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Abstract 

Thirteen outcrop samples of lithified black shale from the North of Iraq, Gulneri Formation, 

were analyzed for stable carbon and nitrogen isotopes of organic matter and for trace elements 

distribution to assess the source of organic matter and the redox state at the time of deposition, 

respectively. Paleoredox-sensitive (trace) elements including ratios of Ni, V, and Co indicate 

fluctuations between an oxic, dyoxic, and suboxic/anoxic conditions during the deposition of 

the formation. Specifically V/(V + Ni) suggests generally low oxygen during the deposition of 

the formation. Detrital iron oxides are present in some samples. Carbon isotopic values are 

depleted throughout the formation ranging between -26 to -24. The nitrogen isotopic values 

record negative values indicative of denitrification of amino acids or nitrogen fixation in the 

ocean. Mineralogical observations reveal the alteration of pyrite to iron oxides in the bottom of 

the formation. There are two potential indicators of the deposition setting: first, the lack of 

pyrite except at the bottom suggests a generally oxic setting. However, fluctuations in the V/Al 

ratio throughout the formation, low U and Mo and the presence of planktonic foraminifera 
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suggests that the redox conditions fluctuated and were sometimes anoxic at least in the 

sediment.  

Key words: Stable isotope, sensitive (trace) elements, Cretaceous, black shales, paleo-productivity, 

paleo-oxygenation.  

 

الطباشيري الاعلى في شمال شرق العراق  ،اعادة بناء البيئة البحرية القديمة لتتابع السجيل الاسود

 باستخدام المعطيات الجيوكيميائية لتحديد الاكسدة القديمة وظروف البيئة القديمة

 معتضد العبيدي3 و صلاح علي حسين2 ،ابراهيم احمدخلدون 1

 الولايات المتحدة الامريكية - مدينة كنساس - جامعة ميزوري  - قسم العلوم الجيولوجية 1

 العراق - ديالى – جامعة ديالى  - كلية العلوم  - قسم جيولوجيا النفط والمعادن2,3

 

 الخلاصة

تم تحليل  ،للسجيل الاسود المتصلب في شمال شرق العراق تعود لتكوين كلنيريثلاثة عشر نموذج صخري اخذت من مكشف سطحي 

تلك العينات لقياس النظائر المستقرة للنايتروجين والكاربون للمادة العضوية وتوزيع العنصر النادرة لغرض تحديد اصل المادة العضوية 

الفنيديوم والكوبالت تدل على تذبذب بين  ،ديمة التي تتضمن النيكلوالاكسدة في زمن الترسيب. العناصر )النادرة( الحساسة للاكسدة الق

تدل على بيئة قليلة   V/(V + Ni)ظروف البيئة المؤكسدة وظروف البيئة  المؤكسدة/غيرالمؤكسدة خلال فترة ترسيب التكوين. نسبة 

ض قيم نظائر الكاربون على امتداد التكوين وتتراوح الاوكسجين خلال فترة الترسيب. اكاسيد الحديد الفتاتية تظهر في بعض النماذج. تنخف

. تسجل نظائر النايتروجين قيما سالبة مما يدل على ازالة النايتروجين من الاحماض الامينية او تثبيت للنايتروجين في  24-الى  26-بين 

حديد في اسفل التكوين. هنالك دليلين محتملين المياه البحرية. الملاحظات حول معدنية التكوين تشير الى تبدل البايرايت الى اكاسيد ال

 ،خلال التكوين V/Alلوضعية الترسيب: الاولى ان فقدان البايرايت ما عدا في قاعدة التكوين تقترح بيئة مؤكسدة. الثانية تذبذب نسبة 

والتي كانت في بعض الاحيان القديمة  لليورانيوم والمولبدنم وتواجد الفورامنيفرا الطافية تقترح تذبذب ظروف الاكسدةوالنسبة القليلة 

 تمثل نقص في الاوكسجين على الاقل في الرواسب. 

الاوكسجين  ،الانتاجية القديمة ،السجيل الاسود ،العصر الطباشيري ،العناصر )الحساسة( النادرة ،النظائر المستقرة احية:تالكلمات المف

     القديم.
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Introduction 

Black shales have been studied at different parts of the world; they are typically deposited 

slowly in deep, anoxic ocean basins [1]; [2]. This black shales are rich in organic matter and 

sulfides that host trace elements such as Co, Ni, V, U, Mo, Mn, P, and platinum group elements 

[1]; [3]; [4]; [5], [6]. Some models call for high productivity and high preservation of organic 

matter as the precursors for black shales [7]; [8]. Permanently stratified water column may have 

also contributed to the increase in preservation and accumulation of organic matter in anoxic 

bottom water [7]; [9]. It is likely that the presence of organic matter in black shale is controlled 

by a combination of several factors including redox conditions, rate of input of clastic materials, 

primary productivity, and degradation processes [10]; [11]; [12]; [13]; [14]; [15]; [16]. The 

source of organic matter in the black shales can be marine or terrestrial depending on the site 

[17]. For example, the sources of organic matter from Aptian-Albian black shales as well as 

shales at the Cenomanian-Turonian boundary were a mix of continental and marine sources 

[18]. Stable isotope of organic matter can also be used to identify post-deposition alteration of 

organic matter. This was done in oil shales from the Negev, Israel, late Cretaceous where 

preferential loss of nitrogen-rich organic compounds was suggested [19].  

Redox sensitive elements in black shales were used to described depositional conditions in 

different locations in the world. For example, redox-sensitive elements indicated in Devonian–

Mississippian black shales, Central Appalachian Basin (USA) along with the carbon-sulfur-

iron relationships suggested anoxic conditions in the Sunbury and upper Cleveland and euxinic 

conditions in the Sunbury [14].  Evaluation of total organic carbon (TOC) along with 

molybdenum (Mo) content in Lower Ordovician black shales of the Baltica and Avalonia plates 

were used to understand pathways of carbon synthesis and remineralization in ancient ocean 

sediments [20].  Major and trace elements of Late Cenomanian- Early Turoniam organic-rich 

deposits from southern Tethan margin, Tunisia recorded were also used to reconstruct water 

redox conditions [21].  

The Cretaceous black shales represent one of the most important geological units in Iraq due to 

the huge contents of hydrocarbons in its lithology. The climate in the cretaceous was warm [22] 
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and the concentration of atmospheric CO2 was high [23]. The black shales is enrich in organic 

matter with abundant planktonic foraminifera. The lithology of Gulneri Formation in Degala 

section (Figure 1) is yellowish brown shale. The lower and upper contacts with the Dokan and 

Kometan Formations, respectively, are conformable [24]. The purpose of this study is to 

reconstruct the paleoceanographic conditions during the deposition of the Gulneri Formation 

using geochemical analysis, including stable isotope geochemistry of bulk organic matter and 

major and trace elements, as well as foraminiferal assemblages. Specifically we attempt to 

identify the source of organic matter, shed light on paleoproductivity, and paleoxygenation of 

Gulneri Formation during the Cretaceous.  

 

Figure 1: The study area of Gulneri Formation in Northeastern of Iraq. 
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Foraminiferal Assemblage 

 [24] described the presence of planktonic Foraminifera in the formation with absence of 

benthic foraminifera. The abundance of Planispiral forms like Globigerinelloides sp. increase 

during warm periods and decrease during cold periods [25], Guembelitria species thrived in 

shallow marginal marine environments and probably tolerated both salinity and oxygen 

variations [26]. Whiteinella species are typical of the latest Cenomanian OAE (Oceanic anoxic 

events) [27]; Guembelitria, Heterohelix have been suggested to represent shallow waters within 

the inner shelf [28] while Guembelitria indicates epicontinental settings (less than 100 m); [29]. 

The dominance of Heterohelicids and Globigerinellids potentially indicates shelf seas [30] and 

Ticinella characterizes shallow water condition in low latitude environments (less than 100 m) 

[29]. The abundance of foraminifera was obtained as revealed by table 1.  

Table 1: The percentage of foraminiferal abundance in Gulneri Formation with variations in oxygen 

and sea-level changes based on foraminifera species. 

Thickness (cm) 

Foraminiferal 

Abundance (%) 
Oxygen Tolerant Sea-level Fluctuations 

8 48 low High Stand 

48 90 low Transgression 

93 75 low Transgression 

113 55 High High Stand 

127 55 low Transgression 

147 45 low Transgression 

165 75 low High Stand 

183 90 low High Stand 

233 75 low High Stand 

272 55 moderate High Stand 

312 75 low High Stand 

352 55 low High Stand 

390 55 low High Stand 

 

  

 

 



 

   

     Paleoceanographic Reconstruction of Upper Cretaceous, Black Shale Succession  

         Northeastern Iraq Using Geochemical Proxies to Indicate Paleoredox and 

                                             Paleoenvironment Conditions 

         Khaldoun Ibrahim Ahmad, Salah Ali Hussain and Mutadhid Al-Obaidi 

 

242 Vol: 14 No: 3, July 2018 

DOI: http://dx.doi.org/10.24237/djps.1403.444C 

     P-ISSN: 2222-8373 

     E-ISSN: 2518-9255   

Study Area 

The study area is located in the Northeast of Iraq within the Gulneri Formation.  The location 

of the study area is 4426′ 23″ E and 3612′ 43″N (Figure 1). The formation deposited in the 

upper part of Cretaceous. Lancaster was the first to describe the formation at the Dokan Dam 

site, highly folded zone of NNW Sulaimaniya Governorate, NE Iraq [31]. Lancaster describes 

1.1-1.2 m of black bituminous, finely laminated, calcareous shale with some glauconite and 

collophane in the lower part of the formation. He describes the formation as a thin, highly 

condensed unit bounded by faults on the top and bottom of the formation. [32] studied the 

stratigraphy of the Gulneri Formation (Upper Cretaceous) in the section of Dokan area, 

Northeastern Iraq; the study indicated that the sediments of the Gulneri Formation consist 

primarily of organic–carbon rich black shale and represent a record of Ocean Anoxic Event II 

across the Cenomanian–Turonian boundary. The planktonic foraminiferal assemblages of the 

Gulneri Formation were described as being of Early Turonian age. [33] assigned Turonian age 

to the Gulneri formation in Zewa and Azmer, NE of Iraq based on the presence of 

Helvetoglobotruncana Helvetica. Another study by [34] suggest the Middle Turonian age to 

the Gulneri Formation in the north of Iraq.  [24] assigned a Cenomanian age to the Gulneri 

Formation in the Degala section (study area of this project) based on the presence of 

Guembelitria cenomana.  

Gulneri formation is a proximal to distal shelf depositional as indicated by studying palyno-

facies and the ratio of palynomorphs, amorphous and phyto-clasts [35]. [33] describe the 

depositional environment of the Gulneri formation as being reduced with limited water 

circulation. [34] studied the Gulneri Formation in north Iraq and described the lithology of the 

Gulneri Formation as shaley limestone, rich in organic matter which was deposited in the 

middle-lower slope. The depositional environment of Gulneri formation in the Degala section 

was described as a tropical to subtropical environment, warm with an average temperature 30.3 

◦C, highly productive surface water within the continental shelf with an anoxic bottom water 

environment, and salinity between 34 and 37 [24]. A recent study of the Gulneri Formation by 
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[36] indicated that the depositional environment of the Gulneri formation was basinal deep 

water with slow sedimentation rate in an open sea shelf and outer shelf setting.  

Sampling and Methodology 

Sampling 

Thirteen black shales samples were taken from the Gulneri Formation at the North East of Iraq 

located at 4426′ 23″ E and 3612′ 43″N.  The outcrop belongs to the Degala section and is 4 

meters thick. The samples were taken at different interval spacing between 40 cm and 20 cm. 

Fresh samples were taken by digging to avoid the weathered samples.    

Methodology 

Stable Isotope Geochemistry  

Stable isotope analysis including carbon and nitrogen concentration and isotopic composition 

of total organic matter were determined. The thirteen samples were pre-treated using a 

procedure developed by the University of Kansas. Three grams of each sample were weighted 

and dried in an oven for overnight. 5% HCl was added to the samples and left to react overnight. 

The samples were rinsed after the carbonate was dissolved. The samples were dried in an oven 

at 45 °C overnight. The samples were weight into tin capsules and analyzed using an elemental 

analyzed coupled to an isotope ratio mass spectrometer at the University of California-Santa 

Cruz.  

Trace and Major Elements 

Samples were analyzed for Al, Fe, Co, Cu, V, Cr, Sr, Ca, Ba, TI, and Zn. The samples were 

dried in the oven over night. Then they were ground and sieved through 177 microns sieve 

resulting in two components: the <177 microns and >177 microns fraction. The <177 microns 

fraction was sent for analysis to the Australian Laboratory Services Labs (ALS) to determine 

the trace and major elements concentration following aqua regia digestion (ME-ICP 41).  
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Results 

5.1 Organic Carbon Content (%Corg), Total Nitrogen (%Ntotal) and C/N ratios Organic carbon 

content varies throughout Gulneri Formation (Table 2). The average value of Corg was 10.2%. 

The highest value was 13.9 w% at 183 cm and the lowest value was 6.5 w% at 113 cm.  The 

intermediate values ranged between 9-11% for the rest of the formation. At 93cm, 113cm, 

272cm, and 312cm, the Corg recorded the lowest values 7.7%, 6.5%, 7.5%, and 7.6%, 

respectively (Table 2). Total nitrogen values were low throughout the formation. The total 

nitrogen ranged between 0.2% - 0.4%. Most of the samples had about 0.3% total N, except at 

93cm, 113cm, and 183cm, which contained 0.2%, 0.2%, and 0.4%, respectively. C/N ratios of 

the Gulneri Formation were very high ranging from 26 to 39 with an average value of 34. The 

C/N ratios increased from the bottom to the top of the formation. A sharp decreased to a value 

of 29.1 occurred at 272cm (Table 2) and (Figure-2). 

Table 2: Geochemical data of organic matter in Gulneri Formation 

 

 

 

 

 

 

 

 

 

 

Thickness (cm) %OC δ15N (%) 

 

Wt %N 

 

C/N δ13C (%) 

 

8 12.1 -1.50 0.3 37.9 -24.45 

48 12.7 -1.73 0.3 39.9 -24.56 

93 7.7 -1.73 0.2 34.4 -24.35 

113 6.5 -1.74 0.2 32.4 -24.47 

127 10.8 -1.59 0.3 37.1 -24.46 

147 11.8 -2.37 0.3 35.0 -25.54 

165 10.1 -2.32 0.3 32.9 -25.57 

183 13.9 -1.49 0.4 38.9 -25.71 

233 11.6 -2.49 0.3 36.9 -25.79 

272 7.5 -2.08 0.3 29.1 -25.40 

312 7.6 -1.95 0.3 26.3 -26.26 

352 10.4 -2.29 0.3 30.4 -26.38 

390 10.1 -2.26 0.3 30.8 -26.29 
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Figure 2:   %OC, carbon and nitrogen isotopic compositions, C/N ration %Fe and foraminiferal 

abundance  (%). 

Carbon and Nitrogen Isotopic 

Nitrogen isotopic (δ15N org) values recorded negative values ranging from -1.49‰ to -2.37‰ 

with an average value -1.96‰. Carbon isotopic composition (δ13C org) values reveals little 

variations ranging from -24‰ to -26‰ with an average value -25.34‰. Less negative values 

of δ13C org and δ15N org are seen at the bottom of the formation at 8cm, while more negative 

values are at the top of the formation at 390cm (Table 2) and Fig. 2.  

 Trace elements  

The concentrations of trace and major elements in Gulneri Formation were low compared with 

other black shales from the Cretaceous period in other part of the world. Ca, Ba, Sr, Fe, P, V, 

Ni, CO, Cr were normalized to Al in order to illuminate the effect of allocanthous inputs.  The 

general trend of the redox sensitive (trace) elements including Ni/Al, Co/Al, V/Al, and Zn/Al 

revealed high values between 1 and 4 meters up section except at meter 1.25 and 3 where the 

trend reflect a decline in the values (Table-2). A similar trend to the redox trace metals is also 

seen in Ba/Al, Ca/Al, an Sr/Al (Table 2). V concentrations range between 15ppm to 46ppm. Ni 

concentrations recorded lower values between 9ppm to 40ppm and Co concentrations are even 
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lower between 1 to 2 ppm.  Finally, Fe concentrations ranged between 0.11% and 0.48% 

whereas P concentrations were between 120 ppm to 1420 ppm (Table 3).  

Table 3: Geochemical data of Gulneri Formation 
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Discussion 

 Terrigenous sediment sources 

In this study aluminum is used as proxy for land-derived sediments. Some major elements including Na, 

Mg, Si, K, Ti, and trace elements such as U, Th, Zr, and Cr have a clastic origin; variations in these 

elements provide information about detrital sediments influx. SI/Al and Ti/Al ratios are good indicator 

for Aeolian input; whereas K/Al, Mg/Al, and D* have been used to indicate the fluvial  terrigenous input 

[37];  [38]. Generally, low aeolian input  indicates humid environment and characterized by reducing 

Si/Al, Ti/Al, Zr/Al ratios and increasing K/Al and Mg/Al ratios[39]; [40]; [41]. In general, the Si/Al and 

Ti/Al ratios are low and homogenous throughout the Gulneri Formation (Figure-3). The grain size 

analysis indicates the presence of clay, silt and very fine sand [36]. These results reflects the lack of 

aeolian input deposition indicating by the very low ratios of Ti/Al. However, K/Al, Mg/Al ratios, and 

D* demonstrate the input if alluvial supply to the basin. Both K and Mg are part of the illite which was 

identified by X-ray diffraction in all samples. Also, positive relationship between K and Al (r2: 9.4887) 

) (Figure-3) revealed the presence of illite.  Hence, we can conclude that the climate during the formation 

of black shales was humid. 
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Figure 3: The Ti/Al, Si/Al, K/Al, Mg/Al ratios, and D* of Gulneri Formation. 

 Organic Contents %OC 

Organic matter content is a good indicator of changing in surface productivity and burial processes in 

sediments [42]. Using total organic matter and foraminifera can aid the interpretation of surface 

productivity and diagenesis processes [43].  Indeed, total organic matter and foraminifera assemblages 

were used in the southeastern Brazilian continental shelf to determine water mass chemistry and marine 

productivity [44]. High organic carbon content typically indicates high paleo-productivity [45]; [46]; 

[47]; [48]; [49]. However organic matter can also originate from terrestrial sources. Terrestrial input is 

expected to also deliver minerals and hence can be identified by high Fe content. Peaks of organic carbon 

and Iron (%Fe) do not correlate in our sediments except at 147 cm where Fe concentration peaks with 

Corg (Figure 2). This supports the interpretation that the most important source of organic matter in the 

Gulneri Formation was from marine productivity with little input of terrestrial sources [49].  The %Corg 

of Gulneri Formation are high ranging from 6% to 13% and consistent with high productivity (Figure 

2).The high organic input coincides with high abundance of planktonic foraminifera (Figure 2), which 

indicates again high surface water productivity during the deposition of Gulneri Formation.  Some redox 

sensitive metals such as Ni, Cu, and Zn are delivered to the basin associated with weathering and input 

of terrigenous organic matter [50].  However, the abundance of these elements is not correlated with 
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organic matter content. This result supports the interpretation that the source of organic matter was of 

marine origin. At 48cm, 147cm, and 312cm, the %Corg decreases although planktonic foraminifera are 

still abundant. This could potentially be explained by diagenesis and oxidation of the organic matter 

(Figure 2).   

Total organic Nitrogen (TON) and Carbon/Nitrogen ratio (C/N) 

TON and C/N are reliable proxies for identifying the sources of organic matter whether from algal or 

terrestrial origins [51]; [52].  C/N ratio over 20 reflects terrestrial organic matter; while ratios between 

4-10 reflects marine sources [53]. Our records revealed high ratios of C/N throughout the formation 

indicating the terrestrial origin of the organic matter (Figure 2). Albian black shale from Demerara Rise 

also recorded high C/N ratios (20-40); the high ratios were attributed to the preferential recycling of 

nitrogen which increases the C/N ratio [54]. Low TON values and high C/N ratios suggest a similar 

process at our site thus we suggest that the degradation of nitrogen affected the C/N ratio.  Thus, we  

potentially consider the source of organic matter is from marine origin. Another evidence that supports 

the interpretation that the source of organic matter is from marine origin (surface water productivity) is 

the positive relationship between TON and TOC with r2 0.713 [19] (Figure 4).  
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Figure 4: Illustrates the high correlation between % OC and % Ntotal, which indicates the source of 

nitrogen from organic origin. 

Carbon Isotopic Composition (δ13Corg) 

Carbon isotopic composition (δ13Corg) of sedimentary organic matter is a reliable proxy to 

distinguish between marine and terrestrial organic matter. Variations in the values of δ13Corg 

ranging between −22‰ to −30‰ with an average −27‰ indicate terrestrial organic matter [55]; 

[56], whereas, marine organic matter ranging from −17‰ to −22‰ [57]. The δ13Corg values at 

our section ranged from -26.38 to -24.35 (Figure 2) suggesting terrestrial origin. However, as 

we discussed in the previous sections, other observations suggest that the main source of 

organic matter was from marine algae. [58] reported low δ13Corg (~−24‰) of marine organic 

matter in Arctic Fjord. Two processes could potentially explain the depletion of the δ13Corg; 

First, the δ13Corgvalues may be depleted as a result of digenetic effects which lead to removal 

of 13C [53], [59]. Second, [60] suggest that the lower values of δ13Corgof marine organic matter 

during the Cretaceous period could be attributed to high atmospheric CO2. [23] recorded high 

concentration of CO2 during the Cretaceous period.The high atmospheric CO2 during the 

Cretaceous period increased the fractionation of planktonic photosynthesis; the process caused 

depletion in the δ13C of marine organic matter [61]. Therefore, we surmise that the organic 
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matter in the section is of marine origin produced in a period with high atmospheric CO2 and 

has undergone post depositional N mineralization (see below).  
 

Nitrogen Isotopic Composition δ15Norg 

Nitrogen isotopic composition is another proxy to determine the source of organic matter in 

sediments whether it is from terrestrial or marine sources. The δ15Norg value of atmospheric N2 

is 0‰, whereas the δ15N of nitrate in seawater ranges typically between +5‰ to +10‰ [62].  

However, several factors including diagenesis impact the original signal of δ15Norg values 

[19].Nitrogen cycling by bacteria in the sediment affects the signal of δ15Norg in sedimentary 

organic matter and may cause depletion of δ15Norg to negative signals [63]; [64]. The δ15Norg 

values of Gulneri Formation are all negative ranging from -1.49 to -2.49 with an average -

1.96 ‰ (Figure 2). These isotope values may be influenced by diagenetic processes, which in 

turn affect the interpretation of the data. However, the depletion of δ15Norg values in our data 

coincides with a high C/N ratios hence it is not likely to be a of microbial origin (Figure 2).[62] 

recorded negative values of δ15Norg for the black shale during the Cenomanian-Turonian periods 

and for sapropels from the Mediterranean-Pleistocene; he attributed the negative values to 

nitrogen fixing bacteria. [19] suggested that negative δ15Norg values of the top phosphate 

member and the oil shale member, the Cretaceous period, in Israel, are due to the decomposition 

of amino acids via denitrification and or anammox.  In our case study of the Gulneri Formation, 

we potentially believe that the negative values of δ15Norg are due to the denitrification 

processes of amino acids or nitrogen fixation in the ocean. High C/N ratios and negative values 

of δ15Norg support this interpretation [19] (Figure 2). 

Trace elements as indicator for paleo-redox Redox-sensitive trace elements are valuable proxy 

to study the ancient and modern ocean [65]; [66]; [67]. Several factors impact the redox 

condition such as organic matter types, sediments accumulation rates, diagenetic and 

mineralization processes [68].  In general, the trace element concentrations in the Gulneri 

Formation are relatively low (Table 3) compared with other black shale samples during the 

Cretaceous. Enrichment of trace elements relative to Al is a useful tools to reconstruct paleo-

deposition [11]; [14]; [69] Trace metals such as U, V, Mo, Cr, and Co are good indicators for 
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paleo-redox; whereas Cu, Ni, Zn, and Cd, which are associated with organic matter, are useful 

for paleo-productivity [70].  High concentrations of Ni and Cu are good indicator for high 

organic matter influx that brings both elements to the sediments. Additionally these elements 

mayindicative of reduced conditions in the sediment [70].   

In this study, we found high concentrations of V, Cu, Zn, Co, and Ni associated with high organic matter 

content. The ratios of these elements could be used to understand the redox conditions. The ratio of 

Ni/Co is a suitable indicator for oxygenation level [71] as is V/Cr [72]. Both these ratios were used by 

[66] for the same purpose. In addition, V/(V+Ni) has been used to examine the depositional environment 

in Pennsylvanian-age shale’s [73]. Ni and V are present in prophyrin that was originally derived from 

chlorophyll and is typically preserved under anaerobic conditions [74].  Low Ni and V concentration 

reflect lower prophyrin content and could be due to the aerobic oxidation of organic matter [14]. High 

Ni/Co reflects anoxic conditions [66].  High V/Cr ratio above 2 indicates anoxic conditions [72] and 

high Ni/Co rations likewise [66]. In this project we used the ratios of Ni/Co, V/Cr and V/(V+Ni) to 

establish the redox condition during the deposition of Gulneri Formation (Table 3). Plotting Ni/Co down 

core reveals suboxic/anoxic conditions (Figure 5a). However, V/Cr ratios show the deposition 

environment ranged between oxic and dysoxic (Figure 5c). This result might be affected by detrital 

grains as demonstrated by the high correlation between Al and Cr (Figure 7). The detrital grains increase 

the concentration of Cr that leads to lower V/Cr ratio. Most of V/(V+Ni) ratio indicated suboxic/anoxic 

conditions during the deposition of the black shales except for samples 13 and 20, which show dysoxic 

environmental conditions (5b). This is consistent with the Ni/Co data (Figure 7a). Furthermore, the 

relationship between organic matter content and Ni/Co also suggests a suboxic/anoxic environment for 

the Gulneri Formation (Figure 7b). The fluctuations in the depositional environment between oxic, 

dyoxic, suboxic, and anoxic are attributed to changes in water chemistry.  

 



 

   

     Paleoceanographic Reconstruction of Upper Cretaceous, Black Shale Succession  

         Northeastern Iraq Using Geochemical Proxies to Indicate Paleoredox and 

                                             Paleoenvironment Conditions 

         Khaldoun Ibrahim Ahmad, Salah Ali Hussain and Mutadhid Al-Obaidi 

 

253 Vol: 14 No: 3, July 2018 

DOI: http://dx.doi.org/10.24237/djps.1403.444C 

     P-ISSN: 2222-8373 

     E-ISSN: 2518-9255   

 

Figure 5: Plotting Ni/Co, V(V+Ni), and V/Cr with frequency shows different depositional 

environments in Gulneri formation. 

If we assume that there is no effect of post-depositional alteration, we can see that suboxic/anoxic 

condition are associated with an increase in the accumulation of organic matter in the Gulneri Formation. 

However, in the case of a weak relationship between organic matter content and redox- sensitive 

elements, post-depositional processes including oxidation of organic matter post burial could modify 

organic matter accumulation rates. In addition to the diagenesis, changing in surface water  productivity 

would affect the deposition of organic matter with high productivity resulting in higher organic matter 

burial.  

Paleoproductivity and Oxygenation of the Gulneri Formation 

Total organic matter (TOC) has been used to identify the paleoproductivity [75]; [76] at many time 

intervals and oceanic settings. TOC in sedimentary rocks reflected the surface water productivity and 

hence is useful for reconstruction of paleoproductivity rates [70].  
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Figure 6: The high correlation between Al% and Cr% 

In addition several specific elemental ratios including P/Ti [77], Ca/Al, Sr/Al [78], and Ba/Al [79]; [80]. 

are useful for the reconstruction of paleoproductivity rates. The ratio of P/Ti is a good indicator for the 

phosphate delivery to the sea bottom which does not including land derived sources [81]. Therefore, 

high P/Ti ratios indicate the source of phosphorous from biological activity [81]. Ca and Sr are typically 

associated with carbonate productivity and Ba with biogenic Barite [82]. The geochemical data of 

Gulneri Formation including Ca/Al, Ba/Al, Sr/Al, TOC and foraminifera abundance is used to document 

changes in paleoproductivity during the time the formation was deposited (Figure 9). Based on the above 

parameters, three periods represent high productivity; around 50cm, 200cm, and 350cm; whereas, lower 

productivity is seen at 150 cm and 300 cm (Figure 8). Paleo-oxygenation of Gulneri Formation was 

described by the following parameters: General trends ofNi/Al, Zn/Al, Cr/Al, V/Al, Cu/Al, and organic 

contents reveled variations in the paleo-oxygenation in the Gulneri Formation. These data provided three 

periods of time where the oxygen were elevated and two periods were depleted. 
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Figure 7: a. Plotting Ni/Co vs V/(V+Ni) shows anoxi and dyoxic environment for the Gulneri 

formation. b. Plotting Ni/Co vs. organic matter reveals suboxic/anoxic environment for the Gulneri 

Formation. 

The oxygen was depleted in the following levels 8-50cm, 125-225cm, and 350-400cm supported by 

high concentrations of redox sensitive elements (Figure 9); however, the oxygen increased at 250-300cm 

and 50-125cm supporting by decreasing of redox sensitive elements and increasing Mn concentration 

(Figure 9). Grain size and sedimentation rate affect the oxidation of infaunal microhabitate [83]. Increase 

the rate of sedimentation and clay and silt particles affect the oxygenation by limit poor-water circulation 

[81]. The grain size analysis revealed sandy silt and silt particles in the basin. This supports our 

interpretation of variations of oxygen in the sea water.  
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Figure 8: Plotting Sr/Al, Ca/Al, Ba/al, %OC, and foraminiferal abundance showing the 

paleoproductivity of Gulneri Formation. 

 

 

Figure 9: Plotting Ni/Al, Zn/Al, Cr/Al, V/al, Cu/Al, %OC, Mn (ppm)  and foraminiferal abundance 

demonstrates the variation in the oxygen levels during the deposition of Gulneri Formation. 
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Conclusions 

Variations in organic carbon contents, isotopes of nitrogen and carbon, trace elements, and 

foraminifera abundance provided a picture of the deposition of Gulneri Formation in 

Northwest/Iraq.  The project provided the following findings: 

1. The source of organic matter in Gulneri formation was marine with little input of land 

plants. Decrease in surface water productivity is reflected in the gradual decrease of 

organic carbon contents with times.  

2. The low carbon isotopic composition values of organic matter are attributed to high CO2, 

which in turn increase the photosynthesis processes in the surface water.  

3. Nitrogen isotopic composition values recorded negative values due to the denitrification 

processes of amino acids supporting by high C/N ratios and negative values of δ15Norg 

or by nitrogen fixation.  

4. Trace elements provided information about the paleodepositon of Gulneri Formation. 

Fluctuations in the depositional environment among oxic, dyoxic, suboxic, and anoxic are 

attributed to the changes in water chemistry.  

5. Paleoproductvity and paleo-oxygenation varied in the Gulneri Formation due to the 

surface water production and foraminiferal species.  

Acknowledgements 

I would like to express our sincere gratitude to Dr. Adina Paytan, University of California Santa 

Cruz her supportand assistance in offering laboratory access for the geochemistry analyses and 

her edits that made the paper in a better shape. We sincerely thank the reviewers for their very 

insightfuland helpful comments in making this a better paper. 

 

 

 



 

   

     Paleoceanographic Reconstruction of Upper Cretaceous, Black Shale Succession  

         Northeastern Iraq Using Geochemical Proxies to Indicate Paleoredox and 

                                             Paleoenvironment Conditions 

         Khaldoun Ibrahim Ahmad, Salah Ali Hussain and Mutadhid Al-Obaidi 

 

258 Vol: 14 No: 3, July 2018 

DOI: http://dx.doi.org/10.24237/djps.1403.444C 

     P-ISSN: 2222-8373 

     E-ISSN: 2518-9255   

References 

1. Horan, M.F., Morgan, J.W., Grauch, R.I., CovereyJr, R.M., Murowchick, J.B.,    Hulbert, 

L.J., 1994. Rhenium and osmium isotopes in black shales and Ni-Mo-PGE-rich sulfide 

layers, Yukon Territory, Canada, and Hunan and Guizhou province, China. Geochim. 

Cosmochim. Acta 58, 257–265. 

2. Tuttle, M.L.W., Breit, G.N., 2009. Weathering of New Albany shale, Kentucky: I. 

Weathering zones defined by mineralogy and major-element composition. Appl. Geochem. 

24, 1549–1564. 

3. Mao, J.W., Lehmann, B., Andao, D., Guang, D.I., Ma, D.S., Wang, Y.T., Zhai, M.G., 

Kerrich, R., 2002. Re-Os dating on polymetallic Ni-Mo-PGE-Au mineralization inLower 

Cambrian black shales of South China and its geological significance. Econ. Geol. 17, 1535–

1547. 

4. Peng, B., Wu, F.C., Xiao, M.L., Xie, S.R., Lv, H.Z., Dai, Y.N., 2005. The resource functions 

and environmental effects of black shales. Bull. Mineral., Petrol. Geochem. 24 (2), 153–188 

(in Chinese with an English abstract). 

5. Jiang, S.Y., Chen, Y.J., Ling, Y.F., Yang, Z.H., Feng, H.Z., Ni, P., 2006. Trace- and rare-

earth element geochemistry and Pb–Pb dating of black shales and intercalated Ni–Mo–PGE–

Au sulfide ores in Lower Cambrian strata, Yangtze Platform, South China. Miner. Deposita 

41, 453–467. 

6. Jiang, S.Y., Yang, J.H., Ling, H.F., Chen, Y.Q., Feng, H.Z., Zhao, K.D., Ni, P., 

2007a.Extreme enrichment of polymetallic Ni–Mo–PGE–Au in lower Cambrian blackshales 

of South China: An Os isotope and PGE geochemical investigation.Palaeogeogr. 

Palaeoclimatol. Palaeoecol. 254, 217–228. 

7. Demaison, G.J., Moore, G.T., 1980. Anoxic environments and oil source bed genesis., 

American Association of Petroleum Geologists, Bulletin Vol. 64, Issue 8, pp 1179-1209. 

8. Pedersen, T.F., Calvert, S.E., 1990. Anoxia vs. productivity: what controls the             

formation of organic-carbon-rich sedimentsand sedimentary rocks? Am. Assoc. Pet. Geol. 

Bull. 74 (4), 454– 466. 

9. Tyson, R.V., 2005. The “productivity versus preservation” controversy: cause,  flaws, and 

resolution. Spec. Publ. -SEPM 82, 17–33. 

10. Murphy, A.E., Sageman, B.B., Hollander, D.J., Lyons, T.L., Brett, C.E., 2000b. Black shale 

deposition and faunal overturn in the Devonian Appalachian Basin: clastic starvation, 

seasonal water column mixing, and efficient biolimiting nutrient recycling. 

Paleoceanography 15 (3), 280–291. 

11. Werne, J.P., Sageman, B.B., Lyons, T.W., Hollander, D.J., 2002. An integrated assessment 

of a ‘‘type euxinic’’ deposit: evidence formultiple controls on black shale deposition in the 



 

   

     Paleoceanographic Reconstruction of Upper Cretaceous, Black Shale Succession  

         Northeastern Iraq Using Geochemical Proxies to Indicate Paleoredox and 

                                             Paleoenvironment Conditions 

         Khaldoun Ibrahim Ahmad, Salah Ali Hussain and Mutadhid Al-Obaidi 

 

259 Vol: 14 No: 3, July 2018 

DOI: http://dx.doi.org/10.24237/djps.1403.444C 

     P-ISSN: 2222-8373 

     E-ISSN: 2518-9255   

Middle DevonianOatka Creek formation. Am. J. Sci. 302, 110– 143. 

12. Sageman, B.B., Murphy, A.E., Werne, J.P., Ver Straeten, C.A., Hollander, D.J., Lyons, 

T.W., 2003. A tale of shales: the relativeroles of production, decomposition, and dilution in 

the accumulationof organic-rich strata, Middle-Upper Devonian, Appalachianbasin. Chem. 

Geol. 195, 229–273. 

13. Pichevin, L., Bertrand, P., Boussafir, M., Disnar, J.-R., 2004. Organic matter accumulation 

and preservation controls in a deep sea modern environment: an example from Namibian 

slope sediments. Org. Geochem. 35 (5), 543–559. 

14. Rimmer T. H., Susan A. A., Michel S. R., 2004. Geochemical paleoredox indicators in 

Devonian–Mississippian black shales, Central Appalachian Basin (USA). Chemical 

Geology. Vol. 206. P. 373–391. 

15. Tuite, M.L., Macko, S.A., 2013. Basinward nitrogen limitation demonstrates role of 

terrestrial nitrogen and redox control of δ15N in a Late Devonian black shale. Geology 

41(10), 1079–1082. 

16. Lash, G.G., Blood, D.R., 2014. Organic matter accumulation, redox, and diagenetic history 

of the Marcellus formation, southwestern Pennsylvania, Appalachian basin. Mar. Pet. Geol. 

57, 244–263. 

17. Chen, R. & Sharma, S. 2016. Role of alternating redox conditions in formation of organic-

rich intervals in the Middle Devonian Marcellus Shale, Appalachian Basin, 

USA. Palaeogeography, Palaeoclimatology, Palaeoecology, 446: 85–97. 

18. Meyers, Philip, Dunham, Keith, and Eilns,1987. Organic geochemistry of Cretaceous black 

shales from the Galicia Margin, Ocean Drilling Program Leg 103. Advance in Organic 

Geochemistry. Vol. 13, pp. 89-96.  

19. Schneider-Mor, A., Alsenz H., Ashckenazi-Polivoda S., Illner P., AbramovichS., Feinstein 

S., Almogi-Labin A., Zsolt Berner Z., Püttmann W., 2012. Paleoceanographic reconstruction 

of the late Cretaceous oil shale of the Negev, Israel: Integration of geochemical, and stable 

isotope records of the organic matter. Palaeogeography, Palaeoclimatology, Palaeoecology 

Vol. 319-320, pp. 46–57. 

20. Wilde, Pat, Lyons, Timothy, Quinby-Hunt, Mary, 2004. Organic carbon proxies in black 

shales: molybdenum. Chemical Geology. Vol. 206, p. 167– 176. 

21. Soua, Mohamed, 2011. Productivity and bottom water redox conditions at the Cenomanian-

Turonian Oceanic Anoxic Event in the southern Tethyan margin, Tunisia. Revue 

m ́editerran ́eenne de l’environnement. Vol. 4, pp.653-664.  

22. Huber B. T., Norris R. D. and MacLeod K. G., 2002. Deep-sea paleotemperature record of 

extreme warmth during the Cretaceous. Geology, Vol. 30, No. 2, pp. 123–126. 

23. Beerling D. J. , Lomax B. H., Royer D. L., Upchurch G. R., and Kump L. R. 2002.An 

atmospheric pCO2 reconstruction across the Cretaceous-Tertiary boundary from leaf 



 

   

     Paleoceanographic Reconstruction of Upper Cretaceous, Black Shale Succession  

         Northeastern Iraq Using Geochemical Proxies to Indicate Paleoredox and 

                                             Paleoenvironment Conditions 

         Khaldoun Ibrahim Ahmad, Salah Ali Hussain and Mutadhid Al-Obaidi 

 

260 Vol: 14 No: 3, July 2018 

DOI: http://dx.doi.org/10.24237/djps.1403.444C 

     P-ISSN: 2222-8373 

     E-ISSN: 2518-9255   

megafossils.PNAS. vol. 99 No. 12 . pp. 7836–7840. 

24. Hussain S. A., 2014. Biostratigraphy and Paleoecology of Late Albian-Late Santonian 

succession of Suradsh, Shaqlawa and Kirkuk areas, NE Iraq. Published Ph.D. thesis, Dept. 

of Geology, College of Science, Unversity of Baghdad, 104p. 

25. Frerichs, W. E. 1971. Evolution of planktonic foraminifera and paleotemperatures. Jour. of 

Paleontology, Vol. 45, No. 6, pp. 963-968. 

26. Keller G., Han Q., Adatte T. and Burns S. J., 2001.Palaeoenvironment of the Cenomanian–

Turonian transition at Eastbourne, England. Cretaceous Research. Vol. 22, pp. 391–422. 

27. Nederbragt A. J., Erlich R. N., Fouke B. W., Ganssena G. M., 1998. Paleoecology of the 

bacterial planktonic foraminifer Heterohelix moremani (Cushman) in the late Albian to 

middle Turonian Circum-North Atlantic. Palaeogeography, Paleoclimatology, 

Paleoecology. Vol. 144, pp.  115–133. 

28. Gebhardt H., 2006. Resolving the calibration problem in Cretaceous benthic foraminifera 

paleoecological interpretation: Cenomanian to Coniacian assemblages from the Benue 

Trough analyzed by conventional methods and correspondence analysis. micropaleontology, 

Vol. 52, No. 2, pp. 151-176. 

29. Leckie R. M., 1987. Paleoecology of mid-Cretaceous planktonic foraminifera:  A 

comparison of open ocean and Epicontinental Sea assemblages. Journal of 

micropaleontology. Vol. 33, No. 2, pp. 164-176. 

30. Youkhana A. K., 1976. Foraminifera and Biostratigraphy of some Late Cretaceous marine 

sediments of Northeast Iraq. (Unpublished Ph.D. thesis) University of Wales (Swansea) 318 

p. 

31. Bellen, R. C. Van, Dunnington, H. V., Wetzel, R. and Morton, D., 1959.Lexique 

Stratigraphic International. Asie, Iraq, Vol.3c. 10a, 333 p. 

32. Hammoudi R. A. & Abawi T. S., 2006.Foraminiferal biostratigraphy of the Turonian- early 

Campanian depositional subcycle from selected oil wells in Iraq. Anuário do Instituto de 

Geociências – UFRJ. Vol. 29, No. 1, p. 651. 

33. Hashem T. A., 2010. Biostratigraphy of the Late Cenomanian- Early Campanian Succession, 

Sulaimaniya, Iraq. Unpublished M.Sc. thesis.  University of Baghdad. 65 P. 

34. Abdo G. S., 2013. Stratigraphy of the Cenomanian – Early Campanian Depositional Cycle 

from selected wells in North Iraq; unpublished Ph.D. thesis, College of Science, University 

of Mosul, 187 P.    

35. Baban D. H. and Sarraj R. H., 2007. Palynofacies Analysis and Hydrocarbon Generation 

Potential of Dokan and Gulneri Formations (Upper Cretaceous) from selected wells in 

Northern Iraqi Oil Fields. Journal of Kirkuk University –Scientific Studies, vol.2, No.3 

36. Mahdi M. M., 2014. The facies analysis and sequence stratigraphy of Albian-Santonian 

succession of Surdash-Shaqlawa and Kirkuk, NE. Iraq. Published Ph.D. thesis, University 



 

   

     Paleoceanographic Reconstruction of Upper Cretaceous, Black Shale Succession  

         Northeastern Iraq Using Geochemical Proxies to Indicate Paleoredox and 

                                             Paleoenvironment Conditions 

         Khaldoun Ibrahim Ahmad, Salah Ali Hussain and Mutadhid Al-Obaidi 

 

261 Vol: 14 No: 3, July 2018 

DOI: http://dx.doi.org/10.24237/djps.1403.444C 

     P-ISSN: 2222-8373 

     E-ISSN: 2518-9255   

of Baghdad, 187 P. 

37. Machhour, L., Philip, J., Oudin, J.L.,1994. Formation of laminate deposits in anaerobic –

dysaerobic marine environments. MCG, 99, 65–  82. 

38. Martinez-Ruiz, F., Kastner, M., Paytan, A., Ortega-Huertas, M., Bernasconi, S.M., 2000. 

Geochemical evidence for enhanced productivity during S1 sapropel deposition in the 

eastern Mediterranean. Paleoceanography 15, 200e209. 

39. Wehausen, R., Brumsack, H.J., 1999. Cyclic variations in the chemical composition of 

eastern Mediterranean Pliocene sediments: a key for understanding sapropel formation. Mar. 

Geol. 153, 161e176. 

40. Wehausen, R., Brumsack, H.-J., 2000. Chemical cycles in Pliocene sapropel-bearing and 

sapropel-barren eastern Mediterranean sediments. Palaeogeogr. Palaeoclimatol.Palaeoecol. 

158, 325e352. 

41. Nijenhuis, I.A., de Lange, G.J., 2000. Geochemical constraints on Pliocene sapropel 

formation in the eastern Mediterranean. Mar. Geol. 163, 41e63. 

42. Jenkyns, H.C., Jones, C.E., Grocke, D.R., Hesselbo, S.P., Parkinson, D.N., 2002. 

hemostratigraphy of the Jurassic System: applications, limitations and implications 

forpalaeoceanography. Journal of the Geological Society 159, 351–378. 

43. Ashckenazi-Polivoda, S., Abramovich, S., Almogi-Labin, A., Schneider-Mor, A., Feinstein, 
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