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Abstract: The reaction mechanism between propadienylidene and methyleneimine was systematically investigated
employing the second-order Mgller—Plesset perturbation theory (MP2) method with the 6 — 31 + G* basis set. Geometry
optimization, vibrational analysis, and energy property of the involved stationary points on the potential energy surface
were calculated. The energies of the different species were corrected by single point energy calculations at the CCSD
(T) // MP2 / 6 — 31 + G* level. From the surface energy profile, one important initial intermediate characterized by
a 3-membered ring structure was located via a transition state firstly. After that, 3 different products possessing 3- and
4-membered ring characters were obtained through corresponding reaction pathways. In the first reaction pathway (1),
a 3-membered ring alkyne compound was obtained. A 4-membered ring conjugated diene compound was produced in
the other 2 reaction pathways, pathways (2R) and (2L). The energy barrier of the rate-determining step of pathway (1)
is higher than those of the pathways (2R) and (2L), where the ultimate products of pathways (2R) and (2L) are more
stable than that of pathway (1). Therefore, the dominating product of the addition reaction between propadienylidene

and methyleneimine should be the 4-membered ring conjugated diene compound.
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1. Introduction
Carbenes can be defined as divalent carbon intermediates where the carbene carbon with 2 nonbonding electrons
is linked to 2 adjacent groups by covalent bonds. It is well known that carbenes play an important role in organic

chemistry, especially in addition reactions involving C = C and C = O double bonds.'~3 Therefore, studies of

carbenes have attracted much attention both from theoretical and applied chemists.*~°

C3Hs is a type of highly unsaturated carbene that is of great interest in the chemistry of carbon-
rich gas-phase environments. As shown in Scheme 1, on its potential energy surface 3 isomers have been found.
Propynylidene is the only one in triplet electronic ground state and the propadienylidene and cyclopropenylidene

are in singlet state.?~1'2 Moreover, all of them can be interconverted by photolysis. =15 The structure, ther-

mochemical properties, and isomerization of C3H, carbenes have already been investigated extensively.16:17

18—-21

It was found that the singlet cyclopropenylidene is the most stable isomer among the 3 species, whose

22-25 Recently, the formation mechanism

energy is lower than those of the propadienylidene and propynylidene.
of the C3Hs carbene has been proposed by Goulay et al. using tunable vacuum ultraviolet photoionization and

time-resolved mass spectrometry. 26
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Scheme 1. The 3 isomers of C3Ho>.

Propadienylidene is the first member of the cumulene carbene series with great stability. It was produced
in a laboratory discharge, whose rotational spectrum was determined precisely by Vrtilek et al.2” Theoretical
research has been performed on the singlet state of propadienylidene.?®~35 For example, Klopper’s group
determined harmonic and anharmonic zero-point vibrational energy (ZPVE) at the CCSD (T) level of theory for
the singlet propadienylidene.3? Wu et al. performed anharmonic vibrational analyses on the electronic ground
state of propadienylidene employing vibrational second-order perturbation (VPT2) theory.33 Additionally,
radio-astronomical lines of propadienylidene were observed in 2 famous astronomical sources (TMC-1 and IRC
+10216) by means of the IRAM 30 m telescope. 36

Despite the high reactivity of C3Hs carbenes and the importance of addition reactions involving car-
benes, the reactions between C3Hgy carbenes and carbon—nitrogen double bond compounds have not been
systematically investigated extensively. The simplest example is HoC = NH, a type of molecule with a C =
N double bond, known as methyleneimine, methanimine, and formaldimine. Neutral HoC = NH is a reactive
intermediate that can be produced by pyrolysis of amines and azides.?”=3° H,C = NH has been observed in
interstellar dust clouds.4? Its gas-phase structure was determined by microwave spectroscopy, and its infrared
spectrum and electronic spectrum have also been observed. 41 —45

In the absence of experimental information, theoretical investigations on the above reaction appear
to be highly desirable and practicable. Moreover, it has been reported that propadienylidene is the final
product of photolysis of cyclopropenylidene.'® Therefore, in the present study, we systematically investigated
the reaction mechanism between propadienylidene and methyleneimine employing the second-order Mgller—
Plesset perturbation theory (MP2) method so as to reveal the propadienylidene reactivity with unsaturated
C = N compounds. In addition reactions between propadienylidene and methyleneimine, 3 different products
characterized by 3- or 4-membered rings were obtained via 3 different reaction pathways. The corresponding
reaction mechanisms were clarified in detail as well. Hopefully, the present results not only can promote the
progress of the relevant experiments, but also can provide insights into the reactivity of C3Hs carbene with
unsaturated compounds containing C = N double bonds, and enrich the available data on relevant carbene

chemistry.

2. Calculation method

The second-order MP2 method?® in combination with the 6 — 31 + G * basis set was employed to locate all
the stationary points along the reaction pathways. Frequency analyses were carried out to confirm the nature of
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the minima and transition states. Moreover, intrinsic reaction coordinate (IRC) calculations were performed to
further validate the calculated transition states connecting reactants and products. Additionally, the relevant
energy quantities, such as the reaction energies and barrier heights, were corrected with the zero-point vibrational
energy (ZPVE) corrections.

To further refine the calculated energy parameters, single point energy calculations were performed at
the CCSD (T) / 6 — 31 4+ G * level of theory based on the stationary points optimized at the MP2 / 6 — 31
+ G * level of theory. As summarized in the Table, both levels can give consistent results for the calculated
reaction profile of the addition reaction. For the sake of simplicity, the energetic results at the CCSD (T) / 6 —

31 + G*//MP2 /6-31 + G * level are mainly discussed below if not noted otherwise.

All the calculations were performed using the program Gaussian 98.47

Table. The calculated relative energy (in kJ/mol) with respect to the isolated reactants at the MP2 / 6 — 31 + G *

level of theory.*

Pathways Relative energies
Pathway (1) TS INT TS1A INTIA
5.6/12.3 -241.6/-204.2 | 72.2/96.1 -16.3/10.5
TS1B P1

118.6/142.1 | —228.5/-236.5

Pathway (2R) TS2AR INT2AR TS2BR P2R
-31.9/9.3 —-66.0/-49.8 | -37.8/-12.0 | -331.7/-292.9

Pathway (2L) TS2AL INT2AL TS2BL P2L
-34.5/7.7 | -215.4/-190.5 | -23.4/5.0 | —370.2/-333.6

@ The data after the slash refer to the results at the CCSD (T) // MP2 / 6 — 31 + G * level of theory with considering
the ZPVE corrections.

3. Results and discussion
Figure 1 shows the 3 possible reaction pathways involving 3 products proposed for the addition reaction be-
tween propadienylidene and methyleneimine. Correspondingly, the calculated relative energies for the available

stationary points are summarized in the Table.

CH
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Figure 1. The proposed reaction pathways for the addition reaction between propadienylidene and methyleneimine.
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3.1. Reaction pathway (1): the formation of a 3-membered ring product (P1)

The geometric parameters for the reactants (propadienylidene and methyleneimine), transition states (TS,
TS1A, and TS1B), intermediates (INT, INT1A), and product (P1) involved in the reaction pathway (1) are
displayed in Figure 2. Here, a 3-membered ring product, P1, was obtained in the pathway.
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Figure 2. (a): Optimized structures of reactants (propadienylidene and methyleneimine), transition states, intermedi-
ates, and products in the reaction pathway (1) at the MP2 / 6 — 31 + G * level of theory, where the bond length and
bond angle are in angstroms and degrees, respectively. (b): Reaction profile of addition reaction pathways (1), (2R),

and (2L) at the CCSD (T) // MP2 / 6 — 31 + G * level of theory.
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The first initial intermediate, INT, was formed in the pathways (1), (2R), and (2L) via a rather low
barrier of 12.3 kJ/mol. As shown in Figure 2, the distances from C3 to N! and C? in TS are 2.478 and 2.191
A, respectively. Compared with the reactants, the bond lengths of C3C*, C*C5, and O' C? are only slightly
changed (1.301 vs. 1.292, 1.335 vs. 1.339, and 1.306 vs. 1.285 A). The smoothness of the full IRC shown in

Figure 3 further indicates that T'S connects reactants with the 3-membered ring intermediate INT.
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Figure 3. IRC of TS and geometry evolution.

As displayed in Figure 2, the C* of INT adopts sp hybridization and its 2 C - C bond lengths are 1.319
(C*-C5) and 1.298 (C3 - C*) A, respectively, which are both between the general C = C double bond (about
1.33 A) and C = C triple bond (about 1.20 A). These bond lengths suggest that INT possesses the feature of
a normal allene, which can be further isomerized into an alkyne structure. Consequently, the hydrogen atom
of INT is transferred from the C® to C* atom via TS1A in the second step of pathway (1), resulting in the
formation of an intermediate INT1A.

The C* of INT1A adopts sp? hybridization and its C*- C® and C? - C* bonds are changed into a single
and a double bond, respectively. As for the C® atom, it has a pair of lone electrons, making the INT1A exhibit
a feature of carbenes. In other words, INT1A is unstable and can be rearranged into a more stable structure.

By shifting the H* atom from the C* to adjacent C3, INT1A is converted to P1 via TS1B. Here, P1 is
the most stable structure in pathway (1). Obviously, the C? of P1 is sp® hybridization and both the C* and
C® are sp hybridization. Therefore, the bond between the C* and C® is a triple bond (1.223 A), whose length
is rather shorter than that of the bond between C3 and C* (1.443 A).

The barrier heights of the 3 steps in pathway (1) are 12.3, 300.3, and 131.6 kJ/mol, respectively. Therefore,
the second step is the rate-determining step along pathway (1).

3.2. Reaction pathways (2R) and (2L): the formation of a 4-membered ring product (P2R and
P2L)

The geometric parameters of the transition states, intermediate, and product involved in the reaction pathways

(2R) and (2L) are displayed in Figure 4. The corresponding reaction profiles are illustrated in Figure 2.
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Figure 4. Optimized structures of transition states, intermediate, and products in the reaction pathways (2R) and
(2L) at the MP2 / 6 — 31 + G * level of theory, where the bond length and bond angle are in angstroms and degrees,

respectively.

Similar to the reaction pathway (1), a common intermediate (INT) is formed firstly in the pathways
(2R) and (2L). Due to the existence of tension in the 3-membered ring, the N' - C3 bond opens to form an
intermediate INT2AR via TS2AR in the second step of the pathway (2R), where the barrier height is 213.5
kJ/mol. Similarly, the C?- C3 bond in INT opens to form an intermediate INT2AL via TS2AL in the second
step of the pathway (2L), where the barrier height is 211.1 kJ/mol.

Both INT2AR and INT2AL possess the characters of carbene, where both the C3 atoms have a pair of
lone electrons. The third step of the pathway (2R) is that one H atom on the C? of INT2AR is transferred to
the C3 to form a more stable structure P2R via TS2BR, where the barrier height is 37.8 kJ/mol. Based on
the analysis of the imaginary frequency and the calculation of the IRC, it can be proved that TS2BR actually
connects INT2AR with P2R. With regard to the third step of the pathway (2L), it is the H atom on the N1
of INT2AL that is transferred to the C3 to form a more stable structure P2L via TS2BL. The corresponding
barrier height is 195.5 kJ/mol, which is much higher than that of the INT2AR — P2R progress.

As for the structure of P2R, the bond lengths of C2- C3 and C*- C® are 1.361 and 1.337 A, respectively,
which are slightly longer than that of a general C = C double bond. At the same time, the bond length of
C3- C* of P2R is 1.474 A, which is approximated to that of a general C - C single bond. Moreover, further
energy analyses suggest that the energy of P2R is lower than that of the reactants by about 292.9 kJ/mol. From
the calculated bond length and the stability, one can say that P2R is a stable conjugated diene and it is the
ultimate product of the pathway (2R). As for the P2L, its energy is lower than that of the reactants by about
333.6 kJ/mol, and it is the ultimate product of the pathway (2L).

3.3. Comparisons of the 3 reaction pathways

As mentioned above, 3- and 4-membered ring products can be produced between propadienylidene and

methyleneimine through 3 different reaction pathways. The barrier heights of the rate-determining step in
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reaction pathway (1), (2R), and (2L) are 300.3, 213.5, and 211.1 kJ/mol, respectively. The reaction pathway
(2L) with the lowest barrier height should be the most favorable channel from the kinetic viewpoint. On the
other hand, the corresponding 3 products P1, P2R, and P2L are all stable because their energies are all lower
than their corresponding reactants by 236.5, 292.9, and 333.6 kJ/mol, respectively. Furthermore, the most
favorable product P2L has also been confirmed, suggesting that the reaction pathway (2L) is also a favorable
channel from the thermodynamical viewpoint.

To better understand the reaction activities of the 3 pathways mentioned above, we investigated the
relevant molecular orbitals for the INT, TS1A, and TS2AR. As displayed in Figure 5, the formations of the
transition states TS1A and TS2AR in pathways (1) and (2R) are associated with the third occupied molecular
orbital (HOMO - 3) below the highest occupied molecular orbital (HOMO). For the TS2AR, the nonbonding
p orbital of N1 atom can be overlapped with the 7 orbital formed by the C3, C4, and C5 atoms. As a result,
the lone pair of electrons of the N1 atom can be shifted to the 7 orbital, resulting in an energy decrease of the
formed orbital. Similarly, the same is also true for the transition state TS2AL in pathway (2L). On the other
hand, the corresponding electron shift cannot occur for the TS1A since there is no orbital overlap between the
shifting H atom and the 7 orbital mentioned above. Moreover, the high tension of the formed 3-membered
ring associated with the shifting H atom is unfavorable in energy relative to that of the 4-membered ring in the
TS2AR. Therefore, it is easy to form the TS2AR and TS2AL relative to TS1A. In other words, the corresponding
energy barriers required to overcome in the pathways (2R) and (2L) should be lower than that of the pathway
(1). Actually, as also shown in Figure 5, this point can be further reflected by the lower orbital energy of TS2AR,
relative to that of TS1A.

9

INT(-0.51469) TS1A(-0.49888) TS2AR(-0.51482)

Figure 5. The calculated HOMO - 3 orbitals for INT, T'S1A, and TS2AR (from left to right), where the data in

parentheses refer to the corresponding orbital energies (in a.u.).

4. Conclusions

In this study, the addition reaction mechanism between propadienylidene and methyleneimine was systematically
investigated employing the MP2 / 6 —31 + G * and CCSD (T) / 6 — 31 + G * levels of theory. In 3 pathways,
it was found that one initial intermediate characterized by the 3-membered ring formed firstly. Then 3 different
products characterized by 3- or 4-membered rings were obtained through different pathways. The barrier
heights of the rate-determining step of the 3 reaction pathways are 300.3, 213.5, and 211.1 kJ/mol, respectively.
The reaction pathway (2L) is the most favorable reaction kinetically. On the other hand, the corresponding 3
products P1, P2R, and P2L are all stable because their energies are lower than their corresponding reactants
by 236.5, 292.9, and 333.6 kJ/mol, respectively. P2L is the most stable product among them, which suggests
that the pathway (2L) should also be a favorable process thermodynamically.

341



WANG et al./Turk J Chem

Acknowledgements

This work was supported by a General Program Grant from the National Natural Science Foundation of China

(Grant No. 31070046), a Project of Shandong Provincial Science & Technology Development Program (Grant
No. 2010G0020219), and SRT of the University of Jinan.

© ® N e e W N

H
e

11.
12.
13.
14.
15.

16.
17.

18.
19.
20.
21.
22.
23.
24.
25.
26.

27.
28.

29.

342

References

Mitani, M.; Kobanashi, Y.; Koyama, K. J. Chem. Soc. Perkin Trans. I 1995, 653—-655.

Garcia, M.; Campo, C. D.; Llama, E. F. J. Chem. Soc. Perkin Trans. I 1995, 1771-1773.

Kostikov, R. R.; Khlebnikov, A. F.; Bespalov, V. Y. J. Phys. Org. Chem. 1993, 6, 83-84.

Wang, Y.; Li, H. R.; Wang, C. M.; Xu, Y. J.; Han, S. J. Acta Phys-Chim. Sin. 2004, 20, 1339-1344.
Stang, P. J. Acc. Chem. Res. 1982, 15, 348-354.

Lu, X. H.; Wang, Y. X. J. Phys. Chem. A 2003, 107, 7885-7890.

Apeloig, Y.; Karni, M.; Stang, P. J. J. Am. Chem. Soc. 1983, 105, 4781-4792.

Fox, D. P.; Stang, P. J.; Apeloig, Y.; Karni, M. J. Am. Chem. Soc. 1986, 108, 750-756.

Herges, R.; Mebel, A. J. Am. Chem. Soc. 1994, 116, 8229-8237.

Maier, G.; Reisenauer, H. P.; Schwab, W.; Carsky, P.; Hess, B. A.; Schaad, L. J. J. Am. Chem. Soc. 1987, 109,
5183-5188.

Seburg, R. A.; DePinto, J. T.; Patterson, E. V.; McMahon, R. J. J. Am. Chem. Soc. 1995, 117, 835-836.
MacAllister, T.; Nicholson, A. J. Chem. Soc. Faraday Trans. I 1981, 77, 821-825.

Seburg, R. A.; MacMahon, R. Angew. Chem. Int. Ed. Engl. 1995, 3/, 2009-2012.

Seburg, R. A.; Patterson, E. V.; Stanton, J. F.; McMahon, R. J. J. Am. Chem. Soc. 1997, 119, 5847-5856.

Maier, G.; Reisenauer, H. P.; Schwab, W.; Carsky, P.; Spirko, V.; Hess, B. A.; Schaad, L. J. J. Chem. Phys. 1989,
91, 4763-4863.

Viésquez, J.; Harding, M. E.; Gauss, J.; Stanton, J. F. J. Phys. Chem. A 2009, 113, 12447-12453.

Taatjes, C. A.; Klippenstein, S. J.; Hansen, N.; Miller, J. A.; Cool, T. A.; Wang, J.; Law, M. E.; Westmoreland,
P. R. Phys. Chem. Chem. Phys. 2005, 7, 806-813.

Gleiter, R.; Hoffmann, R. J. Am. Chem. Soc. 1968, 90, 5457—-5460.

Lee, T. J.; Bunge, A.; Schaefer, H. F. J. Am. Chem. Soc. 1985, 107, 137-142.

Montgomery, J. A.; Ochterski, J. W.; Petersson, G. A. J. Chem. Phys. 1994, 101, 5900-5909.
Shepard, R.; Banerjee, A.; Simons, J. J. Am. Chem. Soc. 1979, 101, 6174-6178.

Jonas, V.; Bohme, M.; Frenking, G. J. Phys. Chem. 1992, 96, 1640-1648.

Takahashi, J.; Yamashita, K. J. Chem. Phys. 1996, 104, 6613—-6627.

Fan, Q.; Pfeiffer, G. V. Chem. Phys. Lett. 1989, 162, 472-478.

Walch, S. P. J. Chem. Phys. 1995, 103, 7064-7071.

Goulay, F.; Trevitt, A. J.; Meloni, G.; Selby, T. M.; Osborn, D. L.; Taatjes, C. A.; Vereecken, L.; Leone, S. R. J.
Am. Chem. Soc. 2009, 131, 993-1005.

Vrtilek, J. M.; Gottlieb, C. A.; Gottlieb, E. W.; Killian, T. C.; Thaddeus, P. Astrophys. J. 1990, 364, L53-56.

Gottlieb, C. A.; Killian, T. C.; Thaddeus, P.; Botschwina, P.; Flugge, J.; Oswald, M. J. Chem. Phys. 1993, 98,
4478-4485.

Stanton, J. F.; DePinto, J. T.; Seburg, R. A.; Hodges, J. A.; McMahon, R. J. J. Am. Chem. Soc. 1997, 119,
429-430.



30.
31.
32.
33.

34.
35.

36.
37.
38.
39.
40.
41.
42.
43.
44.
45.
46.
47.

WANG et al./Turk J Chem

Hodges, J. A.; McMahon, R. J.; Sattelmeyer, K. W.; Stanton, J. F. Astrophys. J. 2000, 544, 838-842.
Peter, B.; Rainer, O. J. Phys. Chem. A 2010, 114, 9782-9787.
Aguilera-Iparraguirre, J.; Boese, A. D.; Klopper, W.; Ruscic, B. Chem. Phys. 2008, 346, 56—68.

Wu, Q.; Hao, Q.; Wilke, J. J.; Simmonett, A. C.; Yamaguchi, Y.; Li, Q.; Fang, D.-C.; Schaefer, H. F. J. Chem.

Theory. Comput. 2010, 6, 3122-3130.
Herbst, E. Angew. Chem. Int. Ed. Engl. 1990, 29, 595-608.

Cernicharo, J.; Gottlieb, C. A.; Guelin, M.; Killian, T. C.; Paubert, G.; Thaddeus, P.; Vrtilek, J. M. Astrophys J.

1991, 368, L39-LA41.

Achkasova, E.; Araki, M.; Denisov, A.; Maier, J. P. J. Mol. Spectrosc. 2006, 237, 70-75.
Peel, J. B.; Willett, G. D. J. Chem. Soc. Faraday Trans. 2 1975, 71, 1799-1804.

Hamada, Y.; Hashiguchi, K.; Tsuboi, M.; Koga, Y.; Kondo, S. J. Mol. Spectrosc. 1984, 105, 70-80.
Bock, H.; Dammel, R. J. Am. Chem. Soc. 1988, 110, 5261-5269.

Dickens, J. E.; Irvine, W. M.; DeVries, C. H.; Ohishi, M. Astrophys. J. 1997, 479, 307-312.
Milligan, D. E. J. Chem. Phys. 1961, 35, 1491-1497.

Halonen, L.; Duxbury, G. J. Chem. Phys. 1985, 83, 2078-2090.

Halonen, L.; Duxbury, G. J. Chem. Phys. 1985, 83, 2091-2096.

Teslja, A.; Nizamov, B.; Dagdigian, P. J. J. Phys. Chem. A 2004, 108, 4433-4439.

Jia, Z.; Schlegel, H. B. J. Phys. Chem. A 2009, 113, 9958-9964.

Head-Gordon, M.; Pople, J. A.; Frisch, M. J. Chem. Phys. Lett. 1988, 153, 503-506.

Frisch, M. J.; Trucks, G. W.; Schlegel, H. B.; Scuseria, G. E.; Robb, M. A.; Cheeseman, J. R.; Zakrzewski, V. G.;
Montgomery, J. A.; Stratmann, R. E.; Burant, J. C.; Dapprich, S.; Millam, J. M.; Daniels, A. D.; Kudin, K. N.;
Strain, M. C.; Farkas, O.; Tomasi, J.; Barone, V.; Cossi, M.; Cammi, R.; Mennucci, B.; Pomelli, C.; Adamo, C.;
Clifford, S.; Ochterski, J.; Petersson, G. A.; Ayala, P. Y.; Cui, Q.; Morokuma, K.; Malick, D. K.; Rabuck, A. D.;
Raghavachari, K.; Foresman, J. B.; Cioslowski, J.; Ortiz, J. V.; Stefanov, B. B.; Liu, G.; Liashenko, A.; Piskorz, P.;
Komaromi, I.; Gomperts, R.; Martin, R. L.; Fox, D. J.; Keith, T.; Al-Laham, M. A.; Peng, C. Y.; Nanayakkara, A.;
Gonzalez, C.; Challacombe, M.; Gill, P. M.; Johnson, B. G.; Chen, W.; Wong, M. W.; Andres, J. L.; Head-Gordon,

M.; Replogle, E. S.; Pople, J. A. 1998, Gaussian 98, revision A.9; Gaussian, Inc.: Pittsburgh, PA

343



