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ABSTRACT: Aviation turbine fuel (jet fuel) must remain fluid enough for use at low
temperatures typically experienced during high-altitude flights. The viscosity−
temperature relationship of petroleum-derived jet fuel is described by the MacCoull
correlation in ASTM D341. The maximum kinematic viscosity of jet fuel at −20 °C is
regulated by specification, but for long-distance flights, viscosity of <12 mm2 s−1 at
−40 °C is important. For synthesized paraffinic kerosene (SPK) to be approved as a
synthetic jet fuel, compliance with these viscosity limits is imperative. A petroleum-
based kerosene and SPK from wax hydrocracking were distilled into narrow cut (5 °C
range) fractions, and for each narrow cut, density, viscosity, and refractive index values
were measured over the temperature range from +60 to −60 °C. The viscosity−
temperature dependences of the petroleum-derived and synthetic narrow cuts were
described with comparable accuracy (relative deviation <5%) by the MacCoull
correlation. Calculation of kinematic viscosity at −40 °C by extrapolating data measured
at ≥−20 °C underpredicted viscosity for >200 °C boiling kerosene cuts, with a maximum relative deviation of 6.6%. The freezing
point is another jet fuel property that is regulated by specification. Good agreement (±1.3 °C) was found between the end of the
melting endotherm obtained by differential scanning calorimetry (DSC) and the freezing point determined according to ASTM
D2386. Local maxima/minima in the freezing point of distillation cuts with increasing boiling point were observed and could be
related to the freezing point characteristics of the n-alkanes.

1. INTRODUCTION
The aviation turbine fuel (jet fuel) in aircraft operating at high
altitudes decreases in temperature over time as the wing tanks
are exposed to outside temperatures of around−60 °C.1 Aircraft
operating from airports at high latitudes may even be exposed to
low outside temperatures in winter on the ground during
refueling prior to takeoff, exacerbating fuel cooling. Flow
assurance of fuel during flight is imperative. For this reason,
the maximum freezing point specification of Jet A-1 is −47 °C.2
A special grade, Jet B, withmaximum freezing point specification
of −50 °C is used for extreme cold service.3
The viscosity of Jet A-1 is also regulated, with a maximum of

8.0 mm2 s−1 at −20 °C.2 The purpose of the low-temperature
viscosity specification in jet fuel is to ensure fuel pumpability at
low temperatures, but foremost, it is to ensure proper operation
of the auxiliary power unit in the aircraft. This unit must be able
to start under any ground or flight conditions, and the fuel in the
fuel line to this unit may approach−40 °C after a long flight. The
droplet size distribution and spray pattern in the auxiliary power
unit is sensitive to the viscosity, which degrades visibly at a
kinematic viscosity higher than 12 mm2 s−1 at −40 °C.1
At present, jet fuel viscosity at −40 °C is only regulated for

some semi-synthetic jet fuels, including those containing
synthesized paraffinic kerosene (SPK) derived from hydro-

processed esters and fatty acids (HEFA-SPK). It is not regulated
for petroleum-derived jet fuel and semi-synthetic jet fuels
containing synthesized paraffinic kerosene derived from
Fischer−Tropsch synthesis (FT-SPK), or the same containing
aromatics (FT-SPK/A).4 For those fuels, the −40 °C viscosity
threshold for reliable operation of the auxiliary power unit relies
on the assumption that the low-temperature viscosity can be
accurately predicted by extrapolation using MacCoull’s
viscosity−temperature equation recommended in ASTM
D341.5 For ease of reference, MacCoull’s equation is repeated
here as eq 1.
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where T is temperature (K) and υ is the kinematic viscosity at
temperature T (mm2 s−1).
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It is worthwhile pointing out that the temperature depend-
ence of viscosity of Jet A-1 (JP-8) and Jet B (JP-4) is slightly
different.3 In addition to this, there is variation in the actual
properties of on-specification Jet A-1 fuels.6 Within the diversity
of petroleum-derived jet fuels, the Boeing Fuel Laboratory
already pointed out examples of Jet A-1 that met the −20 °C
viscosity specification but that had a viscosity of >12 mm2 s−1 at
−40 °C.6 There are therefore examples of petroleum-derived jet
fuel where the change in viscosity at cold temperatures deviated
from the predicted relationship.
In the development of synthetic jet fuels, which are not

petroleum-derived, it was shown that for FT-SPK, the viscosity−
temperature relationship was equally described by eq 1.7 At the
same time, it is recognized that the value for the viscosity−
temperature slope, the regression constant B in eq 1, may not
have the same temperature dependence as that of petroleum-
derived jet fuels. The viscosity at −40 °C is therefore one of the
properties required for the prescreening of synthetic jet fuel
candidates.4,8,9 A limited number of investigations dealing with
synthetic jet fuel properties reported sufficient data to calculate
the temperature dependence of viscosity7,10−12 but few
experimentally measured viscosity values at <−20 °C.
The primary purpose of this investigation was to determine

the temperature-dependent viscosity of narrow distillation cuts
of distillates that could be used to formulate a conventional Jet A
(or A-1) and a synthetic paraffinic kerosene blendstock for
creating an alternative Jet A (or A-1) finished fuel as described in
ASTMD7566 Annex 1.4 To do so, a wax hydrocracking product
that is a proxy for an FT-SPK was fractionated in narrow boiling
cuts (5 °C boiling range), which included material in the
kerosene and the atmospheric gas oil range. Each boiling cut was
characterized in terms of temperature-dependent viscosity,
density, and refractive index. Specifically, the viscosity and
density were measured over the −60 to+60 °C range.
Additionally, the relationship between the onset of freezing
and the end of themelting endotherm determined by differential
scanning calorimetry (DSC), as well as the optically determined
freezing point, was investigated. For control purposes, the same
analyses were performed on petroleum-derived kerosene.

2. EXPERIMENTAL SECTION
2.1. Materials. Two materials were distilled for the determination

of the low-temperature properties of narrow distillation cuts, one
petroleum-based and one synthetic.
The petroleum-based material is a hydrotreated heavy naphtha and

kerosene cut with a boiling range of 110−270 °C (simulated distillation,
ASTM D716913) with an aromatic fraction of 19 wt %. It was obtained
from Husky Energy. Additional compositional information and a gas
chromatogram of the material are shown in Figure S1 and Table S1 in
the Supporting Information.
The synthetic distillate was the product of hydrocracking of a

paraffinic wax over a Pt/SiO2−Al2O3 catalyst at 2 MPa.14 The
composition of the parent paraffin wax is shown in Table S2 in the
Supporting Information. Most of the hydrocracked material comprises
linear and branched alkanes, but on account of the low operating
pressure, the hydrocracked product also contained some aromatics and
cycloalkanes. Chromatographic analysis of single cuts of the distillate in
the boiling range below 200 °C indicated an aromatic content of
1−3 wt % and a cycloalkane content of 5−10 wt %.14 Compositional
information and boiling point distribution of the parent wax and
hydrocracking product are available in ref 14.
2.2. Equipment and Procedure. For the preparation of

distillation cuts, a B/R instrument 18 CODS distillation system was
used. Distillation was carried out in batches of about 700 mL each, with
a reflux ratio of 20 at atmospheric pressure (around 93 kPa in

Edmonton, AB) up to a boiling point of 200 °C. The remaining heavier
material was distilled at an absolute pressure of 14 kPa with the same
reflux ratio.
For both materials, the distillation fraction boiling below 140 °C, the

naphtha fraction, was collected for material balance, but not considered
for analysis. Material boiling above 140 °C was separated into narrow
distillation cuts with a boiling point difference of 5 °C. For the
petroleum-based kerosene, materials with a boiling point above 255 °C
were discarded from analysis because the amount of material remaining
in the still was insufficient for further separation. The final cut collected
for the synthetic distillate had a boiling range of 320−325 °C.
The mass recovered in each distillation cut during the distillation of

the petroleum-based kerosene is reported, along with compositional
information, in the Supporting Information (Table S3). Similar data for
the preparation of the synthetic distillate cuts has been reported
before14 and is repeated in the Supporting Information (Table S4).
Both materials were distilled without discontinuities in the distillation
profile. The distillation cuts were stored in closed vials in a refrigerator
at −18 °C. Transfer of samples from vials to analysis equipment was
carried out rapidly to prevent volatilization. Cuts with boiling point
>260 °C were kept at room temperature until any crystals of frozen
material were dissolved before analysis.
2.3. Analyses. 2.3.1. Refractive Index. Refractive index measure-

ments were performed relative to air using the sodium D-line (589 nm)
with an Anton Paar Abbemat 200 refractometer. The refractive index
was determined at four temperatures, 20, 25, 40, and 60 °C, for all
distillation cuts.

2.3.2. Differential Scanning Calorimetry. The thermal behavior of
the distillation cuts at low temperatures was investigated via differential
scanning calorimetry (DSC). Between 8 and 20 mg of sample was
weighed into 40 μL aluminum crucibles with perforated lids on an
analytical balance (Mettler Toledo, model XS105). The crucibles were
transferred to an atmospheric pressure differential scanning calorimeter
(Mettler Toledo DSC 1). This equipment is a heat flow (disk)-type
calorimeter equipped with an FRS-5 sensor. An empty 40 μL aluminum
crucible with a perforated lid was used as the reference. The cell was
flushed, and a nitrogen atmosphere was maintained by a constant flow
of 40mLmin−1 nitrogen. The heat flowwas measured during cooling of
the samples from 25 °C at a rate of−2 °Cmin−1 to−70 °C, a hold time
of 5 min at −70 °C, and subsequent heat-up to 0 °C at a rate of
2 °C min−1. All analyses were corrected by subtraction of the signal
determined from a blank experiment (empty crucible).
To ensure proper operation, DSC analysis was carried out using the

above-mentioned method with n-nonane (>99%, Acros Organics) and
n-decane (99%, Alfa Aesar) before and after the analysis of the
distillation cuts. The end of the melting endotherm correlated within a
range of±0.5 °Cwith the literature-reported melting points of−54 and
−30 °C for n-nonane and n-decane, respectively.15 Then enthalpy of
fusion was determined from integration of the heat flow signal below
the freezing andmelting peaks in the calorigram. The enthalpy of fusion
(average of freezing and melting) was determined to be 191 J g−1 for n-
decane. The difference between the calculated enthalpy during melting
and freezing was lower than the difference of the average values to
literature-reported enthalpies, which was 5% relative.16

2.3.3. Determination of Viscosity and Density. Density and
viscosity were measured in an Anton Paar SVM 3001 Cold Properties
viscosimeter. The density was measured via a U-tube oscillator within
the instrument according to ASTM D4052.17 The viscosity was
measured in a Stabinger viscosimeter-type cell (ASTM D704218). The
temperature of the U-tube oscillator and the viscosity cell was
maintained via a Peltier element counter-cooled by a chiller. Density
and viscosity can be measured down to a minimum temperature of
−60 °C.
About 3 mL of sample was filled into the instrument after cleaning it

with toluene and drying with dry compressed air. The dynamic viscosity
and density were determined by starting at 60 °C. Viscosity and density
analyses were conducted after temperature stability within 0.005 °C for
90 s. Steady-state viscosity was recorded after viscosity measurements
were constant within a relative range of 0.07% for 60 s, and steady-state
density was recorded after the density measurements were constant
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within 0.0001 g cm−1 for 60 s. These constraints were added to ensure
that sample volatilization did not interfere with the results. The sample
was then cooled to the next determination temperature of 40 °C, where
density and viscosity were analogously determined. From 40 to 0 °C,
the density and viscosity were recorded in 10 °C steps with an
additional analysis at 15 °C. Analyses below 0 °C were carried out in
5 °C steps until the onset of freezing or−60 °C if freezing did not occur.
The instrument was calibrated by the manufacturer prior to the

analyses of the distillation cuts. After the analysis of the cuts, the
viscosity and density of two standards, a JF-1L low-temperature
viscosity standard (Paragon Scientific) and an S3 general viscosity
standard (Paragon Scientific), were determined. The relative deviation
from the nominal viscosity and density of the standards was below 1%.

2.3.4. Optical Determination of Freezing Point. The freezing point
was determined in the same instrument as viscosity and density (Anton
Paar SVM 3001 Cold Properties) but using a different measuring mode.
When a sample is introduced to the instrument, it fills a transparent
optical cell along with the density and viscosity cell. The intensity of
monochromatic parallel rays of light that pass through the cell is
measured, and the transmittance of transparent liquid samples is set to
100%. The sample is cooled until crystallization of sample molecules
leads to a drop in transmittance close to 0%. The temperature is
maintained for 5 min to achieve thermal and phase equilibration of the
sample. During subsequent heat-up, the instrument determines the
temperature at which 60% transmittance is restored. The freezing point
is then calculated by adding an offset of 4 °C to the temperature at 60%
transmittance. This offset was calibrated by the instrument
manufacturer to match the freezing point of reference samples with
known freezing points determined by ASTM D2386.19

2.3.5. High-Performance Liquid Chromatography (HPLC) for
Determination of Aromatics. The volume fraction of mono- and
diaromatic hydrocarbons was determined for the petroleum-based
kerosene cuts via HPLC using aWaters Alliance e2695 instrument. The
separation was carried out using a Waters Spherisorb NH2 column
(4.6 mm × 300 mm, 3 μm particle size) with n-heptane (HPLC grade,
Fisher) as the mobile phase. Calibration and analyses were carried out
following ASTM D6379.20

3. RESULTS
3.1. Refractive Index and Aromatic Content. The

refractive indices determined at 20, 25, 40, and 60 °C of all
distillation cuts of the petroleum-based kerosene and synthetic
distillate are summarized in Tables S5 and S6, respectively.
All samples show a decreasing linear correlation between the

refractive index and the temperature of measurement, as
indicated by the slope of the refractive index with respect to
temperature, dn/dT. The correlation coefficient (r2) of linear
regression of the refractive index with respect to temperature
was 0.999 or better for all measurements, providing an internal
consistency check on the measured data. The aromatic content
in the cuts of the petroleum-based kerosene was determined by
HPLC. The aromatic volume fractions are shown in Figure S2 in
the Supporting Information. The aromatic content in the
synthetic distillate was low.14

3.2. Density and Viscosity.Density and viscosity data were
recorded for all distillation cuts at various temperatures. The
results from density analysis for petroleum-based kerosene and
synthetic distillate cuts are summarized in Tables 1 and 2,
respectively. The observed increase in density with increasing
boiling point of cuts from both synthetic and petroleum-based
materials is expected, and it is in line with other studies analyzing
cuts of hydrocarbon materials.21−23

Over the temperature range measured, the relationship
between liquid density and temperature was linear, with a
correlation coefficient (r2) of 0.998 or better. The slope of the
liquid density index with respect to temperature, dρ/dT, for the

same distillation cut of the petroleum-based and synthetic
material was within 2% relative to each other. For the petroleum-
based kerosene, the values for dρ/dT increased from −0.78 to
−0.70 kg m−3 K−1 for the cuts in the range of 140−255 °C. For
the synthetic distillate, the values for dρ/dT increased from
−0.77 to −0.66 kg m−3 K−1 for the cuts in the range of
140−325 °C.
The dynamic viscosities at all analyzed temperatures are

shown in Table 3 for petroleum-based kerosene cuts and in
Table 4 for synthetic distillate cuts. Calculated kinematic
viscosities, shear rate, and shear stress for all distillation cuts are
shown in Tables S7 and S8 in the Supporting Information.
3.3. Solid−Liquid Phase Change Behavior. The solid−

liquid phase change behavior of each of the individual distillation
cuts was determined by DSC, as illustrated by a representative
calorigram shown in Figure 1.

Upon cool-down, the heat flux slowly increases, caused by
changes in heat capacity of the sample.24 The heat capacity was
not determined as part of this study. The freezing process can be
clearly identified by a peak representing the heat release during
crystallization. The beginning of the slope of this peak is marked
as the onset of freezing in Figure 1. After further cooling and
holding the temperature at −70 °C, melting of the sample is
indicated by a broader melting endotherm during heat-up. The
end of the melting endotherm represents the temperature at
which the final hydrocarbon crystals have dissolved in the
previously melted liquid part of the sample, and it is indicated in
Figure 1.
Both the onset of freezing and the end of the melting

endotherm were determined for all distillation cuts for which
freezing could be induced at −70 °C. They are summarized
together with the optically determined freezing points for the
petroleum-based kerosene and the synthetic distillate cuts in
Tables 5 and 6, respectively.
Additionally, the enthalpy of phase change during freezing

and the enthalpy of phase change during melting were calculated
by fitting a spline as the baseline and integrating the area of the
freezing and melting events. These values are reported in Tables
5 and 6. From triplicate analyses of the synthetic distillate cut
with a boiling range of 230−235 °C, the uncertainty of
determination for the enthalpy of phase change during freezing
and melting (repeatability) is estimated to be ±2 J g−1.

Figure 1. Illustrative calorigram showing the onset of freezing and the
end of the melting endotherm of a narrow distillation cut. Shown here is
the relevant part of the calorigram of the synthetic kerosene cut with a
boiling point of 230−235 °C.
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Compared to the measured value, this is a relative uncertainty
around 10−15%.

4. DISCUSSION
4.1. Temperature Dependence of Viscosity. As pointed

out in the Introduction, a kinematic viscosity of <12 mm2 s−1
needs to be ensured at−40 °C for jet fuels, but jet fuel standards
such as ASTM D16552 and ASTM D75664 have specifications
for viscosity at −20 °C for petroleum-based and some semi-
synthetic jet fuels. The specification indirectly implies that if a
fuel fulfills the regulated viscosity of <8 mm2 s−1 at −20 °C, it is
fit-for-purpose, meaning that its viscosity will remain below
12 mm2 s−1 under in-flight conditions, which can include
temperatures down to −40 °C. This implies that the viscosity of
any jet fuel has the same temperature dependence. With the
introduction of synthetic fuels such as the various types of SPK,
it is important to confirm that the temperature dependence of
viscosity is really very similar or the same as for petroleum-based
fuels. This is of particular importance when these fuels are used
as fully synthetic fuels, i.e., without blending with a petroleum-
based material. The suggested kinematic viscosity−temperature
dependence for jet fuels is eq 1.5 The kinematic viscosity,
calculated from dynamic viscosity and density, is regulated in
ASTM D7566, not the dynamic viscosity.

4.1.1. Viscosity−Temperature Dependence of Narrow
Distillate Cuts. To determine whether SPK-type fuels produced
via hydrocracking follow the same viscosity−temperature
dependence, it was investigated whether eq 1 describes the
kinematic viscosity−temperature behavior for hydrocracking-
derived SPK-type fuels such as the synthetic distillate cuts with
the same accuracy as for petroleum-based kerosene cuts.
For both the petroleum-based kerosene cuts and the synthetic

distillate cuts and without any exceptions, the dynamic viscosity
decreases monotonically with increasing measurement temper-
ature (Tables 3 and 4).
The parameters for MacCoull’s equation (eq 1) were

determined for all cuts, using all recorded viscosity data to fit
the parameters. The kinematic viscosity was calculated for this

purpose (Tables S7 and S8). The kinematic viscosities predicted
from the equation using the determined parameters matched the
experimental data with a maximum relative deviation of 5.0% for
the petroleum-based kerosene cuts and 4.0% for the synthetic
distillate cuts, respectively (see Tables 7 and 8). The relationship
describes the viscosity−temperature behavior acceptably,
despite the broad temperature range for which the data was
collected and despite the viscosity data near the freezing point
being included in the data set. Close to the freezing point,
structural changes in the fluid can lead to an increase of the
viscosity with temperature that is steeper than the exponential
increase that is observed at higher temperatures.25 From the fact
that the deviation between predicted and experimental kine-
matic viscosity is lower for the synthetic kerosene cuts than for
the petroleum-based kerosene cuts, it can be concluded that the
viscosity−temperature behavior of the synthetic distillate is
similar to that of petroleum-based kerosene.
The values in Tables 7 and 8 only demonstrate that

MacCoull’s equation (eq 1) applies equally to petroleum and
synthetic narrow cuts. The value of this observation is that it
shows that the claim made by Moses and Roets7 for petroleum
and synthetic broad cut kerosene fractions also applies to the

Table 5. Characteristic Points in DSC Curves and Optically
Determined Freezing Point of Narrow Boiling Range
Distillation Cuts of Petroleum-Based Kerosenea

initial
boiling
point
(°C)

DSC
onset of
freezing
(°C)b

DSC end of
melting
endotherm
(°C)b

freezing point,
optical

determination
(°C)c

enthalpy of
phase change
during
freezing
(J g−1)

enthalpy of
phase change
during
melting
(J g−1)

200 −60.0 −46.1 −46 −9 12
205 −59.1 −44.2 −43 −14 14
210 −55.4 −40.7 −41 −11 14
215 −52.3 −38.2 −38 −22 20
220 −51.4 −40.1 −40 −22 22
225 −49.8 −42.7 −43 −18 18
230 −45.0 −37.4 −37 −20 23
235 −42.3 −35.5 −35 −25 26
240 −40.7 −29.8 −29 −27 28
245 −37.8 −24.6 −26 −29 30
250 −33.1 −21.2 −21 −33 32

aThe final boiling point is 5 °C above the initial boiling point; for
distillation cuts with an initial boiling point below 200 °C, and
freezing was not induced at −70 °C. bSee Figure 1. cOptical
determination of wax crystal dissolution (see the Section 2).
Reproducibility of the method is ±1.3 °C according to the instrument
manufacturer; therefore, the first decimal is omitted.

Table 6. Characteristic Points in DSC Curves and Optically
Determined Freezing Point of Narrow Boiling Range
Distillation Cuts of Synthetic Distillatea

initial
boiling
point
(°C)

DSC
onset of
freezing
(°C)b

DSC end of
melting
endotherm
(°C)b

freezing point,
optical

determination
(°C)c

enthalpy of
phase change
during
freezing
(J g−1)

enthalpy of
phase change
during
melting
(J g−1)

195 d −62.2 e c 9
200 −66.1 −56.0 −57 −7 11
205 −60.4 −47.5 −48 −10 11
210 −58.1 −43.2 −43 −9 13
215 −57.5 −41.3 −41 −15 15
220 −57.0 −41.0 −41 −14 15
225 −55.6 −46.5 −47 −19 20
230 −53.7 −42.7 −43 −17 19
235 −50.8 −39.1 −41 −16 19
240 −47.7 −37.2 −37 −17 19
245 −47.5 −30.8 −30 −21 22
250 −42.7 −25.6 −25 −20 21
255 −41.7 −25.4 −25 −18 20
260 −40.7 −31.2 −31 19 21
265 −35.7 −26.6 −27 −16 21
270 −34.1 −24.6 −25 −17 21
275 −33.2 −23.8 −23 −22 22
280 −31.2 −21.0 −20 −23 23
285 −29.3 −18.6 −18 −24 24
290 −26.9 −17.7 −17 −24 26
295 −25.7 −15.4 −15 −23 23
300 −22.8 −14.8 −15 −24 23
305 −21.9 −11.6 −11 −24 25
310 −16.3 −10.3 −10 −23 25
315 −16.4 −7.9 −7 −24 25
320 −11.9 −3.9 −4 −27 25

aThe final boiling point is 5 °C above the initial boiling point; for
samples with boiling point below 195 °C, freezing was not induced.
bSee Figure 1. cOptical determination of wax crystal dissolution (see
the Section 2). Reproducibility of the method is ±1.3 °C according to
the instrument manufacturer; therefore, the first decimal is omitted.
dFreezing induced during hold time at −70 °C. eCooling insufficient
to induce freezing.
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individual constituent narrow cuts in that boiling range. The
implication of the present work is that broadening or narrowing
the distillation range of synthesized paraffinic kerosene for use as
a jet fuel blending component will not affect the ability to
describe the viscosity−temperature in terms of ASTM D341.5

The numerical values of A and B in eq 1 as noted in Tables 7
and 8, despite their implied physical meaning, are sensitive to the
numerical regression. They do describe the shape of the
viscosity−temperature curve, but the three logarithmic
functions in the equation make it ill-advised to infer anything
based on the fitting parameters A and B.

4.1.2. Viscosity−Temperature Dependence ofWide-Boiling
Kerosenes and Jet Fuel. To gain additional confidence in the
generalization of the statement that petroleum and synthetic
kerosene fractions are similarly described by ASTM D341,5 as
claimed in ref 7, the evaluation was expanded to other viscosity−
temperature data sets. For reference, the parameters for
MacCoull’s equation have been determined for different
petroleum and synthetic kerosene fractions reported in the
literature (Table 9).6,10−12,26−32

The collected data in Table 9 is of data sets of varying
temperature ranges and numbers of points used for the
correlation. The correlation coefficient is used as a rough
indicator for the goodness-of-fit to MacCoull’s equation. The
correlation coefficient r2 for MacCoull’s viscosity−temperature
relationship for most data sets is >0.998. No systematic
difference in the goodness-of-fit was seen between petroleum-
derived and synthetic kerosene fractions. The synthetic kerosene
fractions included in Table 9 span a wide range of starting
materials and methods of preparation as outlined in the
appendixes of ASTMD7566.4 No evidence was found in Tables

7−9 to indicate that there was a difference in the applicability of
ASTM D3415 to kerosene fractions prepared specifically for use
as a jet fuel, irrespective of origin.

4.1.3. Estimation of Viscosity Using MacCoull’s Equation.
The application of MacCoull’s equation to predict the kinematic
viscosity of kerosene fractions at low-temperature conditions
from measurements performed at higher temperatures is
particularly useful because experimental data for viscosity at
cold temperatures is not always readily available.33 It was
repeatedly pointed out that low-temperature viscosity data is
critically important for kerosene intended for use as jet fuel.
Hence, it was of interest to determine how accurately the low-
temperature viscosity behavior could be estimated using
MacCoull’s equation, from data obtained at higher temper-
atures. By its very nature, this is an extrapolation, and the
concerns raised in Section 4.1.1 about the sensitivity of fitting
parameters A and B to the regression were central to this
concern.
Due to the limited availability of data for wide-boiling

kerosenes, the analysis was carried out with the narrow cuts of
petroleum-based kerosene and synthetic distillate (see Section
2.1). The parameters of all cuts for MacCoull’s equation were
determined using only data that was acquired at temperatures at
or above −20 °C. Then, the kinematic viscosity of the cuts at
−40 °C was estimated by extrapolating MacCoull’s equation
using the determined parameters. The estimated viscosities were
compared to the experimentally determined viscosities at
−40 °C. This represents a situation when viscosity is only
measured down to −20 °C, as is currently required by jet fuel
specifications, such as ASTM D16552 and several of the
synthetic kerosene types in the appendixes of ASTM D7566.4

Table 7. Petroleum-Based Kerosene Cuts: Parameters A and B from MacCoull’s Viscosity−Temperature Equation Used in
ASTM D341, Maximum Relative Deviation between the Kinematic Viscosity Predicted via ASTM D341 and Experimental Data
as well as r2 of the Correlation

initial boiling
point (°C)

minimum viscosity
determination temperature

(°C)

maximum viscosity
determination temperature

(°C) A B
maximum relative deviation between
predicted and experimental data (%) r2

140 −60 40 9.110 3.953 5.0 0.99858
145 −60 40 9.201 3.993 3.8 0.99919
150 −60 40 9.364 4.053 4.5 0.99888
155 −60 40 9.244 3.991 3.6 0.99917
160 −60 40 9.569 4.120 4.8 0.99895
165 −60 40 9.569 4.111 4.3 0.99920
170 −60 40 9.332 3.999 1.7 0.99983
175 −60 40 9.528 4.068 1.5 1.00000
180 −60 60 9.437 4.022 1.2 0.99994
185 −60 60 9.458 4.022 1.1 0.99994
190 −60 40 9.023 3.824 5.6 0.99964
195 −55 60 9.561 4.043 0.8 0.99995
200 −55a 60 9.623 4.059 1.4 0.99991
205 −55a 60 9.642 4.060 1.9 0.99985
210 −55a 60 9.672 4.064 2.5 0.99978
215 −50a 60 9.686 4.061 0.7 1.00000
220 −35 60 9.783 4.092 2.5 0.99998
225 −45a 60 9.997 4.170 3.8 0.99626
230 −40a 60 9.843 4.096 3.8 0.99995
235 −40a 60 9.911 4.118 4.0 0.99994
240 −30a 60 9.899 4.105 1.6 0.99999
245 −30a 60 9.943 4.114 1.9 0.99999
250 −30a 60 10.007 4.132 2.1 0.99998

aViscosity measurement at temperatures slightly below the optically determined freezing point is possible because the onset of freezing was not
reached at that temperature.
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To evaluate viscosity performance at temperatures <−20 °C,
which is of practical importance for safety, such lower-
temperature data needs to be estimated.
Generally, the prediction of viscosity with MacCoull’s

equation describes the viscosity−temperature behavior well.
However, with decreasing temperature, some deviation between
experimental and predicted kinematic viscosity can be observed
(see Figure S3 in the Supporting Information). The relative
difference between the predicted and the experimentally
determined kinematic viscosities at −40 °C is shown in Figure
2; the data set is presented in Tables S9 and S10 in the
Supporting Information. When data down to −20 °C is
available, the maximum difference between the estimated and
the measured kinematic viscosity at −40 °C is 6.6%. The
deviation is similar for the petroleum-based kerosene cuts as for
the synthetic distillate cuts. ASTM D341 does not specify any
uncertainty associated with estimating viscosities.5 The
reproducibility of the experimental determination of kinematic
viscosity for jet fuels at −40 °C is 2.1% according to ASTM
D7042.9 The extrapolation of MacCoull’s equation using
measured data down to only −20 °C for the prediction of

viscosity at−40 °C therefore exceeds the acceptable error based
on the uncertainty stated in ASTM D7042.
Figure 2 shows that there is an increasing bias toward

underestimation of the measured kinematic viscosity with
increasing boiling point, with few outliers. The freezing point
increases with increasing boiling point. It has been pointed out
that for many hydrocarbons near the freezing point, the
viscosity−temperature correlation does not follow an exponen-
tial decay but more complex relationships.25,34 This is due to the
increased packing density under these conditions. The onset
temperature and magnitude of this deviation are influenced by
the molecular structure.25,34

Figure 2 is based on a limited data set, and therefore, the
observation cannot be generalized to the use of eq 1 for other
materials. Nevertheless, Figure 2 shows that there is a risk of bias
involved when using eq 1 for the prediction of viscosity at
−40 °C by extrapolating data measured at ≥−20 °C. The
progression of the relative deviation versus boiling point is
similar for the synthetic and petroleum-based materials, further
substantiating that eq 1 describes the kinematic viscosity−

Table 8. Synthetic Distillate Cuts: Parameters A and B from MacCoull’s Kinematic Viscosity−Temperature Equation Used in
ASTM D341, Maximum Relative Deviation between the Kinematic Viscosity Predicted via ASTM D341 and Experimental Data
as well as r2 of the Correlation

initial boiling
point (°C)

minimum viscosity
determination temperature

(°C)

maximum viscosity
determination temperature

(°C) A B
maximum relative deviation between
predicted and experimental data (%) r2

140 −60 40 9.009 3.916 4.0 0.99868
145 −60 60 9.177 3.979 3.1 0.99904
150 −60 40 9.158 3.962 4.1 0.99930
155 −60 60 9.144 3.942 2.4 0.99968
160 −60 60 9.343 4.018 2.7 0.99964
165 −60 60 9.367 4.021 2.2 0.99970
170 −60 60 9.397 4.023 1.7 0.99977
175 −60 60 9.464 4.037 0.9 0.99990
180 −60 60 9.501 4.046 1.0 0.99990
185 −60 60 9.540 4.054 0.9 0.99994
190 −60 60 9.581 4.062 0.8 0.99997
195 −60 60 9.619 4.070 0.8 0.99998
200 −50 60 9.478 3.999 0.8 0.99996
205 −50a 60 9.650 4.070 1.1 0.99997
210 −50a 60 9.552 4.019 0.8 0.99996
215 −50a 60 9.735 4.090 1.5 0.99993
220 −50a 60 9.776 4.099 2.1 0.99991
225 −50a 60 9.789 4.096 1.9 0.99988
230 −50a 60 9.826 4.102 2.0 0.99989
235 −45a 60 9.836 4.098 2.4 0.99983
240 −45a 60 9.856 4.098 2.5 0.99984
245 −40a 60 9.858 4.092 2.8 0.99968
250 −35a 60 9.841 4.076 1.2 0.99995
255 −35a 60 9.851 4.073 1.2 0.99996
260 −35a 60 9.858 4.069 1.1 0.99997
265 −35a 60 9.848 4.059 1.1 0.99997
270 −30a 60 9.825 4.043 1.1 0.99996
275 −30a 60 9.818 4.035 1.1 0.99997
280 −25a 60 9.809 4.023 0.8 0.99998
285 −25a 60 9.789 4.009 0.8 0.99998
290 −25a 60 9.785 4.001 0.7 0.99998
295 −20a 60 9.756 3.982 0.8 0.99997
300 −20a 60 9.750 3.975 0.7 0.99998

aViscosity measurement at temperatures slightly below the measured optically determined freezing point is possible because the onset of freezing
was not reached at that temperature.
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Table 9. Parameters A, B, and the Correlation Coefficient for the Kinematic Viscosity Estimation According to ASTM D341
for Petroleum-Based and Synthetic Kerosenesa

fuel type comment fuel type/origin ref

minimum viscosity
determination temperature

(°C)

maximum viscosity
determination temperature

(°C)

number of
viscosity
datapoints A B r2

Jet A USA 6 −40 20 3 9.562 4.047 0.99975
Jet A USA 6 −40 20 3 9.340 3.928 0.99996
Jet A USA 6 −40 20 3 9.561 4.030 0.99999
Jet A USA 6 −40 20 3 9.465 3.974 0.99855
Jet A USA 6 −40 20 3 9.438 3.956 0.99948
Jet A USA 6 −40 20 3 9.447 3.992 0.99977
Jet A USA 6 −40 20 3 9.620 4.048 0.99965
Jet A USA 6 −40 20 3 9.489 4.009 0.99966
Jet A USA 6 −40 20 3 9.468 3.993 0.99990
Jet A USA 6 −40 20 3 9.258 3.908 0.99994
Jet A USA 6 −40 20 3 8.885 3.754 0.99680
Jet A USA 6 −40 20 3 8.892 3.761 0.99589
Jet A Canada 6 −40 20 3 8.714 3.703 0.99925
Jet Ab reference jet fuel, POSF 10325 28 −40 100 4 9.893 4.186 0.98140
Jet A Jet A 3602 12 20 100 17 8.918 3.770 0.99976
Jet A Jet A 3638 12 20 100 17 8.798 3.741 0.99988
Jet A Jet A 4658 12 20 100 17 8.973 3.790 0.99978
Jet A-1 Canada 6 −40 20 3 9.138 3.881 0.99757
Jet A-1 Canada 6 −40 20 3 9.371 3.948 0.99837
Jet A-1 Canada 6 −40 20 3 9.235 3.899 0.99952
Jet A-1 Canada 6 −40 20 3 8.869 3.744 0.99911
Jet A-1 Canada 6 −40 20 3 9.370 3.941 0.99773
Jet A-1 Canada 6 −40 20 3 8.821 3.738 0.99971
Jet A-1 Latin America 6 −40 20 3 8.412 3.565 0.99999
Jet A-1 Europe 6 −40 20 3 9.349 3.968 0.99990
Jet A-1 Europe 6 −40 20 3 8.948 3.806 0.99945
Jet A-1 Europe 6 −40 20 3 10.115 4.288 0.99966
Jet A-1 Europe 6 −40 20 3 9.103 3.877 0.99977
Jet A-1 Europe 6 −40 20 3 8.884 3.780 0.99968
Jet A-1 Europe 6 −40 20 3 9.348 3.977 0.99968
Jet A-1 Europe 6 −40 20 3 9.545 4.057 1.00000
Jet A-1 Europe 6 −40 20 3 9.291 3.944 0.99977
Jet A-1 Europe 6 −40 20 3 9.229 3.918 0.99627
Jet A-1 Europe 6 −40 20 3 8.679 3.698 0.99727
Jet A-1 Europe 6 −40 20 3 8.891 3.774 1.00000
Jet A-1 Europe 6 −40 20 3 9.100 3.878 0.99865
Jet A-1 South Africa, semi-synthetic 6 −40 20 3 9.294 3.930 0.99961
Jet A-1 South Africa, fully synthetic 6 −40 20 3 9.326 3.929 0.99950
Jet A-1 Middle East 6 −40 20 3 9.704 4.121 0.99989
Jet A-1 Asia 6 −40 20 3 9.446 4.017 0.99981
Jet A-1 Asia 6 −40 20 3 9.409 4.003 0.99873
Jet A-1 Australia 6 −40 20 3 10.389 4.409 0.99988
Jet A-1 Asia 6 −40 20 3 9.318 3.956 0.99993
Jet A-1 Australia 6 −40 20 3 9.406 3.991 0.99997
Jet A-1 Australia 6 −40 20 3 9.048 3.868 0.99531
Jet A-1 27 −40 93 6 9.513 3.982 0.99965
JP-8 USA 6 −40 20 3 9.392 3.978 0.99956
JP-8 USA 6 −40 20 3 9.080 3.852 0.99870
JP-8 USA 6 −40 20 3 9.180 3.884 0.99920
JP-8 USA 6 −40 20 3 9.249 3.905 0.99843
JP-8 USA 6 −40 20 3 9.311 3.930 0.99920
JP-8 USA 6 −40 20 3 9.259 3.932 0.99999
JP-8 USA 6 −40 20 3 9.489 4.009 0.99966
JP-5 USA 6 −40 20 3 9.746 4.087 0.99975
JP-5 USA 6 −40 20 3 9.415 3.953 0.99884
JP-8 USA 6 −40 20 3 8.987 3.806 0.99739
JP-8 USA 6 −40 20 3 9.206 3.894 0.99985
JP-8 USA 6 −40 20 3 9.516 3.993 0.99994
JP-8b reference jet fuel, POSF 10264 28 −40 100 4 9.898 4.213 0.98362
JP-5b reference jet fuel. POSF 10289 28 −40 100 4 10.067 4.229 0.98273
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temperature relationship of synthetic and petroleum-based
materials with similar accuracy.
4.2. Viscosity−Boiling Point Dependence. The dynamic

and kinematic viscosities of both the petroleum-based kerosene
(Tables 3 and S7) and the synthetic distillate (Tables 4 and S8)
increase for cuts with increasing boiling point at all measured
temperatures. The progression of dynamic viscosity versus
boiling point plots (see Figure 3) is smooth and monotonical
and the shape is in line with observations for petroleum cuts,35,36

pure hydrocarbons,35 and other pure compounds.37 Figure 3
suggests that the boiling point and molar mass dependence of
the viscosity of SPK-type kerosenes derived from hydrocracking
is fundamentally the same as for petroleum-derived kerosenes.
A simple exponential fit (y = A·eBx) describes the dynamic

viscosity as a function of the molar mass (estimated via eq S2 in
the Supporting Information) for all but one distillation cut of
both synthetic and petroleum-based materials with a maximum
deviation of less than 6% (see Figure 3b). This indicates that
within each of the materials, the compound class composition
does not change drastically between cuts with different boiling
points, but the viscosity increase with boiling point is dominated
by molecular dimensions (molar mass).34

Table 9. continued

fuel type comment fuel type/origin ref

minimum viscosity
determination temperature

(°C)

maximum viscosity
determination temperature

(°C)

number of
viscosity
datapoints A B r2

JP-5b 29 −40 40 5 10.566 4.444 0.99320
JP-5 30 -20 60 4 9.614 4.049 0.99996
semi-synthetic
jet fuelb

50% Sasol GTL2, 50% Jet A 11 −40 40 3 9.414 3.963 0.99997

semi-synthetic
jet fuelb

50% Syntroleum S-8, 50% JP-8 11 −40 40 3 9.548 4.033 0.99919

semi-synthetic
jet fuelb

50% Sasol IPK, 50% Jet A-1 11 −40 -20 2 8.846 3.747 1.00000

semi-synthetic
jet fuelb

50% Sasol GTL 1, 50% Jet A 11 −40 40 3 9.199 3.924 0.99987

semi-synthetic
jet fuelb

10% SIP, 90% JP-5 29 −40 40 4 10.320 4.334 0.99483

semi-synthetic
jet fuelb

50% HEFA-SPK, 50% JP-5 29 −40 40 5 10.383 4.365 0.99485

semi-synthetic
jet fuel

50% Syntroleum S-8, 50% Jet A 31 −40 100 36 9.371 3.947 0.99486

test fuelb 84% C14 isoparaffins, 16% 1,3,5-
trimethylbenzene, POSF 12223

26 −40 25 3 9.820 4.131 0.99962

test fuelb 64% JP-5, 36% farnesane, POSF
12341

26 −20 25 3 9.792 4.086 0.99844

test fuelb 60% Sasol IPK, 40% Gevo alcohol
to jet fuel, POSF 12344

26 −20 25 3 8.990 3.818 0.99897

test fuelb 74% C10 isoparaffins, 16% 1,3,5-
trimethylbenzene, POSF 12345

26 −20 25 3 10.593 4.558 0.99746

fully synthetic
keroseneb

Gevo alcohol to jet fuel, POSF
11498

26 −40 40 4 8.894 3.750 0.99981

fully synthetic
kerosene

FT-BUFF “JP-8” 10 −20 40 3 11.093 4.716 0.99646

fully synthetic
kerosene

Syntroleum S-8 12 20 100 17 8.835 3.748 0.99966

fully synthetic
kerosene

shell GTL 12 20 100 17 8.611 3.715 0.99989

fully synthetic
kerosene

Sasol IPK (coal based) 12 20 100 17 8.840 3.773 0.99979

fully synthetic
kerosene

cellular synthetic kerosene (isopre-
noids from fermentation)

12 20 100 17 8.699 3.742 0.99996

fully synthetic
kerosene

HEFA-SPK (camelina oil) 12 20 100 17 8.700 3.719 0.99966

fully synthetic
kerosene

HEFA-SPK (castor oil) 12 20 100 17 9.031 3.817 0.99973

aThe parameters are calculated from the original data given in the reference; the maximum and minimum temperatures and the number of data
points used for the regression of A and B are shown. bViscosity data was extracted from a figure because numerical data was not available.

Figure 2. Relative difference between the kinematic viscosity measured
at−40 °C and estimated from viscosity data above−20 °C using eq 1 as
a function of the initial boiling point of the petroleum-based kerosene
cuts and the synthetic distillate cuts. The final boiling point was 5 °C
above the initial boiling point. Positive differences indicate an
overestimation of the viscosity by eq 1, whereas negative values
indicate an underestimation. The full data set is presented in Tables S9
and S10 in the Supporting Information.
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The impact of the molecular structure is apparent when
comparing the viscosity of the synthetic distillate and petroleum-
based kerosene cuts of the same molar mass. The higher
viscosity of the petroleum-based kerosene is likely caused by the
higher content of cyclic hydrocarbons such as aromatics (see
Figure S2) and cycloalkanes. These molecules typically exhibit
higher viscosities than n- and iso-alkanes with similar or the same
molar mass or boiling point.25,38−40 N- and iso-alkanes are the
predominant compound class of the synthetic distillate.14

For blending of fuel products such as jet fuel, the cut points
determine the viscosity of the fuel. When comparing both tested
materials, the increase in viscosity with boiling point is larger for
the petroleum-based kerosene than for the synthetic distillate
(see Figure 3). This implies that for the same boiling cut range,
the petroleum-based kerosene is more likely to exceed viscosity
specifications than the synthetic distillate. This is left as an
empirical observation, and there is not enough evidence to
generalize this finding to other materials than the ones
investigated in this study.
4.3. Refractive Index and Density. The density and

refractive index are shown together (Figure 4) because they are
both parameters affecting the molar refractivity (eq S1 in the
Supporting Information). Molar refractivity is a sum of the bond
refraction values and therefore a measure of composition.20,41

With the same compound class composition, one would
anticipate the refractive index and density to change in tandem,
following a nonlinear relationship that is defined by eq S1. The
calculated molar refractivity (see Tables S5 and S6) increases
linearly with the estimated molar mass of the fractions of both
materials with correlation coefficients higher than 0.999 for both
materials. This indicates that there was little compound class
variability over the boiling range. This corroborates the
observation in Section 4.2 that the increase of viscosity at a
constant temperature with increasing boiling point (Figure 3)
was mainly determined by the molecular dimensions and less by
compound class compositional changes.
The relation between density and temperature for each cut is

linear (see Section 3.2). New synthetic fuel candidates must
show such a linear relationship as part of the fit-for-purpose
investigation in ASTMD4054.9 For both materials, the increase
in density with boiling point is not linear but exhibits changes in
the slope (Figure 4). A similar behavior is apparent for the
synthetic distillate cuts. The nonlinearities observed for both
materials have also been reported for crude oil distillation

fractions with broader boiling ranges as well as hydrocarbon
condensate cuts.21,23,42,43

For the petroleum distillate, the nonlinearities of density
versus boiling point in the ranges 150−180 and 210−225 °C
coincide with the local minima in the aromatic volume fraction
as a function of the boiling point (see Figure S2). The trend is
consistent with the higher density of aromatics compared to
alkanes.44 Despite the changes in the volume fraction of
aromatics, which represent compound class compositional
changes, the dynamic viscosity increased with molar mass
without nonlinearities (see Figure 3b). Hence, with an increase

in the boiling range of one type of material, the impact of
molecular dimension (molar mass) on viscosity was much more
pronounced than compound class compositional changes. The
density, on the other hand, was affected by both changes in the
molar mass and compound class compositional changes
between different cuts of petroleum kerosene. For the synthetic
distillate that was a product of wax hydrocracking, a similar
HPLC analysis was not carried out in this study, as the aromatic
mass fraction is very low.14

4.4. Solid−Liquid Phase Change Behavior. The solid−
liquid phase change behavior was investigated using two
techniques, via DSC and via optical determination. From the
recorded DSC curves, two characteristic temperatures, the onset

Figure 3.Dynamic viscosity at−20 °Cof the petroleum-based kerosene cuts and the synthetic distillate cuts as a function of the initial boiling point (a)
and the molar mass estimated by eq S2 in the Supporting Information (b). (b) uses a logarithmic scaling on the ordinate. All fits are the best fits of
equations of the form y = A·eBx.

Figure 4.Density at 20 °C (filled symbols) and refractive index at 20 °C
(nonfilled symbols) as a function of the initial boiling point for
petroleum-based kerosene (circle) and the synthetic distillate
(triangle). The final boiling point for all distillation cuts is 5 °C
above the initial boiling point. The data is repeated fromTables 1, 2, S5,
and S6, for visualization.
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of freezing and the end of the melting endotherm, were obtained
(see Figure 1).

4.4.1. Temperature of Phase Transition. When comparing
the results obtained from optical determination with the
characteristic temperatures from DSC analysis (see Figure 5
and Table 6), the end of the melting endotherm is equal to the
optically determined freezing point within the reproducibility of
the optical determination (±1.3 °C).

The optically determined freezing represents the freezing
point determined via ASTM D2386 because it was calibrated
using samples characterized via ASTM D2386 and the analysis
method is similar to that described in ASTM D2386.19 As the
temperature at the end of the melting endotherm determined via
DSC is equivalent to the optically determined freezing point for
all analyzed distillation cuts, it can be concluded that the ASTM
D2386 freezing point of such materials can be equally
determined via DSC analysis.
A similar observation has been made in the literature for the

determination of the freezing point of (wide-boiling) jet and
diesel fuels and model hydrocarbon mixtures.45,46 This is
confirmed in our work by the good agreement between the
ASTM D2386 freezing point and the end of the melting
endotherm during DSC analysis.
The end of the melting endotherm was not affected

significantly by the heating rate. This was tested only for n-
decane and the synthetic distillate cut with a boiling range of
230−235 °C. The end of the melting endotherm was within
±0.5 °C for both samples at heating rates of 2 and 10 °C min−1,
respectively. This is in line with literature observations.45,47

The onset of freezing for any sample as extracted from the
DSC curves is significantly lower than the end of the melting
endotherm (Figure 1). The temperature difference (super-
cooling) ranges between 6.0 and 18.2 °C, respectively (see
Tables 5 and 6). A similar degree of supercooling has been
observed in the literature for the analysis of wide-boiling fuels.45

Both the synthetic distillate and the petroleum-based kerosene
exhibited supercooling. Kinetic effects related to nucleation have
been linked to a shift in the onset of freezing with a change in the
cooling rate of the DSC analysis.47,48 In this study, only the

230−235 °C cut of the synthetic distillate was analyzed using
two different cooling rates, namely, −2 and −10 °C min−1. The
higher cooling rate led to a decrease in the measured onset of
freezing by 4 °C.
Of practical significance is that the onset of freezing did not

correlate with the ASTM D2386 freezing point and that it
changed with experimental conditions. Therefore, the onset of
freezing from DSC analysis should not be used to draw
conclusions about the ASTMD2386 freezing point, and only the
end of themelting endotherm fromDSC analysis can be used for
this purpose.

4.4.2. Enthalpy of Phase Change versus Boiling Point.
Generally, both the petroleum-based kerosene and the synthetic
distillate exhibit an increasing trend of the onset of freezing, end
of the melting endotherm, and the optically determined freezing
point with increasing boiling point (see Tables 5 and 6). Also,
there is a tendency for an increase in the phase change enthalpy
with boiling point.
There are two parts to this observation. The first part has to do

with the amount of material that participates in the phase
change. The molar mass increases with increasing boiling point
and therefore the amount of material that crystallizes at −70 °C
is likely to increase for higher boiling fractions. Hence, the
enthalpy of the phase change does not represent the enthalpy of
freezing of the whole sample but the enthalpy of crystallization
of a fraction of the sample that solidified during when cooling to
−70 °C. A lower value for the enthalpy of phase change during
freezing than the enthalpy of phase change duringmelting would
indicate that freezing was incomplete during dynamic cooling
and that additional freezing took place during the isothermal
period at −70 °C. Further supercooling to lower temperatures
might lead to a higher fraction of the sample crystallizing;
therefore, the data does not represent a heat of fusion as defined
for a pure material.
The second part has to do with the enthalpy of phase change

of the material involved in the phase change. The enthalpy of
phase change is related to the entropy change; it is sensitive to
structure, which is a topic discussed extensively by Bondi.49 It
has been suggested that the amount of crystallized paraffins can
be calculated from the phase change enthalpies in lubrication
oils50 and diesel fuels.51 Given the low repeatability of the
analysis for the kerosene cuts (±2 J g−1), such analysis is not
carried out in the present work. The increased phase change
enthalpy with boiling point of the cut is left as an empirical
observation.

4.4.3. Temperature of Phase Change versus Boiling Point.
The onset of freezing increases with the boiling point for both
materials. However, for the synthetic distillate, there are two
distinct boiling ranges in which the progression of the end of the
melting endotherm (or the optically determined freezing point)
versus the boiling point exhibits local maxima (see Figure 5).
The cut with an initial boiling point of 205 °C exhibits the same
end of the melting endotherm as the cut with the initial boiling
point 225 °C, and the cuts between these indicated cuts exhibit a
higher end of melting isotherms (see Figure 5). This behavior
repeats in the boiling range of 240−265 °C. A similar behavior in
the boiling range of 205−225 °C was observed also for the
petroleum-based kerosene material (see Table 5).
It has been stated that the melting point (equal to ASTM

D2386 freezing point or the end of the DSC melting
endotherm) of jet fuels is determined by the highest boiling n-
alkane present in significant concentrations (above about
0.5 wt %).45,52 The melting point versus boiling point plot of

Figure 5. Onset of freezing and end of the melting endotherm in DSC
analyses (filled symbols) and the optically determined freezing point
(nonfilled symbols) of the synthetic distillate cuts as a function of their
initial boiling point. The final boiling point is 5 °C above the initial
boiling point. The data is repeated from Table 6 for visualization.
Literature-reported52 melting points of n-alkanes are shown for
reference.
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n-alkanes shows a “zigzag” behavior (see Figure 5).53 Uneven-
numbered n-alkanes show a lower melting point than expected
from interpolation between the melting points of even-
numbered n-alkanes or vice versa. This has been explained by
a less dense packing of uneven-numbered n-alkanes compared to
even-numbered n-alkanes,54 which lowers the volumetric
expansion during melting and thus reduces the melting entropy
and enthalpy.49

The local maxima at the end of the melting endotherm versus
boiling point plot of the synthetic distillate shown in Figure 5
coincide with the boiling point of the even-numbered n-alkanes
n-dodecane and n-tetradecane, which also show higher melting
point temperatures than their uneven-numbered neighbors.
This is an indication that a particularly high concentration of
these molecules in the boiling ranges of 210−225 and 250−
260 °C is responsible for the unexpectedly high melting points.
There is no such behavior around the boiling point of n-

hexadecane. However, the sample was obtained from hydro-
cracking and it is known that the degree of isomerization
increases with carbon number during hydrocracking.55 There-
fore, a lower mass fraction of n-alkanes is expected in the boiling
range of n-hexadecane.
Due to the complexity associated with connecting the freezing

temperature and the molecular structure, the local maxima of
freezing points with increasing boiling point are left as an
observation. Nevertheless, for blending of wide-cut fuels, which
are mixtures of cuts such as the ones discussed in this paper, this
observation is pertinent.

5. CONCLUSIONS
The goal of this study was to identify whether the viscosity−
temperature dependency and the predicted low-temperature
viscosity of synthesized paraffinic kerosenes and petroleum-
derived kerosenes were comparable. For this purpose, the
temperature-dependent properties of narrow cut distillation
fractions of a synthetic distillate (from wax hydrocracking) and
petroleum-based kerosene were experimentally determined over
the measurement temperature range +60 to −60 °C. The
following conclusions were drawn.
(a) The viscosity−temperature dependence of the synthe-

sized paraffinic kerosenes and petroleum-derived kero-
sene narrow cuts was described byMacCoull’s equation in
ASTM D341 with comparable accuracy (relative
deviation <5%).

(b) Using a combination of the present work and the
literature, it was indicated that broadening or narrowing
the distillation range of synthesized paraffinic kerosene
did not affect adherence to the viscosity−temperature
relationship described in ASTM D341.

(c) When the viscosity−temperature relationship in ASTM
D341 is employed for the prediction of the kinematic
viscosity at −40 °C by extrapolating data measured at
≥−20 °C, the maximum difference between estimated
and measured viscosity at −40 °C was 6.6% in all cuts
analyzed in this study. This difference is higher than the
experimental reproducibility of the kinematic viscosity
following ASTM D7042, which is 2.1%. In addition,
extrapolation has a risk of bias. For heavier kerosene cuts
(>200 °C boiling), the extrapolation underpredicts the
−40 °C viscosity.

(d) For both synthetic and petroleum-derived narrow cuts,
cut-to-cut changes in viscosity appear to be determined by

the increase in average molar mass rather than compound
class compositional changes.

(e) Good agreement was found between the end of the
melting endotherm obtained by differential scanning
calorimetry (DSC) and the freezing point determined
according to ASTM D2386 within the reproducibility of
the optical determination (±1.3 °C).

(f) The freezing point of narrow distillation cuts exhibits local
maxima and minima when plotted against the boiling
point of the distillation cuts. These changes appear to be
related to the freezing point characteristics of the n-
alkanes in the distillation cuts.
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