the exponential approximation No. 7 [11] is

used as:
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Fig. 4 The linear relationship of y=x/h(x) with x in the range

of [15, 60]

Fig. 5 Comparison of the values of B calculated from

Eq. (16) with the value from Table 1 for M-approxi-

mation (No. 3–7)
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The plot of ln�G(�)/T
1.89466100

�~1/T will result in

a straight line for the correct reaction model. This

integral method adopts no assumptions other than the

approximation for the temperature integral and will

be more accurate in the calculation of kinetic

parameters [20]. Therefore, the integral methods,

which are derived from the exponential

approximations, are recommended to be a prior

choose in kinetic analysis, though the exponential

approximations in essence are one kind of the rational

approximations.

Acknowledgements

This work was sponsored by China Postdoctoral Science

Foundation, National Natural Science Foundation of China

under Grants 50576090, and the Program for New Century

Excellent Talents in University.

References

1 C. Popescu and E. Segal, International J. Chem. Kinetics,

30 (1998) 313.

2 J. H. Flynn and L. A. Wall, J. Res. Nat. Bur. Stds.,

70A (1966) 487.

3 A. W. Coats and J. P. Redfern, Nature, 201 (1964) 68.

4 D. A. Frank-Kamenenskii, Princeton University,

Princeton 1955.

5 V. M. Gorbachev, J. Thermal Anal., 8 (1975) 349.

6 T. V. Lee and S. R. Beck, AIChE J., 30 (1984) 517.

7 C. H. Li, AIChE J., 31 (1985) 1037.

8 P. M. Madhusudanan, K. Krishnan and K. N. Ninan,

Thermochim. Acta, 221 (1993) 13.

9 J. �esták, V. Satava and W. W. Wendlandt,

Thermochim. Acta, 7 (1973) 333.

10 J. I. Senum and R. T. Yang, J. Thermal Anal.,

11 (1977) 445.

11 W. J. Tang, Y. W. Liu, H. Zhang and C. X. Wang,

Thermochim. Acta, 408 (2003) 39.

12 J. M. Cai, F. S. Yao, W. M. Yi and F. He, AIChE J.,

52 (2006) 1554.

13 T. Wanjun, L. Yuwen, Z. Hen, W. Zhiyong and

W. Cunxin, J. Therm. Anal. Cal., 74 (2003) 309.

14 Q. Y. Ran and S. Ye, J. Thermal Anal., 44 (1995) 1147.

15 P. M. Madhusudanan, K. Krishnan and K. N. Ninan,

Thermochim. Acta, 97 (1986) 189.

16 R. K. Agrawal, AIChE J., 33 (1987) 1212.

17 J. H. Flynn, Thermochim. Acta, 300 (1997) 83.

18 E. Urbanovici and E. Segal, Thermochim. Acta,

203 (1992) 153.

19 H. X. Chen and N. Liu, AIChE J., 52 (2006) 4181.

20 N. Liu, H. Chen, L. Shu and M. Statheropoulos, J. Therm.

Anal. Cal., 81 (2005) 99.

21 A. Ortega, L. A. Perez Maqueda and J. M. Criado,

Thermochim. Acta, 283 (1996) 29.

22 C. D. Doyle, J. Appl. Polym. Sci., 5 (1961) 285.

23 M. J. Starink, Thermochim. Acta, 404 (2003) 163.

Received: January 25, 2007

Accepted: April 17, 2007

OnlineFirst: January 26, 2008

DOI: 10.1007/s10973-007-8358-3

578 J. Therm. Anal. Cal., 92, 2008

CHEN, LIU



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated v2 300% \050ECI\051)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /GrayImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 600
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e55464e1a65876863768467e5770b548c62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc666e901a554652d965874ef6768467e5770b548c52175370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA (Utilizzare queste impostazioni per creare documenti Adobe PDF adatti per visualizzare e stampare documenti aziendali in modo affidabile. I documenti PDF creati possono essere aperti con Acrobat e Adobe Reader 5.0 e versioni successive.)
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020be44c988b2c8c2a40020bb38c11cb97c0020c548c815c801c73cb85c0020bcf4ace00020c778c1c4d558b2940020b3700020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken waarmee zakelijke documenten betrouwbaar kunnen worden weergegeven en afgedrukt. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU <>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice


