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ABSTRACT: The Kohat sub-basin is one of the main hydro-
carbon-producing sedimentary basins located in the northwest
extension of the Indus Basin in Pakistan. It contains numerous
proven and potential petroleum from the Cambrian to the
Miocene. Conventional petroleum resources have been depleting
rapidly over the last couple of years. Therefore, unconventional
resources should be explored using a variety of geochemical and
geophysical techniques to address the energy demands. Geo-
chemical techniques, including total organic carbon (TOC)
assessment, Rock-Eval pyrolysis, organic petrography, and
biomarker studies, are essential for evaluating the potential of
shale gas reservoirs to delineate future prospects in a basin. The source rock potential of the Paleocene rocks, including the Patala,
Lockhart, and Hangu formations of the sub-basin, is evaluated using geochemical analyses on well cuttings from the Tolanj-01 well.
The analyses include estimation of total organic carbon (TOC), Rock-Eval pyrolysis, and organic petrography (vitrinite reflectance)
to evaluate the organic richness, thermal maturity, kerogen type, hydrocarbon type, and environment of deposition. Other
techniques for extractable organic matter (EOM) include solid−liquid chromatographic separation of fractions, gas chromatography
(GC-FID)/whole oil chromatography, and gas chromatography−mass spectrometry (GC-MS). The organic matter (TOC, wt %)
analysis reveals that 18 (18) samples of the Hangu formation (0.08−1.8 wt %) show poor values, 12 (12) samples of the Lockhart
formation (0.05−0.5 wt %) have poor to fair content, and 26 (26) samples of the Patala formation have poor to fair (0.08−0.19 wt
%) TOC content. Rock-Eval pyrolysis studies including hydrogen index, oxygen index, Tmax, quantities of free hydrocarbons (S1, mg/
g), and hydrocarbons produced from pyrolysis (S2, mg/g) are determined for the well-cut samples (56) of the Paleocene rocks. The
hydrogen index values for the Hangu formation are lower than 200, and those for the Lockhart and Patala formations range between
100 and 250. A maceral analysis is also conducted on these samples, which reveal that the majority of the samples of the Paleocene
units present in the basin belong to kerogen types II/III. The thermal maturity of the Hangu and Lockhart formations falls in the
late-stage oil window, while that of the Patala formation falls in the peak to late oil window. The genetic potential (GP) for these
rock units is also determined based on S1 and S2 values, which reveals that it is generally poor except for a few samples of the Hangu
and Lockhart formations, which show fair GP values. For the organic petrography (vitrinite reflectance, R0), one sample from each
unit is selected, which shows that the Hangu, Lockhart, and Patala formations fall in the category of the mature oil window with their
R0 (%) values being 0.95, 0.89, and 0.82, respectively. The extracts (EOM) from these rock units are also analyzed to assess the
depositional settings, biological source input, biodegradation, thermal maturity, etc. The greater values of pristine to phytane (Pr/Ph
> 1) ratios for Hangu (1.33), Lockhart (1.23), and Patala (1.8) indicate an intermediate condition (suboxic), while a cross-plot of
Pr/n-C17−Ph/n-C18 shows that the organic matter is deposited in a transitional setting. The ratios between C19TCT/C19 TCT + C23
TCT and C24 TeCT/C24TeCT + C23TCT biological source inputs are mainly of marine origin. Similarly, the ternary diagram of
regular steranes (C27−C28−C29) shows a greater marine input. Lower values of the carbon preference index (CPI1) for Hangu
(0.95), Lockhart (0.91), and Patala (1.04) indicate higher thermal maturity of the Paleocene rocks. Similarly, the
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methylphenanthrene index (MPI-1) values, Moretane index, and Pr/n-C17 vs Ph/n-C18 plots also show higher thermal maturity for
these rock extracts.

1. INTRODUCTION
Products obtained from petroleum are primarily used as energy
sources. Technological advancements and increased demand for
fossil fuels have led to a growing trend in petroleum
exploration.1−3 Currently, the economy is heavily reliant on
the energy sector and the amount of energy that is utilized. The
success of global economy largely dependst on energy sources,
particularly electricity, and availability. A country’s economic
and political stability also hinges on the energy sector,
particularly the exploration and availability of hydrocarbons,
which are essential for development, prosperity, and nation
building.4−6

Energy demand is rapidly increasing, and is expected to grow
by 41% from 2012 to 2035.7 This demand is driven by factors,
such as population growth and the rapidly expanding
automotive industry. As energy demand continues to increase,
there is a growing demand for fossil fuels. However, the past few
years have seen a significant decrease in oil prices due to the
financial crisis and unstable world markets. Despite this,
continuous research is needed to explore fossil fuels in order
to meet the future needs for oil and natural gas.
Understanding the economic significance of the petroleum

system is crucial. This system involves accumulating, trans-
forming, and migrating organic matter into a reservoir over
sufficient geologic time and under proper burial depth and
temperature−pressure conditions. The economic viability of a
petroleum system depends on factors such as the quality,
quantity, and type of petroleum present.8−11 The search for oil
focuses on identifying porous and permeable formations,
commonly called source or reservoir rock. The first stage of
the exploration process involves geochemical evaluation of the
source rock. This evaluation provides valuable insights into the
organic matter, thermal maturity, age, environment of

deposition, kerogen type, and production potential of the
source rock.12−15

Pakistan has significant potential for hydrocarbons, and the
Kohat Basin has emerged as a profitable hydrocarbon-bearing
province in the country. This area has gained attention for oil
and gas exploitation due to the successful exploitation of oil and
gas reserves in the Potwar Plateau. The presence of diapiric
structures, oil seeps, and shale oil on the Kohat Plateau makes it
an attractive area for further investigation and exploitation. The
exploration of the Kohat Basin has been ongoing for several
decades, but the thick Siwalik formation has posed challenges to
the development of oil fields in the area. However, recent
discoveries such as the Nashpa and Mela fields have increased
Pakistan’s hydrocarbon reserves over the past 15 years. In the
early days of exploration, the focus was primarily on reservoir
properties, but now it has shifted toward source rocks and the
origin of hydrocarbons. Unfortunately, Pakistan lacks the
technology and resources needed to explore unconventional
reservoirs efficiently. This research could aid oil companies in
future exploration ventures involving unconventional reser-
voirs.13,16,17

In the past, most evaluations were done with the help of
surface geology, which is less reliable. However, with the
advancement of geophysics, seismic studies have helped
geologists to predict more about subsurface possibilities.
Recently, the importance of geochemistry has been understood
widely around the globe, as it helps in understanding and
exploring the origin of hydrocarbons and petroleum. Paleocene-
aged rocks are considered to be source rocks that have the
potential for generation in the Kohat Sub-Basin and Potwar Sub-
Basin.17 Previous research in the Kohat-Potwar Basin in North
Pakistan has identified numerous source rocks that have the
potential for hydrocarbons, including the Salt Range formation

Figure 1. Inset map showing the location of the study area, Kohat District, Pakistan, and the location of the Tolanj-01 well.
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(Precambrian), the Dandot, Sardhai, and Chidru formations
(Permian), and the Lockhart Limestone and Patala formations
(Paleocene).18−20 The total organic content (TOC) ranges
from 0.5 to less than 3.5%. Hydrocarbons are considered to be
generated from the source rocks with Types II and III kerogen.21

As per detailed geochemical analysis, the Patala formation in the
Kohat-Potwar Plateau has good shale gas potential.13 Previous
studies have shown that the Paleocene-aged source rocks in the
Kohat Sub-Basin have good to excellent hydrocarbon generation
potential, making it a promising target for exploration and
production activities.
Extensive research has been carried out on different aspects,

such as surface geology, biostratigraphy, sedimentology, hydro-
carbon prospect interpretation via petrophysical analysis,
seismic studies, and reservoir evaluation of Paleocene-aged
formations in the Kohat sub-basin.19 However, comparatively
limited research has been done on the source rock evaluation of
Paleocene-aged formations in the Kohat sub-basin. This
research focuses on determining the geochemical evaluation of
source rocks of Paleocene age in the Tolanj-01 well, Kushal Garh
Block, and Kohat sub-basin. This work will help to better
understand the source rocks in Tolanj-01 and improve the
knowledge of petroleum prospects for scientific and economic
interests.

2. LOCATIONOF THE STUDYAREAANDGEOLOGICAL
SETTING

The study area of the Tolanj-01 well is located in the Upper
Indus Basin, Kushal Garh Block, Kohat District, KPK, Pakistan.
The Tolanj-01 well lies approximately 150 km SW of Islamabad.
It is easily accessible through theM1 andM2motorways and the
N-80 Highway. It is about 20 km from the Dakhni Oil and Gas
Field in the southeast and 20 km from Shekhan-01 in the
Northwest. The latitude (33° 33′ 42″) and longitude
(71° 42′ 50″) of the study area and Tolanj-01 well are shown
in the location map (Figure 1).
The Tolanj-01 well was drilled by AMOCO (APEC) in 1991.

The Kohat area is bounded by the main boundary thrust (MBT)
to the North and by Trans Indus Ranges to the South. The
Kohat Plateau merges to the southwest with the Bannu Basin.
The eastern limit of the Kohat Plateau is marked by the River
Indus, which distinguishes it from the Potwar Plateau, and in the
west, the Kohat Plateau is restricted by the NNE-SSW-oriented
Kurram fault. The Kohat−Potwar Basin is present in northern
Pakistan, located between latitude 32° and 34° N and longitude
70° and 74° E. The Kohat area is bounded by the MBT to the
north and by Trans Indus Ranges to the south. The Kohat
Plateau merges southwest with the Bannu Basin. The River
Indus points to the Kohat plateau’s eastern limit, distinguishing
it from the Potwar plateau, and in the west, the Kohat plateau is
restricted by the NNE-SSW-oriented Kurram fault.
The surface and subsurface outcrops of the area below the

Lower Eocene appear less deformed and distorted than those of

Figure 2. Generalized stratigraphic column of the Kohat sub-basin (adopted from ref 17).
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the Eocene. The entire Kohat-Potwar region comprises
Imbricate Wrench Faults, which are steep in Kohat and gentle
in the Potwar region.22 This basin has rocks from the Eocene to

Pliocene age. Below the Paleocene, Mesozoic rocks are present.
The southern side comprises Miocene to Pliocene strata, which
are thrusting southward along with the direction of Bandarbarra

Table 1. Sample Description of the Target Well

depth
(ft) formation lithology

TOC
(wt %)

S1
(mg/g)

S2
(mg/g)

S3
(mg/g)

Tmax
(°C)

GP
(mg HC/g rock)

HI
(mg HC/g TOC)

OI
(mg CO2/g TOC)

PI
(S1/(S1 + S2)

4705 Patala Shale 0.28 0.08 0.22 0.05 450 0.3 79 1 0.27
4850 0.29 0.16 0.24 0.13 449 0.4 83 4 0.4
4905 0.38 0.14 0.35 0.12 451 0.49 92 5 0.29
5005 0.35 0.13 0.25 0.21 452 0.38 71 7 0.34
5110 0.23 0.07 0.15 0.12 449 0.22 65 3 0.32
5205 0.18 0.05 0.21 0.19 447 0.26 117 3 0.19
5305 0.41 0.13 0.35 0.29 450 0.48 85 12 0.27
5405 0.27 0.06 0.15 0.06 451 0.21 56 2 0.29
5535 0.22 0.07 0.15 0.12 446 0.22 68 3 0.32
5605 0.16 0.1 0.27 0.21 445 0.37 169 3 0.27
5705 0.11 0.11 0.25 0.06 366 0.36 227 1 0.31
5805 0.19 0.11 0.31 0.07 413 0.42 163 1 0.26
5905 0.2 0.13 0.29 0.07 358 0.42 145 1 0.31
6150 0.24 0.13 0.29 0.07 451 0.42 121 2 0.31
6300 0.76 0.1 0.13 0.3 455 0.23 17 23 0.43
6405 0.81 0.31 0.49 0.06 458 0.8 60 5 0.39
6505 0.76 0.31 0.42 0.18 457 0.73 55 14 0.42
6705 0.18 0.05 0.16 0.19 459 0.21 89 3 0.24
6815 0.15 0.05 0.15 0.21 455 0.2 100 3 0.25
7010 0.31 0.08 0.17 0.11 456 0.25 55 3 0.32
7305 0.14 0.08 0.19 0.19 455 0.27 136 3 0.3
7405 0.13 0.07 0.18 0.18 360 0.25 138 2 0.28
7605 0.18 0.05 0.15 0.21 336 0.2 83 4 0.25
7745 0.17 0.09 0.21 0.11 458 0.3 124 2 0.3
7850 0.13 0.13 0.27 0.12 413 0.4 208 2 0.33
7950 0.18 0.2 0.24 0.33 456 0.44 133 6 0.45
8015 Lockhart 0.29 0.19 0.24 0.33 460 0.43 83 10 0.44
8035 0.47 0.24 1.1 0.13 458 1.34 234 6 0.18
8150 0.27 0.19 0.25 0.74 419 0.44 93 20 0.43
8205 0.51 0.16 0.7 0.44 455 0.86 137 22 0.19
8230 0.47 0.07 0 0.21 461 0.07 0 10 1
8250 Limestone 0.37 0.05 0 0.16 416 0.05 0 6 1
8265 0.47 0.1 0.44 0.26 458 0.54 94 12 0.19
8280 0.43 0.05 0 0.29 416 0.05 0 12 1
8350 0.05 0.07 0.05 0.04 460 0.12 100 0 0.58
8326 0.47 0.08 0.01 0.32 339 0.09 2 15 0.89
8370 0.12 0.08 0.04 0.19 337 0.12 33 2 0.67
8390 0.68 0.12 0.51 0.27 450 0.63 75 18 0.19
8400 Hangu Shale 0.2 0.08 0.12 0.12 459 0.2 60 2 0.4
8420 0.75 0.13 0.39 0.63 456 0.52 52 47 0.25
8440 0.95 0 0 0 458 0 0 0 0
8460 1.2 0.07 0.44 0.03 455 0.51 37 4 0.14
8468 0.82 0.19 0.57 0.11 469 0.76 70 9 0.25
8472 1.56 0.27 1.09 0.15 473 1.36 70 23 0.2
8477 0.62 0.17 0.39 0.14 473 0.56 63 9 0.3
8490 0.76 0.16 0.17 0.15 458 0.33 22 11 0.48
8500 0.65 0.23 0.42 0.13 468 0.65 65 8 0.35
8515 1.65 0.06 0.32 0.24 468 0.38 19 40 0.16
8526 1.58 0.37 0.68 0.46 463 1.05 43 73 0.35
8540 0.76 0.29 0.08 0.11 467 0.37 11 8 0.78
8560 0.28 0.25 0.51 0.79 453 0.76 182 22 0.33
8584 4.49 0.9 4.06 0.08 465 4.96 90 36 0.18
8600 0.34 0.11 0.16 0.83 471 0.27 47 28 0.41
8620 1.86 0.02 0.43 0.05 470 0.45 23 9 0.04
8700 0.61 0.1 0.03 0.69 467 0.13 5 42 0.77
8750 0.08 0.12 0.08 1.43 410 0.2 100 11 0.6
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and Karak Thrust on BannuDepression; Pliocene to Pleistocene
sequences are present at the western side and the Potwar plateau
are present at the Eastern side. The southern side of the Kohat-
Potwar Basin, an area with sediment ranges from Paleozoic to
Recent, is relatively flattering with dips of monoclines in the
north direction.23

The burial record of the Kohat-Potwar fold and thrust belts
occurred in the Precambrian age by sediment deposition in the
Salt Range formation and Jhelum Group (Figure 2). Upper
Cambrian, Ordovician, Silurian, Devonian, or Carboniferous
strata are absent in this basin because of nondeposition and/or
erosion.24 A unit of rock generates oil and gas for commercial
accumulations. Common source rocks are shale and limestone.
Infra Cambrian Salt Range Formation displays good TOC and
very good hydrogen index (HI) values indicative of type II
organic matter, Organic-rich shales of Mianwali and carbonates
of Kingriali formations (Triassic), Datta formation (Jurassic)
and Chichali (Cretaceous) are considered as potential source
rocks in the area. The Patala shales (Paleocene) are a proven
source in the Upper Indus Basin. Maturity modeling suggests
that the Paleocene and older source rocks contain oils to
condense the maturity levels in the area. The main source
potential lies in the Datta (excellent TOC values, type II/III
kerogen), Chichali, and Lumshiwal formations, which have been
proven to yield in surrounding wells. In the eastern part of
Potwar, the Patala formation and Lockhart Limestone are
confirmed and demonstrated as source rocks for high-quality
oil.14,21

3. MATERIALS AND METHODS
Fifty-six (56) samples of well cuttings of Paleocene rock units
from the Tolanj-01 well were obtained to analyze the potential
source rock, organic matter maturity, and biomarker character-
ization (Table 1). Geochemical analysis was conducted at the
Hydrocarbon Development Institute of Pakistan (HDIP)
Laboratory. The techniques include assessment of total organic
carbon (TOC), Rock-Eval pyrolysis, organic petrography
(vitrinite reflectance), column chromatography, and gas

chromatography−mass spectrometry (GC−MS; Figure
3).25,26 The TOC (wt %) analysis and Rock-Eval pyrolysis
studies were performed on 18 (18) samples of the Hangu
formation, 12 (12) samples from the Lockhart formation, and 26
(26) samples from the Patala formation. An organic petrography
(vitrinite reflectance, R0) assessment was performed on a drill-
cutting sample of each Paleocene rock unit from the Tolanj-01
well.27 The biomarker analysis was conducted on three source
rock extracts (EOM) from drill cuttings of the Paleocene rock
units in total by taking one sample from each unit.
The CS-300 (LECO) analyzer and Rock-Eval pyrolysis-6

instruments were utilized to estimate the total organic carbon
content (TOC, wt %) and Rock-Eval parameters, respectively.28

Rock-Eval analysis includes the assessment of volatile hydro-
carbons at 300 °C (S1), remaining hydrocarbons after pyrolysis
of kerogen (S2), the amount of CO, CO2 generated by pyrolysis
(S3), temperature at peak evolution of S2 hydrocarbons (Tmax),
hydrogen index (HI = S2/TOC × 100), oxygen index (OI = S3/
TOC × 100), production index (PI = S1/S1 + S2), and genetic
potential (GP = S1 + S2).

29,30 Furthermore, these parameters
and plots were used to determine the source rock potential,
kerogen type, and thermal maturity of the Paleocene formations
from drill cuttings. Organic petrographic studies were
conducted on prepared pellets of samples from a single sample
of each Paleocene formation under white and blue light using a
Zeiss Axio microscope (Z1M). A Soxhlet extractor was used
further to extract bitumen (EOM) from the drill cuttings using
conventional dichloromethane/methanol solvents. The bitu-
men was fractionated into saturated, aromatic, nitrogen, sulfur,
and oxygen (NSO) compound fractions in a glass column filled
with silica slurry and alumina using column chromatography.
The chromatograms obtained from gas chromatography−mass
spectrometry (GC-MS) were used to conduct biomarker
analysis of the extracted organic matter from three drill cuttings
of Paleocene rock units present in the Tolanj-01 well. GC-MS
was mainly applied to identify steroids and terpenoids, which are
usually present in trace quantities. Different geochemical
parameters such as thermal maturity, origin of organic matter,

Figure 3. Methodology adopted for geochemical analysis.
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kerogen type, age, and environment of deposition were
determined from the resultant chromatograms.31

4. RESULTS
4.1. Organic Richness and Rock-Eval Pyrolysis. The

results of organic richness and Rock-Eval pyrolysis were

obtained for 56 (56) samples, including 18 (18) samples of
the Hangu formation, 12 (12) samples of the Lockhart
formation, and 26 (26) samples of the Patala formation
(Table 1). The estimated TOC values of Patala, Lockhart, and
Hangu formations fromwell cuttings lie in the ranges 0.11−0.81,
0.05−0.68, and 0.08−4.49 wt %, respectively. The TOC values
for shale samples of the Hangu formation fall in the category of

poor to good, while those for limestone samples of the Lockhart
formation belong to the poor to fair zone. In the shale samples
from Patala formation, the TOC values lie within the plot’s poor
to fair zone (Figure 4). The TOC values at present do not reflect
the original or total organic matter because over time and with
the increase in thermal maturity, kerogen is converted into
hydrocarbons, and the value of TOC decreases.
The Rock-Eval pyrolysis study reveals that S1, S2, S3, and Tmax

values for the shale cuttings of Patala formation ranged from
0.05 to 0.31 mg/g, 0.13 to 0.49 mg/g, 0.05 to 0.33 mg/g, and
336−459 °C, respectively. The results for the limestone cutting

Figure 4. TOC vs depth plot for Hangu, Lockhart, and Patala
formations.

Figure 5. HI vs TOC plot for the Hangu, Lockhart, and Patala
formations.

Figure 6. PI vs depth plot for the Hangu, Lockhart, and Patala
formations.

Figure 7.HI vs OI plot for the Hangu, Lockhart, and Patala formations.
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samples of the Lockhart formation show that S1, S2, S3, and Tmax
values range from 0.05 to 68 mg/g, 0.05 to 0.24 mg/g, 0−1 mg/
g, and 337−461 °C, respectively. On the other hand, shale
cuttings of the Hangu formation show S1, S2, S3, and Tmax in the
ranges 0−0.9 mg/g, 0−4.06 mg/g, 0−1.43 mg/g, and 410−473
°C, respectively. The values of hydrogen index (HI) and oxygen
index (OI) for the Patala and Lockhart formations are not too
high and range between 17−227 mg HC/g, 1−23 mg CO2/g,
0−234 mg HC/g, and 0−22 mg CO2/g, respectively. The
estimated average genetic potential (GP) for the studied
samples for the Patala, Lockhart, and Hangu formations are
0.36, 0.40, and 0.75 mg HC/g, while the average respective

production index (PI) values of these rock units are 0.31, 0.56,
and 0.33, respectively. The estimated geochemical parameters
were further utilized to obtain various plots (Figures 5−12) to
determine the source rock potential of the Paleocene units of the
basin. The plot between HI and TOC reveals that the organic
matter in both the Patala and Lockhart formations has a
potential to generate oil and gas, whereas the Hangu formation
has a potential for gas generation (Figure 5).32,33

Maturation stages were defined for the Paleocene units on the
basis of the PI−depth plot, which clearly indicates that the Patala
formation shows a peak stage of hydrocarbon generation. In
contrast, the other two rock units belong to the mature
hydrocarbon generation stage (Figure 6).

Figure 8. HI vs Tmax plot for the Hangu, Lockhart, and Patala
formations.

Figure 9. S2 vs TOC plot for the Hangu, Lockhart, and Patala
formations.

Figure 10. Tmax vs depth for the Hangu, Lockhart, and Patala
formations.

Figure 11. PI vs Tmax plot for all three formations.
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Several plots were constructed to delineate the kerogen type,
includingHI as a function of OI, HI vsTmax, and S2 vs TOC plots
(Figures 7−9).
The obtained plots show that all Paleocene formations fall

into the category of Type-III kerogen (gas-producing). The

thermal maturity of the Paleocene rocks was studied using plots
of Tmax vs depth and PI vs Tmax. The plot of Tmax vs depth
indicates that the Lockhart and Hangu formations are thermally
mature and fall into the category of the late oil window. At the
same time, the Patala formation bears a lower thermal maturity
and falls in the peak to the late oil window (Figure 10).
Similarly, the plot of PI vs Tmax also shows that the majority of

the values of the Paleocene units fall in the oil window category,
except for a few values that fall in the immature region and show
oil staining/contamination (Figure 11). The plot of the genetic
potential (GP) vs TOCwas also constructed to rank source rock
productivity. This indicates that all of the Paleocene formations
in the study area have poor genetic potential, except for a few
samples of Hangu and Lockhart formations (Figure 12).
4.2. Organic Petrography. The stage of catagenesis at the

onset of oil generation, also known as the oil window, is
represented by 0.6−1.3% R0. As the temperature increases, the
increase in thermal cracking forms the condensates (wet gas),
with R0 values of 1.3−2%. R0 values of 2−3% show the dry gas
phase, while values greater than 3% show that the source rock is
spent, has already produced all the hydrocarbons, and does not
possess enough hydrogen to produce further hydrocarbons.34

Vitrinite reflectance shows the transformation stage of the
organic matter and gives an idea of the type of hydrocarbon
formed (Figure 13). In the present study, one sample from the
drill cuttings of the Paleocene unit was used to perform organic
petrography. The polished particulate pellets prepared were
studied under white and blue light using a Z1M Zeiss
microscope. Vitrinite reflectance standards of 0.589, 0.907,
and 1.711% were used to calibrate the microscope. The
estimated values of vitrinite reflectance (R0) for these formations
are 0.82, 0.89, and 0.95% for the Patala, Hangu, and Lockhart
formations, respectively (Table 2).
All of these Paleocene units in the study area fall in the

category of the mature oil window, where values of vitrinite
reflectance for the Patala Formation are the least due to the
shallower depth of the formation compared to the rest of the
formations. These results are quite consistent with the results
obtained from Rock-Eval pyrolysis (Tmax), which also indicates
that Paleocene formations bear the potential to generate oil and
gas. This phase of thermal maturity corresponds to subsurface
temperature in the range of 90−150 °C and oil window.
4.3. Biomarkers Studies. Biomarkers are compounds

found in a variety of materials such as oil, rock units, soil
extracts, and recent sediments, which can be related to organic
molecules present in living organisms during that time.
Biomarkers such as terpenes, steranes, isoalkanes, and n-alkanes
dominate during the oil window phase of catagenesis, while their
concentrations are extremely low in condensate or wet gas. The
presence of these compounds is particularly useful for

Figure 12. GP vs TOC plot for the Hangu, Lockhart, and Patala
formations.

Figure 13. Vitrinite reflectance values show transformation into
hydrocarbon types with increasing thermal maturity (modified from ref
35).

Table 2. Vitrinite Reflectance Values of Well Cuttings from
Tolanj-01

formation no. of samples R0 (%)

Hangu formation 01 0.95
Lockhart formation 01 0.89
Patala formation 01 0.82

Table 3. Hydrocarbon Classes and Biomarkers Used for
Sample Analysis

biomarker
fragmentogram/mass/charge ion chromatograms

(m/z)

n-alkanes 57
pristane and phytane 183
aromatic hydrocarbons 178, 184, 192
tricyclic terpanes 191
hopanes 191
homohopanes 191
regular steranes 217, 218

ACS Omega http://pubs.acs.org/journal/acsodf Article

https://doi.org/10.1021/acsomega.3c09457
ACS Omega 2024, 9, 14123−14141

14130

https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig12&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig12&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig12&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig12&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig13&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig13&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig13&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig13&ref=pdf
http://pubs.acs.org/journal/acsodf?ref=pdf
https://doi.org/10.1021/acsomega.3c09457?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as


geoscientists to understand the depositional environment and
their biological involvement in hydrocarbon generation.30,36

Additionally, the stable molecular structure of these compounds
can be quite helpful in studying the input source of the organic

matter, biodegradation level, lithology of the source rock, effects
of changes in thermal maturity during catagenesis, etc.37,38 In the
present study, one sample from drill cuttings of each Paleocene
unit similar to Rock-Eval pyrolysis was selected to analyze

Figure 14. Chromatograms of saturated fractions of (A) Patala formation, (B) Lockhart Limestone, and (C) Hangu formation.
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biomarkers present in the rock extracts. The saturated and
aromatic hydrocarbons were analyzed by using GC-MS (Table
3).
4.3.1. Distribution of n-Alkanes and Isoprenoids. The

biomarker studies of the three (3) samples from Paleocene units
reveal that n-alkanes range between C13 and C33 (Figure 14).

The higher concentrations of short-chain alkanes compared to
longer-chain alkanes in the rock extracts of the Patala, Lockhart,
and Hangu formations are associated with the marine source
input.39 These short-chain alkanes are generally produced by
benthic algae, zooplankton, and phytoplankton, which are major
contributors to the origin of marine organicmaterial.40 Similarly,
the lower values of the terrigenous/aquatic ratio (TAR) for the
Patala (0.10), Lockhart (0.26), and Hangu (0.12) also indicate
the marine source in these formations.30,38,41 The carbon
preference index (CPI) is determined after dividing the sum of
the odd carbon number (C23−C29) by the sum of the even
number (C22−C30) alkanes. The CPI values for these formations
are 1.04, 0.91, and 0.95 respectively, which indicates that these
rocks bear a high thermal maturity (Table 4). Acyclic isoprenoid
compounds are present in the source rock extracts of the
Paleocene units (Figure 14). The isoprenoid compounds
include pristane (Pr) and phytane (Ph), which exist in all of
these extracts derived from the Paleocene rocks.36,37

Lower ratio values between Pr and Ph (Pr/Ph < 3) were
observed for the studied Patala, Lockhart, and Hangu formation
samples. The Pr/Ph values for the Paleocene rock were 1.8, 1.23,
and 1.33, respectively, which describe the type of organic matter

Table 4. Parameters Derived from n-Alkanes of Source Rock
Extractsa

parameter Patala Lockhart Hangu

TAR 0.10 0.26 0.12
CPI1 1.04 0.91 0.95
OEP1 1 0.92 0.95

aTerrigenous aquatic ratio (TAR): (nC27 + nC29 + nC31)/(nC15 +
nC17 + nC19); carbon preference Index (CPI1): 2(C23 + C25 +C27 +
C29)/C22 + 2(C24 + C26 + C28) + C30; Odd to even predominance
(OEP1): (C21 + 6C23 + C25)/(4C22 + 4C24).

Table 5. Parameters Derived from Isoprenoids of Source
Rock Extractsa

parameter Patala Lockhart Hangu

Pr/Ph 1.8 1.23 1.33
Pr/n-C17 0.44 0.64 0.50
Ph/n-C18 0.30 0.54 0.42

aPr: pristane; Ph: phytane; n-C17: C17 normal alkane, and n-C18: C18
normal alkane.

Figure 15. Plot of Pr/n-C17 vs Ph/n-C18 ratios for Hangu, Lockhart, and
Patala source rock extracts.

Table 6. Biomarker Parameters Derived from Terpanes by SIM-GC-MS Analysis50

parameters Patala Lockhart Hangu

C19/C19 + C23 triterpanes C23 present C23 present C23 present
C19 is almost absent C19 is almost absent C19 is almost absent

C29/H30 triterpanes 0.8 0.68 0.86
gammacerane/H30 0.09 0.05 0.09
M30/H30 0.25 nil 0.04
Ts/Ts + Tm 0.50 0.49 0.50
H32S/H32S + H32R 0.58 0.50 0.60
C19TCT/C19TCT + C23TCT 0.14 0.14 0.08
C24TeCT/C24TeCT + C23TCT 0.4 0.33 0.3
C22TCT/C21TCT 0.5 0.3 0.2
C24TCT/C23TCT 0.5 0.6 0.5
S/S + R HH32 0.58 0.5 0.6

Table 7. Biomarker Derived from Regular Steranesa

parameters Patala Lockhart Hangu

C27 (%) 35 25 29
C28 (%) 31 26 22
C29 (%) 34 51 50
C29ββ/(C29ββ + C29αα) 0.51 0.51 0.50
C29S/C29S + C29R 0.50 0.49 0.50
C28/C29 0.91 0.50 0.44
C29/C27 0.9 2.04 1.72

aPercentages of C27, C28, and C29.Steranes: C29ββ/(C29ββ + C29αα);
C29S/C29S + C29R, C28/C29, C29/C27.

Table 8. Geochemical Parameters Derived from Aromatic
Hydrocarbonsa

parameters Patala Lockhart Hangu

MPI-1 1.083 1.195 1.143
MPI-3 0.941 1.10 1.263
Rc% 1.049 1.117 1.085
MPR-1 2.02 2.35 2.66

aMethylphenanthrene index (MPI-1): 1.5 × (3MP + 2MP)/(P +
1MP + 9MP); methylphenanthrene index (MPI-3): (3 + 2MP)/
(1MP + 9MP); Rc%: 0.6 × MPI-1 + 0.4; MPR-1: 2MP/1MP.
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present and depositional settings (Table 5).42 These ratios,
which are considered to be better indicators of depositional
settings, reveal that the organic matter was deposited in a
suboxic environment. The plot between Pr/n-C17 and Ph/n-C18
ratios indicates that the Paleocene units fall in the category of
mixed organic matter source deposited in a transitional
depositional setting (Figure 15). Very little or negligible effects

of microbial activity (biodegradation) and variation of thermal
maturity were observed (Figure 16).

4.3.2. Distribution of Terpanes and Steranes. Different
ratios of tricyclic terpanes, tetracyclic terpanes, hopanes,
moretanes, gammacerane, oleanane, and homohopanes can
also be used to interpret the environment of deposition, source
input, lithology of the source for oil, thermal maturity, age of
organic matter, and oil−oil and oil-source correlation (Table 6).

Figure 16. Combined mass chromatograms ofm/z 178 + 192 showing phenanthrene (P) and methylphenanthrene (MP) in the aromatic fractions of
(A) Patala, (B) Lockhart, and (C) Hangu.
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The absence of C35 homohopanes in Hangu, Lockhart, and
Patala’s source rock extracts clearly indicates an oxic
depositional environment (Figure 17). Gammacerane is a

biomarker that is produced by protozoans living in freshwater
and is formed by tetrahymanol, which is a precursor and is
converted during diagenesis.43 This biomarker was identified in

Figure 17.Mass chromatograms of m/z 191 showing terpanes and hopene extracts: (A) Patala formation, (B) Lockhart Limestone, and (C) Hangu
formation.
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the rock extract samples of Paleocene units through the selective
ion monitoring method using the fragmentogram of m/z 191 in
GC-MS. The lower values of the gammacerance index (5−10%)
indicate a very hypersaline marine deposition (Table 6).44 The
lower values of C19 TCT/C19 TCT + C23 TCT ratio, and the
plot of C19TCT/C19TCT + C23TCT vs C24TeCT/C24TeCT +
C23TCT also indicate that the extracts belong to the category of
source derived from the marine input (Figure 18). Similarly, the
lower values of the C29/H30 ratio of the extracts from Patala
(0.8), Lockhart (0.68), andHangu (0.86) could be an indication
of shale-derived oil. The lower values of C22TCT/C21TCT
compared to C24TCT/C23TCT for Hangu and Lockhart
formations indicate that the source input was clastic, while
equal values of these ratios for the Patala formation show a
carbonate source (Figure 19).45−4647 Lower values of Moretane
M30 to Hopane H30, Ts (C2718α-22,29,30-trisnorneohopane)/
Tm (17α-22,29,30-trisnorhopane), and S/S + R HH32 ratios
indicate that the extracts of the Paleocene units belong to the
thermally mature window (Table 6).48,49

Sterane distributions for the source rock extracts were studied
through SIM/GC-MS using m/z 217 and 218 ions.51 The ion
chromatograms m/z 217 of the analyzed samples show
distributions of C27, C28, and C29 regular steranes, and
chromatograms m/z 218 show a relative abundance of ββ
isomers of C27, C28, and C29 regular steranes (Figure 20). C27

steranes come from marine sources along with C28, precursors
usually abundant in phytoplankton and zooplankton, while C29
steranes are derived from terrestrial sources. Greater values (>1)
of the C29/C27 sterane ratios for Lockhart (2.04) and Hangu
(1.72) show a higher land plant input, while the Patala formation
(0.90) shows a higher marine input (Table 7). A ternary diagram
of C27−C28−C29 steranes shows a similar trend in which the
origin of the organic matter present in the Patala formation is
open marine.52,53 In contrast, for both Hangu and Lockhart
formations, organic matter was developed in terrestrial environ-
ments (Figure 21). A similar value of C29ββ/C29ββ + C29αα
ratio was observed for the studied samples of Patala (0.51),
Hangu (0.51), and Lockhart formations (0.49), which clearly
indicates that the formations have not attained maturity of the
late oil window.54

4.3.3. Distribution of Aromatic Compounds. Aromatic
hydrocarbons can be effective for correlating oil with source
rocks. Several indices and ratios can be used to calculate the
thermal maturity stage of rock and oil with the help of
biomarkers and aromatic hydrocarbons. Methylphenanthrene
index (MPI) is a parameter used for thermal maturity prediction
based on phenanthrene and four isomers of methylpehenan-
threne.55

The presence of a higher quantity of more stable hopanes, i.e.,
2MP and 3MP in all of the Paleocene rock extracts, shows

Figure 18. Cross-plot of C19TCT/(C19TCT + C23TCT) vs C24TeCT/(C24TeCT + C23TCT) (criteria adopted for classification from 45).

Figure 19. Cross-plot for C24TCT/C23TCT vs C22TCT/C21TCT.

ACS Omega http://pubs.acs.org/journal/acsodf Article

https://doi.org/10.1021/acsomega.3c09457
ACS Omega 2024, 9, 14123−14141

14135

https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig18&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig18&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig18&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig18&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig19&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig19&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig19&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig19&ref=pdf
http://pubs.acs.org/journal/acsodf?ref=pdf
https://doi.org/10.1021/acsomega.3c09457?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as


relatively higher thermal maturity, as shown in Figure 22. Both

MPI-3 andMPR-1 values for Hangu and Lockhart extracts show

medium to high thermal maturity, as shown in Table 8.

5. DISCUSSION

In the current study, geochemical and biomarker parameters

were determined to evaluate the nature of the organic matter,

Figure 20. m/z 218 SIM chromatogram shows the distribution of C27, C28, and C29 steranes for (A) Patala, (B) Lockhart, and (C) Hangu.

ACS Omega http://pubs.acs.org/journal/acsodf Article

https://doi.org/10.1021/acsomega.3c09457
ACS Omega 2024, 9, 14123−14141

14136

https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig20&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig20&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig20&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c09457?fig=fig20&ref=pdf
http://pubs.acs.org/journal/acsodf?ref=pdf
https://doi.org/10.1021/acsomega.3c09457?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as


depositional settings, and thermal maturity of the Patala,
Lockhart, and Hangu formations in the Kohat sub-basin. In
the Kohat sub-basin, the source rock potential has not been very
well studied, particularly for Paleocene formations. Several
studies have been conducted to evaluate the source rock
potential of the Paleocene Patala formation, which acts as a
primary source rock in the Potwar basin lying in the east of the
study area.13,21 Other Paleocene units, including Lockhart and
Hangu, bear a strong source rock potential, which was also
reported in other studies in the Potwar basin.56−575859

Generally, the TOC values in the Patala formation lie between
0.5% and greater than 3.5% in the Potwar Plateau, Upper Indus
Basin of Pakistan.21 The Lockhart formation also bears a good
source rock potential in the basin, with an average value of TOC
≥ 1.4%.59 In the study area, lower TOC (<0.5%) values were
observed for the Patala formation, indicating its weaker potential
to generate hydrocarbons. In this study, efforts were made to
assess the potential of these Paleocene units using drill cuttings
obtained from the HDIP. The lower TOC values are attributed
to the study area’s tectonic pattern, geological position, and
structural trends.60 The TOC values at present do not reflect the
original or total organic matter because over time and with the
increase in thermal maturity, kerogen is converted into
hydrocarbons and the value of TOC decreases. A lower TOC
(<0.5%) may produce and be a possible source rock and act as a
secondary source rock.61

Hangu formation having HI value less than 200 mostly falls in
the category of Type III. Lockhart Limestone and Patala
formation havingHI values in the range of less than 100−250 fall
in the category of Type-III kerogen. The Patala formation in the
Potwar basin mostly belongs to Types II and III and is thermally
mature.21 In the study area, the Patala unit showed lower
thermal maturity. OEP can also be used to predict thermal
maturity parameters; therefore, with an increase in thermal
maturity, this effect will disappear.38 The presence of this type of
distribution in the Hangu formation and Lockhart Limestone is
in the thermally mature zone, with values of approximately 1. On

the contrary, Lockhart and Hangu formations are thermally
mature. Several factors, including burial depth, level of tectonic
deformation, and structural pattern, control the thermal
maturity in the study area. The thermal maturity of the
Paleocene units corresponds to subsurface temperatures in the
range 90−150 °C (oil window). Due to financial constraints,
biomarker studies were also conducted with fewer samples taken
from HDIP. Biomarker analysis on the rock extracts of
Paleocene units provided a general idea of the units as potential
source rock. An in-depth study with more rock and outcrop
samples is required to further assess the source potential of the
Paleocene units in the sub-basin.

6. CONCLUSIONS
Detailed geochemical studies were conducted on drill cuttings
and rock extracts of the Paleocene rocks in the Kohat sub-basin
to estimate the source-rock potential of the Paleocene units
using total organic carbon (TOC), Rock-Eval pyrolysis, organic
petrography (vitrinite reflectance), column chromatography,
and gas chromatography−mass spectrometry (GC−MS).

• The Hangu formation shows poor to good TOC content
(wt %), while both the Lockhart and Patala formations
belong to the poor to fair TOC content (wt %) category.
Rock-Eval pyrolysis indicates that the source potential of
the Lockhart and Hangu formations is in the mature stage
of oil and gas production.

• The Pr/Ph ratios for the Hangu (1.33), Lockhart
Limestone (1.23), and Patala formation (1.80) show
that the organic content was formed in a suboxic
depositional environment (1 > Pr/Ph < 3). The vitrinite
reflectance values are in the range of 0.82−0.95%.

• The lower ratios between C19TCT/(C19TCT +
C23TCT), C24TeCT/(C24TeCT + C23TCT), and C24
TeCT/C24 TeCT + C23 TCT represent marine
depositional environments. Additionally, the source
input (lithology) was defined using the C29/H30 ratio,

Figure 21. Ternary diagram showing the distribution of regular steranes C27, C28, and C29 for Patala, Lockhart, and Hangu.
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which indicates that Hangu (0.86), Lockhart (0.68), and
Patala (0.80) comprised shale lithology.

• The ternary diagram of regular steranes indicates a higher
plant input in the Hangu and Lockhart samples, falling in
the terrestrial source region. On the other hand, the Patala
formation bears a comparatively higher marine input.

• The thermal maturity of the sediment extracts shows a
higher thermal maturity and mature oil zone. In general,

the GP value lies in a poor class, except for a few samples
extracted from the Hangu and Lockhart formations,
which correspond to a fair potential class. Lower CPI
values for Hangu (0.95), Lockhart (0.91), and Patala
(1.04) indicate a higher thermal maturity.

• The presence of more stable isotopes such as 2MP and
3MP in extracts from Hangu and Lockhart shows
relatively higher thermal maturity. The M30 to C30

Figure 22.Combined mass chromatograms ofm/z 178 + 192 showing phenanthrene (P) and methylphenanthrene (MP) in aromatic fractions of (A)
Patala, (B) Lockhart, and (C) Hangu.
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Hopane values for this ratio for Hangu (0.04) and Patala
(0.25) fall in the thermally mature window. The value of
the (Ts/Ts + Tm) ratio from the extracts also shows the
same results for thermal maturity. Sterane [C29ββ/
(C29ββ + C29αα)] values show that the present status of
the Hangu, Lockhart, and Patala formations are mature
and fall in the oil window.
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