
Lawrence Berkeley National Laboratory
Recent Work

Title
MOLECULAR CHARACTERIZATION OF VANADYL AND NICKEL NON-PORPHYRIN COMPOUNDS 
IN HEAVY CRUDE PETROLEUMS AND RESIDUA

Permalink
https://escholarship.org/uc/item/9b2469jg

Author
Reynolds, J.G.

Publication Date
1984

eScholarship.org Powered by the California Digital Library
University of California

https://escholarship.org/uc/item/9b2469jg
https://escholarship.org
http://www.cdlib.org/


UC-92-
LBL-17477 

Lawrence Berkeley Laboratory 
UNIVERSITY OF CALIFORNIA RECEIVED 

APPLIED SCIENCE 
DIVISION 

LIBR.GJ·IY .c>.ND 
DOCU:V,ENT3 SECTION 

To be presented at the International Symposium on 
Characterization of Heavy Crude Oils and 
Petroleum Residues, Lyon, France, 
June 25-27, 1984 

MOLECULAR CHARACTERIZATION OF VANADYL AND NICKEL 
NON-PORPHYRIN COMPOUNDS IN HEAVY CRUDE 
PETROLEUMS AND RESIDUA 

J.G. Reynolds, W.R. Biggs, J.C. Fetzer, 
E.J. Gallegos, R.H. Fish, J.J. Komlenic, 

r. I 

and B.K. Wines --~--~~------------~ 

January 1984 

APPLIED SCIENCE 
DIVISION 

Not to be taken;fron, this room 

Prepared for the U.S. Department of Energy under Contract DE-AC03-76SF00098 



DISCLAIMER 

This document was prepared as an account of work sponsored by the United States 
Government. While this document is believed to contain cotTect information, neither the 
United States Government nor any agency thereof, nor the Regents of the University of 
California, nor any of their employees, makes any waiTanty, express or implied, or 
assumes any legal responsibility for the accuracy, completeness, or usefulness of any 
information, apparatus, product, or process disclosed, or represents that its use would not 
infringe privately owned rights. Reference herein to any specific commercial product, 
process, or service by its trade name, trademark, manufacturer, or otherwise, does not 
necessarily constitute or imply its endorsement, recommendation, or favoring by the 
United States Government or any agency thereof, or the Regents of the University of 
California. The views and opinions of authors expressed herein do not necessarily state or 
reflect those of the United States Government or any agency thereof or the Regents of the 
University of California. 



\/ 

To be presented at the International 
Symposium on Characterization of Heavy 
Crude Oils and Petroleum Residues, 
Lyon, France, June 25-27, 1984 

LBL-17477 

MOLECULAR CHARACTERIZATION OF VANADYL AND NICKEL 
NON-PORPHYRIN COMPOUNDS IN HEAVY CRUDE 

PETROLEUMS AND RESIDUA 

John G. Reynolds 1 , Wilt R. Biggs 1 , John C. Fetzer1 , 

Emilio J. Gallegos1 , Richard H. Fish2 , 

John J. Komlenic 2 , and Brian K. Wines 2 

Lawrence Berkeley Laboratory 
University of California 

Berkeley, California 94720 

January 1984 

This work was supported by the Assistant 
Secretary for Fossil Energy, Division of Oil, Gas, 
and Shale Technology and the Bartlesville Project 
Office of the U.S. Department of Energy under Contract 
Number DE-AC03-76SF00098. 

1 Chevron Research Company, Richmond, CA 94802 

2 Lawrence Berkeley Laboratory, University of California, 
Berkeley, California 94720 



,~ 

' I 
~ 

MOLECULAR CHARACTERIZATION OF VANADYL AND NICKEL 
NON-PORPHYRIN COMPOUNDS IN HEAVY CRUDE 

PETROLEUMS AND RESIDUA 

John G. Reynolds*, Wilt R. Biggs, 
John C. Fetzer, and Emilio J. Gallegos, 

Chevron Research Company, 
Richmond, CA 94802 

Richard H. Fish*, John J. Komlenic, and Brian K. Wines, 

Lawrence Berkeley Laboratory, 
University of California, 

Berkeley, CA 94702 

1). Introduction 

The molecular characterization of vanadium and nickel 
compounds in heavy crude petroleums has been the subject of 
current research. Prior studies have shown porphyrins as 
being the only metal coordination site for both V and Ni (1), 
but newly developed analytical methods, such as high 
performance liquid chromatography (HPLC) combined with 
element-selective detection (ESD), such as inductively 
coupled plasma (ICP) (2) and graphite furnace atomic 
absorption (GFAA) spectrometry (3), have shown a considerable 
percentage (50 to 80) as metallo-non-porphyrin compounds. 
Application of electron paramagnetic resonance (EPR) 
spectroscopy also shows the probable existence of other types 
of coordination spheres for V (4-6), such as S, 0, N 
combinations. 

Arabian Heavy (AH), Maya (Ma), Boscan (Bo), Cerro Negro 
(CN), Prudhoe Bay (PB), Wilmington (W), Beta (Be), Kern River 
(KR), and Morichal (Mo) crude petroleums have been examined. 
Fractions from D 2007 separations (4), porphyrin extractions 
(2), and solvent selective extraction (3) with reversed phase 
(RP) column separations of these petroleums have been studied 
thoroughly by EPR (4-6). Experimental details are reported 
elsewhere (2-6). 

2). Results and Discussion 

The molecular size profiles of Bo, CN, W, and PB crudes 
were examined by SEC-HPLC-GFAA analyses to delineate 
characteristic metal profiles (3). These profiles were then 
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matched with fully characterized model compounds examined 
under identical conditions. Figure 1 shows the V fingerprint 
with the element-specific detector at 318.4 nm, and the 
visible detector at 408 nm (Soret) for Bo. Model V compounds 
and polystyrene (PS)standards are also shown. Table 1 lists 
the distribution of V by PS equivalent molecular weight (MW) 
of the above crudes, using these methods of analyses (3). 

Table 1: V Distribution by Molecular Weight 
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From the V profiles the following can be summarized: 
1). For the crudes studied, 30-50% of the V compounds have 
MW <900. 2). Only 3-7% of the total V has MW >9000. 3.) 
Model compounds indicate V non-porphyrin compounds are 
predominant (50-80%). The results from Figure 1 and Table 1 
illustrate the need for better separations for further 
characterization. A number of methods were employed for the 
direct purpose of speciating the metallo-non-porphyrin 
compounds. 

AH, Bo, Ma, Be, and Mo crudes were separated into 
porphyrin and non-porphyrin fractions and examined by 
SEC-HPLC-ICP (2). The SEC profiles were different for each 
of the crudes studied, but some general features were 
similar. Figure 2 shows the V SEC profile of Mo crude from 
24000 to 300 daltons as an example. The % V extracted for 
the crudes was: Be, Bo, Mo, Ma, AH; 28, 24, 21, 13, 6. 
Examination of Figure 2 and the other separation profiles 
(not shown) reveal the following features: 1). The 
extraction removes a sharp, low MW fraction centered around 
800 daltons. The UV-vis data shows this separation removes 
almost all the metallo-petroporphyrins. 2). The unextracted 
material, the residual oil, is left virtually unchangetl by 
the extraction, and is of higher MW than the corresponding 
extracted fraction. 3). The non-extracted material, which 
is considered to be metallo-non-porphyrin in nature, has a 
much broader SEC profile. 

Ma, AH, Be, and KR atmospheric residua (AR) were 
characterized by the modified D 2007 and asphaltene 
separation. The organic portions of the four fractions 
(saturate, aromatic, resin, and asphaltene) have been 
analyzed in detail (4). The metals distribution of the 
separated fractions of the above residua allows several 
generalities to be made: 1). The saturate and aromatic 
fractions contain almost no detectable metals. 2). The 
majority of the metals are found in the asphaltene fractions 
except for KR. Comparable results have been found elsewhere 
(7,8). 

Some work has been done on the fate of the porphyrins in 
the D 2007 separation. From absorption data, the majority of 
the porphyrins have been found in the resin fraction (9,10). 
This contradicts fingerprinting using RPC-HPLC-GFAA, where 
the V profiles of the maltene and the asphaltene extracts 
(pyridine/water) show the majority of the V petroporphyrins 
associate into the asphaltenes (7). 

The extracts of Bo, PB, CN, and W were also examined by 
RPC-HPLC-GFAA. Three fractions were isolated where F1 is the 
most polar, and F3 is the least polar. Figure 3 shows the V 
and Ni profile of Bo. The following conclusions were made 
for the crudes: 1). The extraction removes V and Ni 
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Figure 3. Reversed Phase HPLC-GFAA profiles for a) standards 
and b) Boscan crude oil extracte 

Nickel 

Table 2: EPR Parameters and Derived 

Sample g iso a iso 
Resins 

Maya 1.9783 97.0 g 
Arabian Heavy 1.9798 97.0 g 
Beta 1.9786 97.0 g 
Kern River 1.9790 96.9 g 

Asphaltenes 
Maya 1.9784 97.5 g 
Arabian Heavy 1e9781 97.5 g 
Beta 1.9792 97.3 g 
Kern River 1.9783 97.4 g 

Non-porphyrins 
Beta 1.9779 97.1 g 
Boscan 1.9791 97.0 g 
Morichal 1.9787 96.9 g 
Maya 1.9772 97.4 g 
Arabian Heavy 1.9786 97.5 g 
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Wilmington F2 1.9813 94.6 g 4S, 3S N 

*2N 0 S, 2S 20, 3N 0 are also possible. 
•• F2 is moderate polar fraction. 
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compounds from all MW ranges. Compounds in MW ranges >2000 
appear to have MW <400. This strongly implies that a 
considerable percentage of the V non-porphyrin compounds are 
complexed to the large MW asphaltic components and can be 
removed by extraction. 2). Bo, CN, and W have V porphyrin 
and non-porphyrin compounds; PB has virtually no porphyrins. 
3). Bo, CN, PB have virtually no Ni porphyrins, while W has 
some Ni porphyrins. 

The above fractions were examined by EPR and MS 
spectroscopy to further characterize V non-porphyrin 
compounds. Table 2 lists the EPR parameters calculated and 
the coordination spheres correlated for the above fractions. 

The predominant coordination spheres indicated for the V 
non-porphyrin species are the 4N (i.e. possibly chlorins, 
phthalocyanines, aza-[14]-annulenes), N 0 2S (no model 
compounds have been characterized), and 4S 
(dialkyldithiocarbamates, thiophenic type). High resolution 
MS has been performed on the RPC fractions. Unfortunately, 
due to overwhelming organic composition, no 
metallo-non-porphyrin complexes have yet been identified. 

3). Conclusion 

Important structural aspects are emerging from the 
presented data: 1). There are non-porphyrin metal complexes 
in the crude petroleums. 2). They appear to be smaller 
molecules with MW <400 which are liberated when the tertiary 
structure of the large asphaltics is denatured. 3). The 
first coordination spheres of this class of compounds are 
possibly 4N, N 0 2S, and 4S. 
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