Journal of Mathematical Chemistry Vol. 31, No. 4, May 2002 (© 2002)

Enumeration of isomers of alkylcyclobutadienes by means
of alkyl 1,1,1-triradicals

Ching-Wan Lam

Department of Chemical Pathology, The Chinese University of Hong Kong, Prince of Wales Hospital,
Hong Kong, P.R. China
E-mail: ching-wanlam@cuhk.edu.hk

Received 2 November 2000; revised 11 May 2002

Previous studies have shown that alkyl 1,1-biradicals could be used to enumerate the con-
stitutional isomers of alkenes [1] and cyclopropanes [2]. In this study, an algorithm of us-
ing alkyl 1,1,1-triradicals to enumerate the constitutional isomers of alkylcyclobutadienes is
described. An akylcyclobutadiene molecule is considered to be formed by four akyl 1,1,1-
triradicals by pairing two of the electrons with two of the adjacent alkyl 1,1,1-triradicals, and
theremaining unpaired electron with one of the other adjacent alkyl 1,1,1-triradical. Thisenu-
meration algorithm showed that the constitutional isomers of the methanol series enumerated
by Henze and Blair [3] can be used for enumerating the constitutional isomer of unsaturated
cyclic compounds.
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An akylcyclobut-1,3-diene molecule with formula C,H,,_4 is a cyclic compound
with a 4-membered ring and two conjugated double bonds. In this study, an akylcy-
clobutadiene molecule is considered to be formed by four akyl triradicals by pairing two
of the unpaired electrons with two of the adjacent alkyl triradicals, and the remaining un-
paired electrons with one of the other adjacent akyl triradical. The four alkyl triradical
molecules have carbon content i, j, k, and [, respectively, wherei + j +k+1 =n and i,
j, k, 1 areintegerswith values > 1. For an akyl triradical molecule of carbon content m,
the number of congtitutional isomersisL,,. L,, isequa to S,,_1, where §,,_; denotesthe
number of constitutional isomers of an akyl group with m — 1 carbons. The constitu-
tional isomers of alkylcyclobut-1,3-diene may be partitioned into five classes satisfying
the following conditions:

Condition 1. All 4radicals having different carbon number: i £ j,i # k,i #1, j #k,
J#Landk #£1.

Condition 2. Exactly 2 radicals having the same carbon number: i # j,i # k, j # k,
and k = 1.
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Condition 3. Exactly 2 radicals having the same carbon number, and the other 2 radicals
aso having the same carbon number but different from that of the other pair: i = j,
k=1,andi # k.

Condition 4. Exactly 3 radicals having the same carbon number: i = j =k # 1.
Condition 5. All 4 radicals having the same carbon number: i = j =k = 1.

For condition 1, the number of constitutiona isomersis
3L;L;LiL,.

In this condition, the number of isomers of alkylcyclobut-1,3-diene for one spatial com-
bination of the four radicals inthering is L;L;L,L;. Because there are three possible
spatial combinations, the number of constitutional isomersis3L;L;LiL;.

For condition 2, the number of isomers of the pair, i.e., Ly = L; is

1 1
Ly + ELk(Lk -1 = ELk(l + Ly)

and we have two possible spatial combinations of the four radicalsin thering, i.e., either
adiagona pair or an adjacent pair. Thus, the total number of congtitutional isomersis:

1
2LiLj{§Lk(l+ Lk)} = L;L;Li(1+ Ly).

For condition 3, we have two spatial combinations of the four radicals in the ring,
i.e., either two diagonal pairs or two adjacent pairs. Thus, the number of constitutional
isomersis:

1 1 1
2. ELj(l-l- Lj)- ELk(l-l- Ly) = éLij(l-l- L)1+ Ly).
For condition 4, the number of constitutional isomersis:
1
LiL;+2-L;-Li(Li—=1)+3-L;- E(Li)(Li -D(L; -2
1
=L;L;+2L,L;(L; = 1) + §L1Li(Li - D(L; - 2).

The first term of the equation is the number of constitutional isomers when the three
radical molecules with the same carbon number are identical. The second term is the
number of constitutional isomers when only two of the three radical molecules with
the same carbon number are identical and we have two possible spatial combinations
of the four radicals in the ring in this subcondition. The third term is the number of
congtitutional isomers when the three radical molecules with the same carbon number
are different and we have three possible spatial combinations of the four radicals in the
ring in this subcondition.
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For condition 5, the number of constitutional isomersis:

1 1 L,
Li+Li(Li—1)+2-ELi(Li—1)+2-E'Li'(Li—l)'(Li—2)+3'<4>

=L;+2L,(L;i =)+ L;(L; —1)(L;, —2) + %Li(Li - D(L; = 2)(L; - 3).

The first term of the equation is the number of constitutional isomers when the four
radical molecules are identical. The second term isthe number of constitutional isomers
when only three of the four radical molecules are identical and we have only one possible
spatial combination of the four radicalsin thering in this subcondition. Thethird termis
the number of constitutional isomers when two radicals are identical, and the other two
radicals are also identical but the two pairs are different from each other and we have
two possible spatial combinations of the four radicals in the ring in this subcondition.
The fourth term is the number of congtitutional isomers when there is only one pair of
identical radical molecules and we have two possible spatia combinations of the four
radicals in the ring in this subcondition. The fifth term is the number of constitutional
isomers when there are no identical radical molecules and we have three possible spatial
combinations of the four radicals in the ring in this subcondition.

To enumerate the number of constitutional isomers of akylcyclobutadiene of car-
bon content 2, we have to first partition » into four positive integers, i.e., i, j, k, [; and
then calculate the number of constitutional isomers of each individua combination of i,
j, k, I by the above equations.

For example: if n = 8, we have the following combination of i, j, k, [ values:

1115
1124
1133
1223
2222

The combination, 1, 1, 1, 5 satisfies condition 4; the combination 1, 1, 2, 4 satisfies
condition 2; the combination, 1, 1, 3, 3 satisfies condition 3; the combination 1, 2,
2, 3 satisfies condition 2; and the combination 2, 2, 2, 2 satisfies condition 5. Thus the
number of constitutional isomers for alkylcyclobut-1,3-dienes with 8 carbonsiis:

1
Ls+ LoLaLi(14 L) + §L1L3(1 + L)1+ L3)+ L1L3Lo(1+ Ly +1
1
=S4+ S183L1(1+ L) + §L152(1 + L)+ 82) + L1S251(1+S1) +1

1
=4+1-2.1- A+ D+ 511 A+ DA+ D +1-1- 1. A+ D +1

=4444+24+2+1
= 13.
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Table 1
Number of constitutional isomers of akylcyclobutadienes.
n No. of isomers
4 1
5 1
6 3
7 5
8 13
9 26
10 66
11 152
12 366
13 907
14 2225
15 6864

The values of S, are taken from the paper of Henze and Blair [3].
If n = 16, we have the following combination of i, j, k, / values and conditions:

Combination Condition No. of isomers Combination Condition No. of isomers

11113 4 3057 1357 1 204
11212 2 2476 1366 2 72
11311 2 1014 1447 2 102
11410 2 844 1456 1 192
1159 2 712 22210 4 211
1168 2 624 2239 2 178
1177 3 306 2248 2 156
12211 2 1014 2257 2 136
12310 1 633 2266 3 72
1249 1 534 3337 4 17
1258 1 468 3 346 2 32
1267 1 408 3 355 3 20
1339 2 178 4 444 5 6
1348 1 234

Thus, the number of isomers of alkylcyclobutadiene with 16 carbons is 13900. The
results also can be obtained by Pdlya's theorem [4,5]. For alkylcyclobutadienes with 4
to 15 carbons, the number is shown in table 1.
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