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ABSTRACT

Experimental studies and thermodynamic modeling for the separation of aromatic
compounds from a complex mixture of hydrocarbons have been carried out. The sam-
ple used in this work is the main material for producing lubricating oils, and the sol-
vent used for extraction of aromatic components is a new selective solvent which has
unique specifications in comparison with conventional solvents such as furfural. This
modeling is based on the method of Ruzicka for making model molecules. The pa-
rameters required for modeling were obtained, and then liquid-liquid equilibrium cal-
culations were done and compared with the experimental data. These calculations
were also carried out using published parameters for the vapor—liquid equilibria of the
components involved in the mixture. The results have been compared with the previ-
ous calculations as well as with the experimental data, and good agreement was found.

INTRODUCTION

Many mixtures used in chemical industries have a complex nature be-
cause of the large number of various species they contain. Their composi-
tions can not be represented by such conventional quantities as mole or

* To whom correspondence should be addressed. E-mail: hmodares @cic.aku.ac.ir
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weight fractions. Examples of such mixtures are petroleum fluid fractions
and polymer solutions. To define the composition of these complex mix-
tures, three methods have been published in the literature: pseudocomponent
(10, 13), continuous (4, 15), and the method of Ruzicka (18). In this work
the third method is developed and applied to the petroleum fluid considered,
and a complex mixture consisting of several homologous series is modeled.
The procedure is as follows (23, 24): The molecular distribution functions of
the different homologous series in the mixture are obtained. Then the aver-
age molecular weights of the different homologous series are calculated by
using these distribution functions. Next, model molecules of the different
types of hydrocarbons are made by using the method of Ruzicka (18). Fi-
nally, the conservation of mass law is applied to obtain a system of equa-
tions which must be solved.

The sample used here to illustrate the above-mentioned method is lube-oil
cut SAE 10 (on the scale of the Society of Automative Engineers) of the
Tehran Refinery.

For many years a great deal of attention has been paid to the selective sol-
vents used to extract aromatic compounds from hydrocarbon mixtures. One of
the solvents used extensively for this purpose is furfural (8, 9, 11). Due to
some difficulties in using furfural, attempts have been made to replace it with
other solvents such as N-methylpyrrolidone (2, 19). The advantages of using
this solvent (NMP) instead of furfural for the extraction of aromatic com-
pounds from hydrocarbon mixtures (lube-oil cut) are as follows:

Lower energy consumption in the lube-oil extraction units

Lower solvent-to-oil ratio in the lube-oil extraction units

Lower toxicity

Lower fouling of rotating disk contractors used in the extraction equip-
ment

el .

To replace furfural with NMP in the separation processes, equilibrium data
are required to design the needed equipment. Equilibrium data can be de-
duced by using the model molecules proposed here along with such thermo-
dynamic models as the UNIFAC [Universal Functional Groups Activity Co-
efficient (12)]. To use the UNIFAC model, van der Waals surface and
volume size parameters as well as interaction parameters between different
functional groups are required. These parameters are available in the revi-
sion and extension of the UNIFAC model (6, 21), but they have been fitted
to vapor-liquid equilibrium data. In this work the interaction parameters of
the NMP/CH, and NMP/ACH pairs have been fitted by liquid—liquid equi-
librium data.
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EXPERIMENTS

In order to study the extraction of aromatic components from the lube-oil
cut by using a solvent, several experiments have been carried out using dif-
ferent oil/solvent ratios. These experiments have been done in the batch
mixer-settler shown in Fig. 1. The temperature and pressure were 50°C and 1
atm, respectively. The temperature of the extraction process was held constant
by a controller with an accuracy of £0.01°C. The solvent used was NMP, and
the petroleum fraction was the lube-oil cut SAE 10 of the Tehran Refinery.
The properties of the lube-oil cut as well as the accuracy of the measured
quantities are given in Table 1. The true boiling point (TBP) data of the lube
oil cut were obtained by using a Simdis GC Chrompac Model 438 by the stan-
dard method of ASTM-D2887 (1). The results are shown in Table 2.

Following the extraction process, the resultant phases (raffinate and the ex-
tract phases) were separated. After evaporating the solvent from these phases

E=N

1: MIXER

2: SETTLER
3:SENSOR of Temperature

4: MOTOR ( Variable rotation)
5. TIC (Tamp.Ind.& cont )

8- FEED INLET

Q00000
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A
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I

FIG.1 Liquid-liquid extractor (batch mixer-settler).
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TABLE 1
The Properties of the Lube-Oil Cut SAE 10 of Tehran Refinery and NMP
Property Measured value
Viscosity (40°C) 32.19 = 0.01 (centistokes)
Viscosity (100°C) 4.93 £ 0.01 (centistokes)
Specific gravity (60°F/60°F) 0.9134 = 0.00003
Refractive index (1 atm and 20°C) 1.5058 = 0.00006

in a rotary evaporator system, the equilibrium compositions were determined
by using the reliable equations of Riazi (16) with less than 5% average abso-
lute deviation (AAD). The results are given below in Table 7.

MODELING AND CALCULATIONS

In this section we describe the details of the modeling for two cases. In Case
One the calculation results are based on the parameters obtained in this work
(from liquid—-liquid equilibrium, LLE, data), and in Case Two similar calcula-

TABLE 2
True Boiling Point (TBP) vs Weight Percent of Distilled Lube-Oil
Cut SAE 10 of Tehran Refinery Produced by the Simdis GC
Chrompac System Model 438

Wit% distilled TBP (°C) Wit% distilled TBP (°C)
0 281.3 40 390.7
2 308.3 44 393.8
4 324.7 46 395.2
6 335.8 50 398.3
8 344.8 54 401.3
10 350.6 58 404.0
12 356.0 60 405.3 .
14 359.8 64 408.2
16 363.7 68 411.2
18 367.3 70 412.5 5
20 370.2 74 415.4 =
22 372.4 78 418.6 E
24 375.1 80 420.2 E
26 377.6 86 4253 2
28 379.9 90 4294 E
30 381.7 94 435.0 §
32 383.5 9 438.6 £
34 385.3 98 4445 E
36 387.3 100 464.7 3
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tions were made by using published parameters fitted to vapor-liquid equilib-
rium (VLE) data (21).

Case One: Calculations with LLE Parameters

It is evident that a complex mixture such as the lube-oil cut used here can
not be directly introduced into the equilibrium calculations but must be mod-
eled to several representative molecules. Therefore, the data of Table 2 were
analyzed in order to determine the distribution functions of the lube-oil cut.
The experimental methods for determining the composition of petroleum flu-
ids are expensive and time-consuming and are not proper for engineering ap-
plications (7, 17, 25).

By using the data of Table 2 and the general form of a proper distribution
function (15), the molecular weight distribution functions of the three main
homologous series in the lube-oil cut, i.e., paraffins, naphthenes, and aromat-
ics, can be presented in the following general form (22):

WAN) = aras — az)® exp[—(%ﬁ) } ()
where subscript i refers to the paraffinic, naphthenic, and aromatic homolo-
gous series. The constants of Eq. (1) are given in Table 3. The average molec-
ular weights of the different homologous series existing in the lube-oil cut
were calculated from Eq. (1). A table of gamma function must be used to cal-
culate the average molecular weights of different homologues series. The av-
erage molecular weights obtained after using this mathematical table (20) are
given in Table 4.

TABLE 3
Constants of the Distribution Function (Eq. 1)

Homologue series (i)

Constant Paraffins Naphthenes Aromatics
ai; 3.78E-7 5.54E-7 7.42E-7
as; 14.0268 14.0268 14.0268
as; 223.8 209.7 201.047
Ay 2.4662 247 2.4575
as; 14.0268 14.0268 14.0268
dei 223.8 209.7 201.047
az; 102 91.43 85
ag; 3.4662 3.47 3.4575
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TABLE 4
Average Molecular Weights of Different Homologous Series and the Parameters of the Model
Molecules
Mwav,p Mwav,n Mwav,a (¢4 B n
328.18 291.84 271.16 0.6407 0.5834 2.1298

Here we use the method of Ruzicka (18) to obtain the model molecules. The
general molecular structures used for this purpose are as follows:

Paraffins:

CH
CH;,—| |

_[ CHz]_CH3
CH,

8n

n

Naphthenes:

ol

Aromatics:
of
The last step is to determine parameters n, «, and 3 in the above model

molecules. To calculate these parameters, the following system for the con-
servation of mass must be solved:

(n + MWy, + 8iMWcy, + nMWey = MW, )
48MWcy, + 1.2MWey + noMWepcn,
+ 8naMWey, + 1.2MWep, = MW,y
48MWcy + 1.2MWey, + nBMWep.cn,
+ 8nBMWcy, + 1.2MWey, = MW,

CH

CH,

!“:

IR
—_
[\S}
—_—
[\S}

CH
_[CHQ]_CH3
8ng

12 1.2

CH,
"

3)

“4)
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The calculated parameters obtained by using the average molecular weights
are given in Table 4. It is worth noting that in this method the model molecules
may have a noninteger number of groups in different hydrocarbon families.

The complex mixture is considered to consist of these three model
molecules. Therefore, the liquid-liquid equilibrium can be obtained. How-
ever, as can be seen from the structures of the model molecules, we must ap-
ply a group contribution method to calculate the activity coefficients of these
molecules. In this work the UNIFAC model was chosen. To use this activity
coefficient model, van der Waals surface and volume size parameters as well
as the interaction parameters between different functional groups are required.
These parameters have not been reported for the groups involved in NMP
(14), hence application of the UNIFAC model for a mixture containing NMP
is not possible. To overcome this difficulty, the size and energy parameters re-
lated to NMP were calculated as follows.

We first used Bondi’s method (3) of functional groups to calculate the van
der Waals surface and volume size parameters of NMP, and then the interac-
tion parameters of NMP with the other groups in heptane and benzene were
obtained. The idea of taking NMP as a functional group for obtaining the in-
teraction parameters is based on similar work done by several researchers (10,
13).

In the n-heptane/benzene/NMP system, two liquid phases are in equilib-
rium. The benzene-rich phase is named the extract and the benzene-lean
phase is named the raffinate. The condition for the equilibrium of these
phases is

D, (D — .dD, I
x Dy = D AD (5)

in which superscripts I and II refers to the first and second phases in equilib-
rium. In the UNIFAC model the activity coefficient is represented as having
two parts, i.e., combinatorial and residual activity coefficients:

Iny; = In v + Iny® ©6)
The combinatorial part is given by

In Y(ic) = (In ¢i/x; + 1 — bi/x;) — zq:2[In /0, + 1 — /6] (7)

where
Xili
bi = — (8)
Z le"i
j=1
0, = — 1 ©)

- M
ij%
Jj=1
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N

ri=Y VPR (10)
k=1
N .

ai= Y, v O (11)
k=1

where Ry, is the volume parameter and Oy is the surface area parameter of the
group k. The residual part of the activity coefficient is given in the following
form:

N
Inyf =Y 9 nTy— InTP) (12)
k=1

where I'; is the activity coefficient of group k, which is written in the follow-
ing form:

d S e 7
InT: = O 1—1n<2 emquk) P (13)

m=1 m=1 2 e

where
V,n = exp(—au,/T) (14)
and
N
= 0nXnl Y, QX (15)
n—1
where

(16)

In Eq. (14) the parameter a is the interaction parameter between different
functional groups. It can be seen from Eq. (7) that for calculating the combi-
natorial part of the activity coefficient, we need the surface and volume size
parameters of different functional groups (R and Q) in the solution. These pa-
rameters can be calculated by using the table of Bondi (3) and the method of
Prausnitz, and the related values are given in Table 5. For calculating the
residual part of activity coefficient we need to determine the interaction pa-
rameters between different functional groups in the solution. The NMP

MAaRrcEeL DEkkER, INc.
270 Madison Avenue, New York, New York 10016
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TABLE 5
Van der Waals Surface Area (Q) and Volume
(R) Size Parameters of the Functional Groups

Groups R (0]

CH, 0.6744 0.5400

CH; 0.9011 0.8480

ACH 0.5313 0.4000

NMP 3.9810 3.2000
TABLE 6

751

UNIFAC Interaction Parameters of Different Functional Groups in the Ternary System

of Heptane/Benzene/ NMP

Groups CH, CH; ACH NMP

CH, 0 0 61.13 4833

CH; 0 0 61.13 4833

ACH —11.12 —11.12 0 1262.5

NMP —123.19 —123.19 —567.98 0
TABLE 7

Calculated and Experimental Values of the Composition of the Extract and Raffinate

Phases with LLE and VLE Parameters

Raffinate composition

Extract composition

Calculated Calculated
Feed —
Experiments composition Experimental LLE VLE Experimental LLE VLE
No. 1:
Xp 117 451 473 482 .0396 0412  .0423 =
Xn .079 175 .186 .193 .0254 .0264 .0284 %
Xa .042 .0561 .0591 .060 .0349 .0359 .0406 g
XNMP 762 317 281 265 .900 896  .8887 £
No. 2: =
Xp .102 492 501 513 .0373 .0394  .0409 Z
Xn .0688 117 120 131 .0199 0211 .0221 =
Xa .0369 .0697 .070 .0722 .0297 .0301 .0311 =
XNMP 793 321 .309 284 913 .909 9059 c
No. 3: Eé
Xp .0661 520 531 553 .0282 .0299 .0313 o
Xn .0448 .0553 .0563 .0580 .0150 0162 .0182 S
Xa .0240 .0818 .0830 .0855 .0205 .0216 .0237 2
XNMP .865 343 330 .3035 .936 932 9268 ©
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molecule is considered to be a functional group, so by using the equilibrium
condition of Eq. (5) and the experimental data (5) the interaction parameters
can be obtained by solving a nonlinear system of equations. The results are
given in Table 6. The precision of the calculated parameters in this table has
been adjusted with an accuracy of £0.01. Therefore the problem is reduced to
an ordinary liquid-liquid equilibrium calculation in a multicomponent mix-
ture, and this can be handled by standard algorithms. The calculated values
and the experimental data are given in Table 7.

Case Two: Calculation with VLE Parameters

Although the previous published parameters (21) for the groups involved in
our system have been fitted to vapor—liquid equilibrium data, we have made
calculations similar to Case One with these parameters for Case Two, and a
comparison is made with the ones obtained with the proposed parameters
(Table 6) in Table 7.

CONCLUSION

A new approach in modeling complex hydrocarbon mixtures has been pre-
sented which is appropriate to phase equilibrium calculations of such mixtures
as the lube-oil cut. The results of this modeling and the related liquid-liquid
equilibrium calculations are in good agreement with the experimental data
which were carefully obtained from the batch mixer-settler by standard
measurements.

NOMENCLATURE
Amn interaction parameter between m and n groups
MW molecular weight
N carbon number
qi parameter in Eq. (7), defined in Eq. (11)
O surface area parameter of the group k
ri parameter in Eq. (7), defined in Eq. (10)
R volume parameter
T absolute temperature
W(N) molecular distribution function
X; mole fraction of component i
Xom parameter defined in Eq. (16)
Z coordination number
® parameter of the model molecules
$) parameter of the model molecules
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o activity coefficient of component i
| group activity coefficient
0; parameter in Eq. (7), defined in Eq. (9)
b, parameter in Eq. (7), defined in Eq. (8)
WV, parameter defined in Eq. (14)
Vi number of group k
REFERENCES
1. ASTM, D2887, Annual Book of Standards, 1985.
2. Bertagnolio, M., “Modernizing a Lube Plant,” Hydrocarbon Process., pp. 103—106 (March
1983).
3. Bondi, A., Physical Properties of Molecular Crystals, Liquids and Glasses, Wiley, New
York, NY, 1968.
4. Chomn, L., and G. A. Mansoori, Advances in Thermodynamic, Vol. 1, C7 Fraction Char-
acterization, Taylor & Francis, New York, NY, 1989.
5. Fabries, J. F., J. L. Gustin, and H. Renon, J. Chem. Eng. Data, 22(3), 303-308 (1977).
6. Hansen, H. K., M. Schiller, Aa. Fredenslund, J. Gmehling, and P. Rasmussen, Ind. Eng.
Chem. Res., 30, 2352-2355 (1991).
7. Jaubert, J. N., E. Neau, A. Penelox, C. Fressigne, and A. Fuchs, Ibid., 34, 640-655 (1995).
8. Lucas, A., L. Rodriguez, P. Sanchez, and A. Carnicer, Sep. Sci. Technol., 28(15&16),
2465-2477 (1993).
9. McKetta, J. J. (Ed.), Encyclopedia of Chemical Processing and Design, Vol. B.3, Dekker,
New York, NY, 1989.
10. Mukhopadhyay, M., and K. R. Dongaonkar, Ind. Eng. Chem., Process Des. Dev., 22,
521-532 (1983).
11. Nelson, W. L., Petroleum Refining Engineering, 4th ed., McGraw-Hill, New York, NY,
1978.
12.  Prausnitz, J. M., R. N. Lichtenthaler, and E. Gomez de Azevedo, Molecular Thermody-
namics of Fluid Phase Equilibria, 2nd ed., Prentice-Hall, Englewood Cliffs, NJ, 1986.
13. Rahman, M., P. Mikitenko, and L. Asselineau, Chem. Eng. Sci., 39, 1534—1558 (1984).
14. Reid, R. C.,J. M. Prausnitz, and B. E. Poling, The Properties of Gases and Liquids, 4th ed.,
McGraw-Hill, New York, NY, 1987.
15. Riazi, M. R,, Ind. Eng. Chem. Res., 34, 1352-1363 (1997).
16. Riazi, M. R., and T. E. Daubert, Ind. Eng. Chem., Process Des. Dev., 25, 1009-1015
(1986).
17. Rodgers, P. A., A. L. Creagh, M. M. Prange, and J. M. Prausnitz, Ind. Eng. Chem. Res., 26,
2312-2318 (1987).
18. Ruzicka, V.Jr., R. Frydova, and J. Novak, Fluid Phase Equil., 32, 27-47 (1986).
19. Sankey, B. M., Can. J. Chem. Eng., 63, 3—7 (February 1985).
20. Spiegel, M. R., Mathematical Handbook of Formulas and Tables, McGraw-Hill, New
York, NY, 1968.
21. Tiegs, D., J. Gmehling, P. Rasmussen, and Aa. Fredenslund, Ind. Eng. Chem. Res., 26,
159-161 (1987).
22. Vakili-Nezhaad, G. R., H. Modarress, and G. A. Mansoori, Proceedings of the 2nd Inter-

national & 12th National Congress of Chemistry & Chemical Engineering of Iran, Ker-
man, Iran, 1997, pp. 420-422.

MaRcEL DEKKER, INC.
270 Madison Avenue, New York, New York 10016

Copyright © Marcel Dekker, Inc. All rights reserved.

)



11: 01 25 January 2011

Downl oaded At:

ORDER | _=*_[Il REPRINTS

754 VAKILI-NEZHAAD, MODARRESS, AND MANSOORI

23. Vakili-Nezhaad, G. R., H. Modarress, and G. A. Mansoori, Proceedings of the Third Na-
tional Iranian Chemical Engineering Congress, Ahwaz & Abadan, Iran, 1998, pp.
121-122.

24. Vakili-Nezhaad, G. R., H. Modarress, and G. A. Mansoori, Proceedings of the 15th Inter-
national Congress on Chemical Thermodynamics, Porto, Portugal, 1998.

25. Varotsis, N., and N. Pasadakis, Ind. Eng. Chem. Res., 36, 5516-5519 (1997).

Received by editor November 10, 1998
Revision received July 1999

Copyright © Marcel Dekker, Inc. All rights reserved.

MaRcEL DEKKER, INC. m
270 Madison Avenue, New York, New York 10016 o



Downl oaded At: 11:01 25 January 2011

Request Permission or Order Reprints|nstantly!

Interested in copying and sharing this article? In most cases, U.S. Copyright
Law requires that you get permission from the article’ s rightsholder before
using copyrighted content.

All information and materials found in this article, including but not limited
to text, trademarks, patents, logos, graphics and images (the "Materials"), are
the copyrighted works and other forms of intellectual property of Marcel
Dekker, Inc., or itslicensors. All rights not expressly granted are reserved.

Get permission to lawfully reproduce and distribute the Materials or order
reprints quickly and painlessly. Simply click on the "Request
Permission/Reprints Here" link below and follow the instructions. Visit the
U.S. Copyright Office for information on Fair Use limitations of U.S,
copyright law. Please refer to The Association of American Publishers
(AAP) website for guidelines on Fair Use in the Classroom.

The Materials are for your personal use only and cannot be reformatted,
reposted, resold or distributed by electronic means or otherwise without
permission from Marcel Dekker, Inc. Marcel Dekker, Inc. grants you the
limited right to display the Materials only on your personal computer or
personal wireless device, and to copy and download single copies of such
Materials provided that any copyright, trademark or other notice appearing
on such Materialsis also retained by, displayed, copied or downloaded as
part of the Materials and is not removed or obscured, and provided you do
not edit, modify, alter or enhance the Materials. Please refer to our Website

User Agreement for more details.

Order now!

Reprints of this article can also be ordered at

http://www.dekker.com/servlet/product/DOI/10108155100100188


http://www.copyright.gov/fls/fl102.html
http://www.publishers.org/conference/copyguide.cfm
http://www.dekker.com/misc/useragreement.jsp
http://www.dekker.com/misc/useragreement.jsp
http://s100.copyright.com/AppDispatchServlet?authorPreorderIndicator=N&pdfSource=Dekker&publication=SS&title=Thermodynamic+Modeling+and+Experimental+Studies+of+Dearomatization+Process+from+a+Complex+Petroleum+Fraction&offerIDValue=18&volumeNum=35&startPage=743&isn=0149-6395&chapterNum=&publicationDate=04%2F03%2F2000&endPage=754&contentID=10.1081%2FSS-100100188&issueNum=5&colorPagesNum=0&pdfStampDate=07%2F28%2F2003+11%3A36%3A57&publisherName=dekker&orderBeanReset=true&author=G.+R.+VAKILI-NEZHAAD%2C+H.+MODARRESS%2C+G.+A.+MANSOORI&mac=63bsTdhXOFbZX6YRK5T6Og--

