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Abstract

The low temperature behaviour of five distillation cuts (230-375°C) from crude oil from different sources (North Sea,
Africa and Middle East) provided by the Portuguese refinery Petrogal, was studied. Precipitation curves for these cuts,
showing the evolution of the fraction of solid n-alkanes with temperature, were measured by DSC and the compositions of the
cuts were analysed by gas chromatography (GC). The measured precipitation curves have been compared with the predictions
from a thermodynamical model using the compositional analysis. The model results agree well with the experimental data
indicating that the model used can be an adequate tool to predict the low temperature behaviour of refined oil products.

© 2001 Elsevier Science B.V. All rights reserved.
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1. Introduction

The new European standards for automotive fuels,
issued under the Auto-Oil program [1], are changing
the way fuels are produced. There is a clear trend
towards more paraffinic fuels [2,3], with better com-
bustion habits, and thus more environmental friendly,
but that will have a worst behaviour at low tempera-
tures presenting higher cloud and pour points.

The solubilities of the long n-alkanes strongly
decrease with temperature and, for diesels, below
280 K, the exact temperature depending on the n-
alkane content and its distribution, crystals of n-
alkanes start precipitating plugging pipes and fuel
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filters. The production fuels that simultaneously con-
form to the new European standards and the low
temperature behaviour restrictions will demand either
an increasing use of additives, such as pour point
depressants, or the redesign of the distillation to
reduce the concentration of n-alkanes to an acceptable
level. For this purpose, it is important to be able to
relate the n-alkane crystallisation with the composi-
tion of the fluid. This will help to design adequately
the production and blend of fuels, and to select the
most adequate additives [4].

This work studies the low temperature behaviour of
five distillation cuts (230-375°C) from crude oils from
different sources (North Sea, Africa and Middle East)
obtained from the Petrogal refinery. They were chosen
because they are the basis for diesel produced at the
refinery and cover the range of n-alkane contents
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typically found at the refinery (3—30 wt.%). Precipita-
tion curves for these cuts, showing the temperature
dependence of the solid fraction formed, were mea-
sured by differential scanning calorimetry (DSC)
according to a method proposed before [5,6]. The
measured precipitation curves are compared with
predictions from a thermodynamical model using a
compositional analysis of the fluid by gas chromato-
graphy. It will be shown that the model predictions
agree very well with the curves obtained from the DSC
measurements.

2. Experimental

The samples studied had the n-alkane composition
measured by gas chromatography and the average
molecular weight estimated by freezing point depres-
sion. No attempt to obtain any further compositional
information, such as a PIONA analysis, was done
since, as will be discussed later, the non n-alkane
compounds do not play a relevant role in the low
temperature behaviour of these fluids. The solid for-
mation was assessed by DSC, as described below.

2.1. Gas chromatography

To measure the composition of the samples a Hew-
lett Packard 6890 equipped with a hydrogen flame
ionisation detector was used. The column employed is
composed of a pre-column of 1 m (i.d. = 530 um);
two 30 m column: the first was made of an HP 5 MS
(i.d. =320 um and film thickness 0.5 um) and the
second a HP 5 (i.d. =320 pm and film thickness
0.25 um); and a final empty column of about
30 cm. The injection was performed on-column. On
this chromatograph both the temperature and the
carrier gas flow rate are programmable. To obtain a
better separation of the heavy paraffins the gas flow
rate was kept at 2 cm® min~ ' during the first 100 min
and then increased to 3 cm® min~'. Heating started at
333 K, at2.5 Kmin~ ' to 578 K, and then at 2 K min ™'
up to 593 K. Under these conditions paraffins between
decane (n-C() and triacontane (n-C;g) can be quanti-
fied. Nonane (n-Co) (Aldrich >99%) was used as
reference material and CS, as solvent. A chromato-
gram for Oso Condensate is shown in Fig. 1. The
compositions obtained are presented in Table 1.

2.2. DSC

The calorimetric measurements were performed on
a Setaram DSC 141. The sample was initially cooled
to 130 K, kept at that temperature for 15 min to
stabilise, and then heated up to 320°C at 3 K min .
This heating rate was chosen as a compromise
between a good signal and close to equilibrium con-
ditions. The wax appearance temperatures presented
in Table 2 were measured under these conditions and
may be slightly over estimated. The thermograms are
presented in Fig. 2a—e. They are similar to other DSC
measurements for fuel and crude oils previously
reported in the literature [6—8]: after a glass transition
at around 190 K, there was an exotherm due to the
crystallisation of species that did not crystallise on
cooling; it was followed by a broad endotherm due to
the dissolution of the paraffinic crystals in the liquid
matrix. The major problem in the treatment of the
DSC results for these fluids is the definition of a base
line. As proposed by Claudy and Létoffé [7,8] a
polynomial line fitted the liquid region and the base
of the exotherm, where the dissolution of the paraffins
began, was used as base line. Since there was no way
to assess the ‘true’ base line for these fluids this was a
fair approach to it. Nevertheless, one must be aware that
some uncertainly was introduced in the calculations by
its adoption. Using this base line the fraction of solids
dissolved was obtained using an approach proposed
before [5,6] were the fraction of melted n-alkanes was
identified with the fraction of total energy required to
completely melt the n-alkanes obtained from the inte-
gration of the energy using the adjusted base line.

3. Modelling the solid formation

The solid formation was described as a solid-liquid
equilibrium of n-alkanes. The general solid-liquid
equilibrium equation relating the compositions with

non-ideality of the phases and the pure component
thermophysical properties was used [9]
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Fig. 1. Gas chromatography analysis of the distillation cut obtained from Oso Condensate. The higher peaks are the n-alkanes.

3.1. The liquid phase non-ideality

In previous works the liquid phase was assumed to be
non-ideal and modelled using the Flory-free volume
equation [ 10]. The use of this model for the liquid phase
required a more detailed knowledge of its composition
such as a PIONA analysis or equivalent. However the
non-ideality of the liquid phase was not very significant
[11]and as discussed in a previous work [ 12] to consider
the solvent composed of 25% of aromatics or being

fully paraffinic does not change the low temperature
behaviour of a solution. To simplify the approach, both
in calculation and experimental requirements, an ideal
liquid phase will be adopted in this work.

3.2. The solid phase non-ideality — predictive
UNIQUAC

The solid phase non-ideality will be described by
the predictive UNIQUAC model [13,14]. This is a

Table 1
n-alkane composition (wt.%) and average molecular weight of the distillation cuts studied

Co Cn Cip Ciz Cu Cs Ci Cz Cyg Cig Cyp Cy Cpn Cy Cy Total My
Brent 0.04 0.06 036 10.65 13.42 1443 11.86 9.72 83 797 825 697 652 142 19.55 222.8
Oso Condensate 0.05 0.11 056 10.11 12.77 13.61 11.15 9.88 9.01 8.94 846 8.04 6.02 122 0.04 3198 226.8
Troll 0.07 0.09 0.28 9.65 14.05 16.36 12.15 9.40 8.63 8.09 8.03 632 553 1.36 9.79 231.7
DUC 0.07 550 13.66 17.30 997 7.22 952 9.81 1142 6.19 721 214 2.79 2203
Sahara Blend 0.03 0.09 0.53 13.22 14.79 1494 11.39 1041 9.07 7.78 738 554 4.06 0.75 0.02 21.17 235.8
Average distribution 0.05 0.09 0.36 9.83 13.74 1533 11.30 9.33 891 8.52 8.71 6.61 5.87 138 0.03
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Table 2
Comparison between measured and predicted WAT's

Measured Predicted Deviation K™!
WATK™'  WATK™'

Brent 273.8 272.7 1.1

Oso Condensate 278.9 277.5 1.4

Troll 265.6 265.3 0.3

DUC 256.2 256.6 0.4

Sahara Blend 271.2 271.1 0.1

Average deviation 0.66

version of the original UNIQUAC, where

RT Zx, ( ) 5 Zq,x, 1n
_ Zx,q, In lZO exp( 0 R;:")] 2)

with
Xiti Xiqi
2T 2%

using a new definition for the structural parameters r
and g [14].

The predictive local composition concept [13]
allowed an estimation of the interaction energies,
/> used by these models. The pair interaction energies
between two identical molecules were estimated from
the heat of sublimation of the pure n-alkane taking the
solid phase as an orthorhombic crystal,

dsi = and Hi = (3)

2
)~ii = - z (Ahsblm; - RT) (4)

where Z is the coordination number and has a value of
Z = 6 for orthorhombic crystals. The heats of sub-
limation, hgpim = hyap + hm + by, was calculated at
the melting temperature of the pure component. The
heat of vaporisation, h,,, was assessed using the
PERT?2 correlation of Morgan and Kobayashi [15].

The pair interaction energy between two non-iden-
tical molecules is given by

Aij = 2jj (5)
where j is the n-alkane with the shorter chain of the
pair ij.

The solid-liquid equilibrium model was, thus, a
purely predictive model that used in the calculation of

the phase behaviour nothing, but pure component
properties.

3.3. Solvent characterisation

The n-alkanes composition was obtained experi-
mentally from the GC analysis, but no information
was available about the composition of the balance of
the fluid. As discussed above an ideal liquid phase will
be assumed and thus no differentiation was made
between aliphatic and aromatic compounds in the
liquid phase. A single pseudo-compound will be used
to describe the liquid phase. Its concentration is given
by the concentration of non n-alkanes obtained from
the GC analysis. The choice of the pseudo-compound
is done by matching the average molecular weight of
the pseudo-solution used in the calculation with the
measured average molecular weight.

4. Results

The experimental precipitation curves obtained are
presented in Fig. 3a—e. The curves exhibited similar
shapes only shifted in temperature with differences
that are related to the total n-alkane content. For the
samples studied in this work the WATS nicely correlate
with the total n-alkane content as shown in Fig. 4.
Unfortunately, as has been shown before [16—18], this
sort of correlation cannot be generalised to fluids with
n-alkane distributions different than those used in the
development of the correlation, as the WAT is highly
dependent on the n-alkane distribution besides the
total content.

Some recent results for crude oils [19,20] show that
the total n-alkane content in waxy crude oils is related
to the average molecular weight of the fluid. For the
distillation cuts studied and other fuels from the
literature [6,16], it was found that there was no such
relation. The data in Table 1 clearly illustrates this.

The Fig. 3a—e also show the modelling results for
each of the studied samples. As can be seen the
predictions of the model agree very well with the
experimental precipitation curves. Even for very low
total n-alkane contents as for the cut from DUC oil,
which contains only 2.8 wt.% of n-alkanes, and a WAT
of 256 K, an excellent description of the experimental
data is obtained. Due to the low n-alkane content the
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Fig. 2. DSC measurements for distillation cuts from Brent (a); Oso Condensate (b); Troll (c); DUC (d); and Sahara Blend (e).
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Fig. 2. (Continued).

DSC measurement for this fluid is particularly difficult
due to the low intensity of the energy measured and
thus, a larger experimental error is associated with this
measurement. Generally it seems that the model
slightly underestimates the measured precipitation
curves. Since the DSC measurements are performed
with a heating rate that does not assure that the
equilibrium is attained in the sample, the temperatures
measured are slightly overestimated and this may
explain the deviations between the experimental data
and the model predictions. Other reason may reside in
the inadequacies of the baseline chosen. Model lim-
itations would also be another obvious explanation
given the huge simplifications made in what concerns
the sample composition. Nevertheless, and taking into

account all the simplifications used and assumptions
made, the model predictions and the experimental data
present a surprisingly good agreement. The proposed
model, using only the information from GC analysis,
can thus provide a quick and reliable estimate of the
low temperature behaviour of the fuel and could easily
be used to plan fuel blends to meet some given low
temperature specifications.

As suggested before for the distillation cuts studied
it would be possible to develop a correlation to predict
WATs from the total n-alkane content. Given the
similarity of the n-alkane distributions among the
studied samples, that appears to be completely inde-
pendent of the total n-alkane content, it would also be
possible, from the results presented, to propose an
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Fig. 3. Measured and predicted precipitation curves for distillation cuts from Brent (a); Oso Condensate (b); Troll (c); DUC (d); and Sahara

Blend (e).
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Fig. 3. (Continued).
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Fig. 4. Relation between total n-alkane content and wax appearance temperatures for the studied cuts.
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average n-alkane distribution for 230-375°C distilla-
tion cuts. Such a distribution is presented in Table 1.
By using the average distribution, only a measurement
of the total n-alkane content would be required to
apply the model to obtain a reliable estimate of the low
temperature behaviour of the fuel.

5. Conclusion

Distillation cuts from five crude oils commonly
used to fuel production, had their low temperature
behaviour studied. The composition of the samples
was analysed by GC and precipitation curves were
measured by DSC and predicted by a thermodynamic
model assuming ideal liquid phase and a solid phase
which non-ideality is described by the predictive
UNIQUAC model. It was shown that the model pro-
vides an accurate description of the experimental data
and can thus be used for a quick estimate of the low
temperature behaviour of a fuel or to plan fuel blends
to meet existing regulations.
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