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Abstract For the purpose of characterizing the stereochemistry and stereoisomerism
of oxirane derivatives, the RS-stereoisomeric group C,, =7 of order 8 has been defined
by starting point group Cp, of order 4, which specifies the geometric features of an
oxirane skeleton. The isomorphism between C,, > and the point group Dy, of order 8
is discussed algebraically and diagrammatically. The data necessary to combinatorial
enumeration under C, =7, €.g., the non-redundant set of subgroups, the subduction of
coset representations, and the inverse of the mark table, are prepared by referring to the
data of Dy, The fixed-point-matrix method and the partial-cycle-index method, which
have been originally developed to accomplish combinatorial enumeration under point
groups in the unit-subduced-cycle-index approach (Fujita in Symmetry and combi-
natorial enumeration in chemistry. Springer, Berlin, 1991), are extended and applied
to the combinatorial enumeration of oxirane derivatives under the RS-stereoisomeric
group C,, 7. Thereby, the numbers of inequivalent quadruplets are calculated in an
itemized fashion with respect to the subgroups of C, =7, where each quadruplet con-
tained in a stereoisogram is counted once. Such quadruplets are further categorized
into five types (type I-V). The enumeration of oxiranes under the point group Cy,
as well as under the RS-permutation group Csz is also conducted and the results are
compared with those of the RS-stereoisomeric group C,,=7.
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1 Introduction

Chiral three-membered heterocycles shown in Fig. 1 have attracted the interests of
organic chemists as targets or intermediates for organic syntheses. Several reviews [1—
3] have surveyed synthetic aspects of chiral oxiranes and aziridines. In particular, the
Katsuki-Sharpless asymmetric epoxidation and related methods [4,5] have attracted
wide interests of organic chemists, as found in many review articles [6-9]. A remark-
able milestone of this field has been the Nobel Prize in Chemistry 2001 awarded to
Sharpless [10]. As for chiral aziridines, the absolute configuration of 2-phenylaziridine
and its derivatives has been reported by us [11], and synthetic applications of chiral
aziridines have been reviewed [12]. As for chiral thiiranes, asymmetric synthesis of
them from aldehydes has been reported [13].

In spite of these brilliant progresses in the synthesis of chiral three-membered
rings, the total features of their stereoisomerism have not been fully investigated, e.g.,
the numbers of three-dimensional (3D) structures which are derived by placing four
ligands on the four positions of the skeleton 1, their symmetrical features for categoriz-
ing three-membered heterocycles as 3D structures, and theoretical and mathematical
foundations for assigning stereochemical descriptors such as R/S-stereodescriptors of
the Cahn—Ingold—Prelog (CIP) system. These items should be clarified by developing
rational mathematical foundations for the purpose of discussing the total features of
stereoisomerism of three-membered heterocycles.

In order to discuss geometrical features of organic compounds as 3D structures,
I have pointed out the importance of coset representations and equivalence classes
(orbits), where subduction of coset representations and sphericities of orbits have
been emphasized as new concepts in qualitative and quantitative discussions on stere-
ochemistry, as shown in articles [14—17] and reviews [18,19]. After unit subduced
cycle indices with chirality fittingness (USCI-CFs) were proposed on the basis of these
concepts, four methods of combinatorial enumeration have been developed under the
collective name the unit-subduced-cycle-index (USCI) approach [20-24]. On the other
hand, the proligand method has been developed as a more succinct method of combina-
torial enumeration of 3D structures [25-27] and applied to combinatorial enumeration
of monosubstituted alkanes [28—30] and alkanes [31-35], as summarized in a review
[36] and a monograph [37]. The proligand—promolecule model has been proposed to
enumerate organic compounds with rotatable ligands [38].

In addition, I have developed the stereoisogram approach by staring from a
newly-defined concept of stereoisograms, which consists of a quadruplet of promole-
cules. Such stereoisograms are diagrammatic expressions of RS-stereoisomeric groups
defined by integrating point-groups and RS-permutation groups, where the latter are
generated by the restriction of usual permutation groups [39-41]. The quadruplet of

Fig.1 Skeletons for 3. 4

three-membered heterocycles X=0: oxirane, epoxide

I=C—C=2 x_g: thiirane, episulfide
\ X=NH: aziridine

1
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promolecules in a stereoisogram is characterized by three types of relationships, i.e.,
enantiomeric, RS-diastereomeric, and holantimeric relationships [39,42]. Thereby,
stereoisograms are categorized into five types, as proven in general [43].

The original version of the USCI approach [23,24] has been applied to the com-
binatorial enumeration of 3D structures under point groups, as shown in a recent
report [44-46]. The USCI approach can be extended by incorporating the stereoiso-
gram approach, so that it becomes capable of enumerating 3D structures under RS-
stereoisomeric groups [47,48]. This means that the combination of the USCI approach
with the stereoisogram approach is ready to conduct combinatorial enumeration of
three-membered heterocycles under the corresponding RS-stereoisomeric group. This
is the target of the present article as Part I of the present series.

2 The proligand—promolecule model for the oxirane skeleton

For the sake of simplicity, we select an oxirane skeleton 2 (Fig. 2) as a representative of
three-membered heterocycles 1 (Fig. 1). The importance of the proligand—promolecule
model [38] has been demonstrated by examining rigid polycyclic skeletons such as
a prismane skeleton [49,50] and an adamantane skeleton [51]. The crux is the fact
that the chirality or achirality of each proligand, which is decided in isolation (when
detached), is identical with the chirality or achirality of the corresponding ligand with a
concrete 3D structure. Note that influences due to conformational changes are avoided
in terms of the proligand—promolecule model. Throughout the present article, a pair
of symbols or compound numbers without and with an overbar represents a pair of
enantiomeric entities (proligands, promolecules, ligands, molecules, etc.) in isolation.

The proligand—promolecule model can be applied to the oxirane skeleton 2, which
is regarded as a rigid stereoskeleton with four substitution positions (Fig. 2). These
positions are numbered sequentially from 1 to 4, where the initial mode of numbering
is arbitrary without losing generality.

A set of proligands is selected from a given proligand inventory:

L={A,B,X,Y;p,P,q.q.1,T,5s,5}, e

where the symbols, A, B, X, and Y, denote achiral proligands, while the paired symbols,
p/p, q/q, 1/t, and s/s, denote chiral proligands having opposite chirality senses. For
example, a set of proligands, A, B, X, and Y, is applied to the skeleton 2 so as to
generate a promolecule represented by 3. Then, a molecule 4 is generated by the
substitution of A = CH3, B=CH,CH3, X=H, and Y = H.

3'.,_ ::4 X‘.__ ::Y A =CHs, H'.,_ ::H
ImC—Ca2 _ABXY ac ol B = CH,CH, CH; = C—C—aCH,CH
proligands X=H Y=H
\/ \ 5
2 3 4
stereoskeleton promolecule molecule

Fig. 2 The proligand—promolecule model for an oxirane skeleton
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The oxirane skeleton 2 belongs to the point group C,, (order 4). Under the action
of C,,, the orbits contained in 2 are characterized by coset representations such as
Cy,(/C)) for the four substitution positions, Cy,(/C,) for the two skeletal carbons,
and Cj, (/Cyy) for the oxygen atom [15]. By adopting the numbering shown in 2, the
coset representation Cj, (/C1) is obtained as follows (cf. Table 1 of [15]):

Cay = {1, C2, 00(1). v (2) } (2)
C(/Cy) = {(1)(2)(3)(4), (14)(23),(12)34),(13)(2 4)}, 3)

where an overbar indicates the alternation of the chirality sense of each substitution
position. During the generation of a promolecule, the point group Cy, is restricted
to one of the subgroups (e.g., C; for the promolecule 3), where the restriction is
characterized by the subduction of coset representations (e.g., C2,(/C1) | C; =
4C1(/Cy) for the promolecule 3) according to the USCI approach [23].

3 RS-stereoisomeric group for the oxirane skeleton

The operations of the point group Cp, are listed in the left part of Table 1 (two
rotations in the upper-left part A and two reflections in the lower-left part B). Hence,
the following coset decomposition is obtained:

Cyy =Ca+0Cy, (4)

where the representative o is selected to be o,(1) or oy (2). These operations correspond
to the symmetry elements illustrated in the top-view 6 (Fig. 3). Note that the oxygen
atom with its valence bonds is hidden under the central C—C bond of the oxirane
skeleton in the top-view represented by 6.

By starting from the proper rotations of Cpy, i.e., I ~ (1)(2)(3)(4) and Cy ~
(14)(2 3), the corresponding ligand reflections (the lower-right part D) are generated
as follows: 7 ~ (1)(2)(3)(4) and C> ~ (1 4)(2 3), where the chirality sense of each
position is changed into the opposite chirality sense as denoted by an overbar. The
resulting ligand-reflection group is represented as follows:

Cyi=C+1C, Q)

By starting from the reflections of Cy,, i.e., oy)y ~ (12)(34) and oy) ~
(13)(24), the corresponding RS-permutations (the upper-right part C) are gener-
ated as follows: y(1y ~ (1 2)(3 4) and 7,2) ~ (1 3)(2 4), where the chirality sense
of each position is retained to be unchanged. The resulting RS-permutation group is
represented as follows:

Cis =Cr+0C, (6)

where the representative o is selected to be oy (1) or oy(2).
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Table 1 Operations of C;vafand coset representation of C, ~7(/C7) versus operations of Dy, and coset

representation of Dy, (/CY)

operation  operation  Dy,(/CY) or C, 57(/Cs) || operation  operation  Dy,(/CY) or C, 57(/Cy)
geDy, g€Cy 57 (product of cycles) ge Dy, g€Cy5p (product of cycles)
! 1 (1H(2)(3)(4) Gy (1 (12)(34)
Cy3) G (14)(23) Cy2) V(2) (13)(24)
Oy(1) Oy(1) (12)(34) Oy z (1)(2)(3)(4)
O2) Oy(2) (13)(24) i G (14)(23)
3, o4 3 /4
lwC—C-=2 Cc=—C
\ ./ \
o 1 2
2 5
Coy Dy
point group int(? top-view with top-view with
RS—ste}r;glllsl;) MEriC | symmetry elements symmetry elements
%v(2) Ou(2)
%) %J0)
4 ‘ 2 4 # 2
~J
7 I 6v(1)7 Oy(1) /H —— G0y 001)
~ . N
G, G 36 | i, Cy3) 37
‘ j\ ‘ Oy,
Cost Dy,

Fig.3 An oxirane skeleton (2) and an ethylene skeleton (5). The top-view 6 shows the symmetry elements
of the RS-stereoisomeric group C,, =7 for the oxirane skeleton (2), while the top-view 7 shows the symmetry
elements of the isomorphic point group Dy, for the ethylene skeleton (5)

The coset decompositions represented by Eqs. 4, 5, and 6 are integrated to generate
an RS-stereoisomeric group for characterizing the oxirane skeleton (2) as follows:

C57=C24+0Cr+5Co + 1Ca, @)

the operations of which are listed in the (g € C,,z7)-column of Table 1. The coset
representation Cp,(/C;) under the point group C,, is extended to give the coset
representation C,,=7(/C7) under the RS-stereoisomeric group C, =7, as listed in
Table 1.
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Fig. 4 Elementary S
stereoisogram for an oxirane
skeleton

4 Stereoisograms for the oxirane skeleton
4.1 Construction of stereoisograms

Because the subgroup C; is a normal subgroup of C, 7 (Eq. 7), the corresponding
factor group can be constructed as follows:

Cy,57/C2 = {C2,0C2,5C, 1Cs}, ®)

which is isomorphic to the Klein four-group of order 4 or to the point group Co,.

Let the oxirane skeleton 2 correspond to the identity operation I (~ (1)(2)(3)(4)),
which is a representative of the coset C, (= IC;) contained in the factor group
C,,57/C2 (Eq. 8). Then, the other representatives of the cosets contained in Eq. 8
correspond to the numbered skeletons shown in Fig. 4, i.e., 2 to oy (~ (13)(24)),
8 to oy (~ (13)(24)), and 8to T('v (1)(2)(3)(4)). These four numbered skeletons
are collected to give an elementary stereoisogram shown in Fig. 4. As found easily,
each skeleton (2, E, 8, or §) in Fig. 4 generates a set of homomers under the action of
C,, so that it can be regarded as a diagrammatic representative of each coset appearing
in the factor group C, 57/C> (Eq. 8).

When a set of proligands, A (at position 1), B (at position 2), X (at position 3), and
Y (at position 4), is applied to the elementary stereoisogram (Fig. 4), there appears
a stereoisogram shown in Fig. 5. The stereoisogram (Fig. 5) is characterized by the
presence of diagonal equality symbols, so that it is categorized to type I (chiral, RS-
stereogenic, and ascleral).

In general, a stereoisogram contains three kinds of relationships, i.e., (self-) enan-
tiomeric relationships (along the vertical direction), (self-)RS-diastereomeric relation-
ships (along the horizontal direction), and (self-)holantimeric relationships (along
the diagonal direction). These relationships correspond to chirality/achirality, RS-
stereogenicity/RS-astereogenicity, and sclerality/asclerality, respectively. A relation-
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Fig. 5 Stereoisogram of type I N
derived from the oxirane
skeleton 2, where the proligand X3 f:’Y Al 2 B
A is placed at position 1, B at Ar’vﬂB o X v’ﬁY
position 2, X at position 3, and o o
Y at position 4. Note that the 3 9
proligands A, B, X, and Y are
achiral in isolation. The MG (13)(24)
reference promolecule 3 belongs
to the RS-stereoisomeric group X %}
7
AT 3B X3 LY
(6] (6]
3 9
(13)(24) MG

C

ship with the prefix ‘self-’ is denoted by an equality symbol, so that the diagonal
equality symbols in Fig. 5 represent self-holantimeric relationships (due to ascleral-
ity).

By placing proligands selected from the proligand inventory (Eq. 1), the elementary
stereoisogram (Fig. 4) is converted into a stereoisogram which contains a quadruplet of
promolecules produced according to the proligand—promolecule model. There appear
stereoisograms of five types, which are schematically shown in Fig. 6. The symbols
A and A (or B and B) represent a pair of enantiomers based on a given skeleton (e.g.,
an oxirane skeleton). For example, Fig. 5 is an example of the type-I stereoisogram
shown in Fig. 6, where the A at the upper-left position is selected to be equal to the
promolecule 3.

4.2 Stereoisograms of five types

Just as the Klein four-group has five subgroups, the factor group C,,57/C> (Eq. 8) has
five subgroups in accord with the general discussions on RS-stereoisomeric groups
[43]:

Type I: C,7/Cay = {C2, ICy) (cf. Eq. 5) 9)
Type 1I: Cy5/Cy = {Cy,0Cy} (cf. Eq. 6) (10)
Type III: C,/C, = (Ca) (11)
Type I'V: C,,57/C2 = {C2,0C2,5Cs, TCZ} (cf. Egs. 7and 8) (12)
Type V: Cyy/Cy ={Cy,0Cy}) (cf. Eq. 4) (13)

The five subgroups listed in Eqgs. 9-13 correspond to the stereoisograms of five
types collected in Fig. 6. Because Eq. 9 corresponds to C,7 (Eq. 5), it is characterized
by the presence of a diagonal equality symbol, as found in the type-I stereoisogram
shown in Fig. 6. Because Eq. 10 corresponds to Coz (Eq. 6), it is characterized by
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RS-astereogenic RS-stereogenic
TypeI: [, —,d]
chiral/
RS-stereogenic/
ascleral
Gy C5. G

S
A <o A
A <o A
C
chiral

Type II: [—,a,—] Type IIL: [—, —, ]

chiral/ chiral/

RS-astereogenic/ RS-stereogenic/

scleral scleral

Cy5.C5, C; Cy, G

S S

A —o—= A A <o+ B

C C

Type IV: [a,a,q] Type V: [a,—,—]
achiral/ achiral/
RS-astereogenic/ RS-stereogenic/
ascleral scleral

C,57 Ciss0 Cigas Cy,, C, G

C(a? Car

S S
achiral

A —o= A A <o+ B

C C

Fig. 6 Stereoisograms for representing R S-stereoisomers of five types. This figure is a modification of
Fig. 6 of [42] and of Fig. 2 of [52], where the subgroups of C, =7 for characterizing respective types are
shown along with three attributes. The symbols A and A (or B and B) represent a pair of enantiomers based
on a given skeleton (e.g., an oxirane skeleton), where the A at the upper-left position of each stereoisogram
is selected from the promolecules enumerated in the present article

the presence of a horizontal equality symbol, as found in the type-II stereoisogram
shown in Fig. 6. Because Eq. 13 corresponds to Cy, (Eq. 4), it is characterized by the
presence of a vertical equality symbol, as found in the type-V stereoisogram shown
in Fig. 6. As an extreme case, Eq. 11 corresponding to C; is characterized by the
absence of equality symbols in any directions, as found in the type-III stereoisogram
shown in Fig. 6. As another extreme case, Eq. 12 corresponding to C, 57 (Eq. 7)
indicates the presence of equality symbols in all of the directions, as found in the
type-1V stereoisogram shown in Fig. 6.

@ Springer



268 J Math Chem (2015) 53:260-304

5 Subgroups of the RS-stereoisomeric group for the oxirane skeleton

5.1 Isomorphism between the RS-stereoisomeric group C,, =7 and the point group
Doy,

By comparing the operations of the RS-stereoisomeric group C,, =7 with those of the
point group Dy, (Table 1), they are determined to be isomorphic. The correspondence
between the operations of them is clarified by comparing the top-view 6 (for the oxirane
skeleton 2 of C,,57) and the counterpart top-view 7 (for the ethylene skeleton 5 of
Dyj,). It should be noted that the coset decomposition represented by Eq. 7 corresponds
to the coset representation of the point group D»j:

Dy, = Cy + 0y(1)C2 + C2(1)C2 + 61,Cs. (14)

The isomorphism between C,, =7 and Dy, means that the data of the point group D>y,
(e.g., the non-redundant set of subgroups, a mark table, an inverse mark able, subduc-
tion of coset representation, unit subduced cycle indices with and without chirality
fittingness) [53,54] can be used in the discussions on the RS-stereoisomeric group
C, 57 after necessary modifications.

The point group Dy;, has a non-redundant set of subgroups (SSG) containing 16
subgroups up to conjugacy, where the subgroups are aligned in the ascending order of
their orders [53,54]:

1 2 3 4 5 6 7 8 9 10
/ /! / /" /
SSGDZ}, = C17C25 C27C27CS5C‘Y5CS7Cl‘5C2U7C207

gva C2h, C/Zh’ C/2/h7 D25 D2h

11 12 13 14 5 g6
. (15)

These subgroups are numbered sequentially for the sake of cross reference. The oper-
ations contained in each of these subgroups (Eq. 15) are listed in the right part of
Table 2.

Because of isomorphism, the RS-stereoisomeric group C,, =7 is characterized by a
non-redundant set of subgroups (SSG) as follows:

12 3 4 5 6.7 8 9 10
SSGCZUET = Cls C2a Cav CE! CSv Csa CT» CE, C2U9 CSET’

w57 Cor G55, Ciza0 Caz, Cop7 (16)

It 12 13 14 15 16
se1° } ’
where the subgroups are numbered sequentially for the sake of cross reference to the
SSG of the isomorphic point group D,j. The operations contained in each of these
subgroups (Eq. 16) are listed in the left part of Table 2.

As found in the left part of Table 2, the notation of each subgroup consist of a
boldfaced letter and the first subscript due to its maximum point group (e.g., Cy, for
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C,,57), which are attached by the additional subscript o due to the membership of
RS-permutations (e.g., ¢ for C, =7) and/or the further additional subscript 7 (or o)
due to the membership of ligand reflections (e.g., T for C,57)-

5.2 Type I to V assigned to the subgroups of the RS-stereoisomeric group C,, =7

The data listed in Egs. 9-13 indicate the maximum subgroup of each type, i.e., C,7 for
type-I stereoisograms, Cy5 for type-II stereoisograms, C, for type-III stereoisograms,
C, 57 for type-1V stereoisograms, and Cs, for type-V stereoisograms. Thereby, the
subgroups listed in Eq. 16 are categorized into five types, as summarized in the type-
column of Table 2. For example, the subgroup Cs in the third row of Table 2 is
concluded to be type II, because the subgroup Cs is a subgroup of the maximum sub-
group Co5 of type Il appearing in the 15th row. The subgroups of the RS-stereoisomeric
group C,, =7 are categorized into type I to V (Table 2) so as to give SGH_sGIVI:

Sl — [C G G ] (17)
& (o) 21
sGlll = H(?3~ c. C15~] (18)
—_— (o) o 20
1 2
gl — {Cl,C ] (19)
(V] o o gro s 4 o
SG = CAUI’Csal’csaa7csaa’c2v57 (20)
5 6 9
SGIVI — HCS, c., sz] @1

These sets of subgroups are attached to the stereoisograms of the respective types
shown in Fig. 6.

5.3 Subduction of the coset representation C,, =7(/C?)

Each of the four substitution positions in the oxirane skeleton 2 is fixed by the subgroup
C; under the action of the RS-stereoisomeric group C,, 7. In other words, the local
symmetry of each position of the oxirane skeleton 2 is determined to be C5 under the
global symmetry C,,~7. The coset decomposition of C, =7 by C; is represented as
follows:

Cos7 = C7 +0v())C7 + 0u(2) G + C2C7, 22)

which generates the coset representation C,,~7(/C7) for characterizing the four posi-
tions of the oxirane skeleton 2, as collected in Table 1.

Because the subgroup C; corresponds to the subgroup C; of the point group Dy
(the 7th row of Table 2), the coset decomposition (Eq. 22) corresponds to the following
coset decomposition of Doy,:
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Table 3 Subduction of the coset representation C,, =7(/C7p)

J G; Type Cy57(/CP L G USCI-CF
! Ci ul 4cy(/Cp) b
2 C2 ul 2C2(/C) b3
3 Cs 11 2C5(/Cy) b2
4 C5 I 2C5(/Ch) »2
3 Cs A 2C4(/C1) 3
6 C; v 2C(/C1) 32
7 Cr I 4CH(/CP at
8 Cs I 2C5(/C1) 3
9 Coy N 2C(/Cy) c4
10 Ci7 v 2C57(/CP) a3
H Cat v 2C_-(/Cp a3
12 C7 I 2C,7(/Cp) a3
13 Css5 v Cs55(/C1) c4
14 Cizs v Cl55(/CD) e
15 Coz I Co5(/C1) by
16 CosT v Crus7(/CD ay
Dy, = C;/ + av(l)C;’ + UU(Z)C;/ + C2(3)C;/. (23)

It follows that the coset representation Do, (/CY) derived from Eq. 23 consists of an
identical set of products of cycles with the coset representation C, =7(/C7) derived
from Eq. 22, as shown in Table 1.

The subduction of coset representations is a central concept of the USCI approach
[23]. Because of the isomorphism between Dy, and C,, =7, the data of the subduction of
D1, (/CY) (Table 1 of [54]) can be used to generate the counterpart data of C,,z7(/C7),
as collected in Table 3. Note that the subduction Dy, (/C}) | G, for G; € SSGp,,
(Eq. 15) corresponds to the subduction C,, =7(/C7) | G j for G j € SSG, .+ (Eq. 16),
where each subgroup G ;j corresponds to the subgroup G as shown in Table 2.

Subgroups of an RS-stereoisomeric group are categorized into ex-chiral or ex-
achiral groups, where the prefix ‘ex’ is an abbreviation of the word ‘extended’ [47,48].
Thereby, a subgroup of type II or III is categorized to be ex-chiral (due to the absence
of reflections and ligand reflections), while a subgroup of type I, IV, or V is categorized
to be ex-achiral (due to the presence of reflections and ligand reflections). Then, the
extended sphericity of a coset representation G( / G ) is defined as follows:

homospheric for an achiral G and an achiral G s
enantiospheric for an achiral G and a chiral G j»and
hemispheric for a chiral G and a chiral G s
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which are characterized respectively by sphericity indices, aq, cq, and by (d =
|é| / |G 1), when the USCI approach [23] is applied in an extended fashion.

From the subduction data collected in the (C,,;7(/C7) | G j)-column of Table 3,
the corresponding USCI-CF (unit subduced cycle index with chirality faithfulness) is
calculated in a parallel way to the calculation of the USCI-CFs for the point group
Dy, (cf. Table 1 of [54]). Each USCI-CF is a product of sphericity indices, which
are assigned to the respective coset representations contained in the subduction data
[23]. For example, the subduction 2C,(/C1) in the second row gives a USCI-CF
b%, because a sphericity index b; is assigned to each coset representation Cz(/C1),
which is determined to be hemispheric and to have degree 2 (|Cz|/|Cy| = 2/1 = 2).
The resulting USCI-CFs for the subduction C, =7(/C7) | G ;j are collected in the
(UCSI-CF)-column of Table 3.

6 Combinatorial enumeration under the RS-stereoisomeric group C, ~7

6.1 The fixed-point matrix method of the USCI approach

Although the fixed-point matrix (FPM) method of the USCI approach has been origi-
nally developed for the purpose of itemized enumeration under the point groups [23],
it can be applied to the present enumeration under the RS-stereoisomeric group C,, =7,
where the original procedure [23] is useful by adopting extended sphericities described
above. For an application of the FPM method to the RS-stereoisomeric group T 57,
see [47].

6.1.1 Fixed-point vectors for symmetry-itemized enumeration

According to Def. 19.3 of [23], each of the USCI-CFs collected in Table 3 can be
used as a subduced cycle index with chirality fittingness (SCI-CF), because the four
positions of the oxirane skeleton 2 construct a single orbit under the RS-stereoisomeric
group C, ~7.

Suppose that substituents for the four positions of the oxirane skeleton 2 are selected
from the proligand inventory represented by Eq. 1. Then, we use the following ligand-
inventory functions (Lemma 19.2 of [23]):

ag =AY+ B+ X +Y! (24)

ca =AY+ B + X+ Y4 4 2p??pY? 291712 4 2042002 4 254257
(25)

by = Ad —i—Bd +Xd —I—Yd +pd +qd +rd +Sd +l_)d +Gd _|_fd +§d. (26)

These ligand-inventory functions are introduced into each SCI-CF (the same as the
USCI-CF for the corresponding subgroup collected in Table 3) to give a generating
function, which is a polynomial concerning A, B, X, Y, p, p,q, qQ, I, T, S, and S.
The coefficient of the term A“B?X*YYp?pPq?q?r" q s°q® in each generating function
indicates the number of fixed promolecules to be counted. This term can be represented
by the following partition:
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(01=1la,b,x,y;p.P.q.q,1.7,5,5], 27
where weputa > b >x >y, p>p,q >q,r >r,s >s,andp >q >r > s,
because A, B, etc. appear symmetrically in general.

For the purpose of systematic enumeration of epoxides, the same partitions as
adopted in the enumeration of tetrahedral promolecules [47] can be used as follows:

[6]1 = [4,0,0,0;0,0,0,0,0,0,0,0] (for A* etc.) (28)
(612 = [3,1,0,0;0,0,0,0,0,0,0,0] (for A>B etc.) (29)
[013 = [3,0,0,0; 1,0,0,0,0,0,0,0] (for A’p etc.) (30)
[01s = [2,2,0,0;0,0,0,0,0,0,0,0] (for A°B? etc.) (31)
[0]s = [2,0,0,0;2,0,0,0,0,0,0,0] (for A’p? etc.) (32)
[6]6 = [2.1,1,0;0,0,0,0,0,0,0,0] (for A’BX etc.) (33)
[0]; = [2,1,0,0;1,0,0,0,0,0,0,0] (for ABp etc.) (34)
[0ls =1[2,0,0,0;1,1,0,0,0,0,0,0] (for Azpﬁ etc.) (35)
[6]o = [2,0,0,0;1,0,1,0,0,0,0,0] (for A%pq etc.) (36)
6110 =11,1,1,1;0,0,0,0,0,0,0,0] (for ABXY) (37
6111 =11,1,1,0;1,0,0,0,0,0,0,0] (for ABXp etc.) (38)
[6]12 = [1,1,0,0;2,0,0,0,0,0,0,0] (for ABp” etc.) 39)
(6113 =1[1,1,0,0;1,1,0,0,0,0,0,0] (for ABpp etc.) (40)
[6]14 =11,1,0,0;1,0,1,0,0,0,0,0] (for ABpq etc.) 41)
6115 =1[1,0,0,0;3,0,0,0,0,0,0,0] (for Ap3 etc.) 42)
[6]16 = [1,0,0,0;2,1,0,0,0,0,0,0] (for Ap>p etc.) (43)
(6117 = [1,0,0,0;2,0,1,0,0,0,0,0] (for Ap>qetc.) (44)
011 = [1,0,0,0;1,1,1,0,0,0,0,0] (for Appq etc.) (45)
[6]l19 =1[1,0,0,0;1,0,1,0,1,0,0,0] (for Apqr etc.) (46)
In addition, partitions with no achiral proligands are listed as follows:
(6120 = [0,0,0,0:4,0,0,0,0,0,0,0] (for p* etc.) 47)
[6],1 =10,0,0,0;3,1,0,0,0,0,0,0] (for p3ﬁ etc.) (48)
(6122 = [0,0,0,0;3,0,1,0,0,0,0,0] (for p’qetc.) (49)
[013 = [0,0,0,0;2,2,0,0,0,0,0,0] (for p*p* etc.) (50)
[014 = [0,0,0,0;2,1,1,0,0,0,0,0] (for p*pq etc.) (51
(615 = [0,0,0,0;2,0,2,0,0,0,0,0] (for p°q> etc.) (52)
[6126 = [0,0,0,0:2,0,1,1,0,0,0,0] (for p>qq etc.) (53)
(6127 = [0,0,0,0;2,0,1,0,1,0,0,0] (for pqretc.) (54)
[0 =[0,0,0,0;1,1,1,1,0,0,0,0] (for ppqq etc.) (55)
[6]9 =[0,0,0,0;1,1,1,0,1,0,0,0] (for ppqr etc.) (56)
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[6]30 =10,0,0,0;1,0,1,0,1,0, 1,0] (for pgrs etc.) 57

For example, the ligand-inventory functions (Eqs. 24-26) are introduced into the
SCI-CF (USCI-CF) c% for C,,57(/C7) | C; (the S5th row of Table 3). The resulting
equation is expanded to give the following generating function:

gc, = (A% +B? + X% 4+ Y? + 2pp 4 2qq + 21T + 2s5)°
= (A* + B* + X* + Y0y, + (2A%B? +2A%X2 + -+ Yy,
+ {4A%Dp + 4A%qT + -+ Jiog + (4D°D° +4D°T + - Jions
+ {8pPqq + 8ppIT + - -+ }g)u (58)

where a partition selected form [0]; (i = 1-30) is attached to each pair of braces. Let
the symbol P61, G be the number of fixed points (fixed promolecule), which appears
U}

as the coefficient of the term corresponding to [0]; (i = 1-30) and G i (C Dyysp)-
The terms in the right-hand side of Eq. 58 give the following values:

P11 = 1, pouc, =2, ppsc, =4, o1, =4, Po1sC; = 8, (59)

where the remaining values are equal to zero, i.e., pjg);,c, = 0. By examining all of the
subgroups collected Table 3, the USCI-CFs are treated similarly so as to give P16
i
for G; (e SSGDM;) and for [0]; (i = 1-30). The resulting values of Pioy, G, are
o 1=
collected to give a fixed-point matrix (FPM) as a 30 x 16 matrix, where the 19 x 16
part (FPM1) concerning achiral and chiral proligands is represented as follows:

O /1 11111 1 111111111

L[4 00000 4 000000000

W14 00000 0000000000

W16 22222 6 202220000

s |6 222000 000000000

0l [12 00 0001200000000 0

v 12 00000 0000000000

Mls [12 00044 0 400000000

Wl [12 00000 0 000000000
FPM; = [0]10 |24 0 0 0 0 024 000000000 (60)

011124 00000 0 000000000

01,1200 000 0 000000000

Uli3]124 00000 0 000000000

0la 24 00000 0 000000000

Blis| 4 00000 0 000000O0O0O

0lie |12 00000 0 000000000

01711200000 0 000000O0O0O0

Blis |24 00000 0 000000000

0lo \24 00000 0 00000O0O0O0O

@ Springer



J Math Chem (2015) 53:260-304 275

and the 11 x 16 part (FPM3) concerning chiral proligands only is represented as
follows:

0lo /1 1 1 1.00000O0O0O0O0O0TO0
0]li| 4 00 000O0O0O0OOOOOO0OOO
] 4 000 O00O0O0O0OOO0OOOO0OOO
Ol ] 6 222 440420002200
[0l 112 00 00 00O0O0O0OO0O0OO0O0O0O
FPM,=1[0ls| 6 2 22 000O0O0O0O0O0OO0O0O0O 61)
[l.s | 12 0 O 0 0O 0O OO OO0OO0OO0OO0O0O
]z 112 00 00 00O0O0O0O0O0OO0O0O
[0ls |24 00O 0O 8808 000O0O0O0O0O
[0]9 |24 00O 00O 0O0O0O0O0OO0O0OOO0O0O
[0]30 \24 0 0O 00O 0O OO OOO0OO0OOO0O0O

The respective columns in FPM; and FPM, are aligned in accord with the SSGCZWA
(Eq. 16). The number of fixed points (fixed promolecule), i.e., Pig,G,» APpears as the
([01;, j)-element of FPM| or FPM, at the intersection between the [6];-row and the
G j-column. Note that the values shown in Eq. 59 appear in the 5th (C;) columns of
FPM; (in the [0];-, [#]4-, and [0]g-row) and FPM; (in the [f],3- and [0],g-row). As
for the SSGCM; indicating the columns of FPM| and FPM,, see Eq. 16. As for the
partitions indicating the rows of FPM| and FPM>, see Eqgs. 28-57.

The calculations of FPM; and FPM, are conducted by the Maple system after
writing a Maple program in a similar way to the enumeration under point groups,
which was based on the orlglnal FPM method of the USCI approach [44].

The inverse mark table M __is calculated by starting from the mark table Mc, .,
which is identical with the mark table Mp,, reported previously in [53,54]. Thus, we
obtain:

—1 —1
MC21)<?IA Doy (mj')
1/8 0 0 0 0 0 0 0 0 0 0 0 0 0 0 0
—-1/8 1/4 0 0 0 0 0 0 0 0 0 0 0 0 0 0
—-1/8 0 1/4 0 0 0 0 0 0 0 0 0 0 0 0 0
—-1/8 0 0 1/4 0 0 0 0 0 0 0 0 0 0 0 0
—-1/8 0 0 0 1/4 0 0 0 0 0 0 0 0 0 0 0
—-1/8 0 0 0 0 1/4 0 0 0 0 0 0 0 0 0 0
—-1/8 0 0 0 0 0 1/4 0 0 0 0 0 0 0 0 0
| -1/8 0 0 0 0 0 0 1/4 0 0 0 0 0 0 0 0
- 1/4 —1/4 0 0 —-1/4-1/4 0 0 1/2 0 0 0 0 0 0 0
1/4 0o —-1/4 0 -1/4 0 -1/4 0 0 1/2 0 0 0 0 0 0
1/4 0 0o —-1/4 0 -—-1/4-1/4 0 0 0 12 0 0 0 0 0
1/4 —1/4 0 0 0 0 —-1/4-1/4 0 0 0 1/2 0 0 0 0
1/4 0 —-1/4 0 0o —-1/4 0 -—-1/4 0 0 0 0 1/2 0 0 0
1/4 0 0 —-1/4-1/4 0 0 —-1/4 0 0 0 0 0 1/2 0 0
1/4 —1/4 —1/4 —-1/4 0 0 0 0 0 0 0 0 0 0 172 0

-1 172 12 1/2 12 172 172 1/2 =172 =12 —=1/2 —1/2 =1/2 =172 —1/2 1
(62)
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According to Theorem 19.4 (coupled with Theorem 15.4) in [23], the FPMs are mul-
tiplied by the inverse M(_:; " to give the following isomer-counting matrices (ICMs):

©, /0 0 0 0000000000001
L 0 0 0 0001000000000
0 | 1720 0 0000000000000
©ls| 0 0 0 0000001110000
©ls | 0 1/21/21/2000000000000
0l | 0 0 0 0003000000000
0 320 0 0000000000000
©s | 0 0 0 0110100000000
0l |3/20 0 0000000000000
ICM; = FPM; x Mc! =610 0 0 0 0 006000000000
0l | 3 0 0 0 000000000000
0> 13/2 0 0 0 000000000000
©hs| 3 0 0 0 000000000000
©hs| 3 0 0 0 000000000000
0hs |12 0 0 0 000000000000
0l |3/2 0 0 0 000000000000
07 3/2 0 0 0 000000000000
©hs| 3 0 0 0 000000000000
0l \' 3 0 0 0 000000000000
(63)
0l /0 0 0 0 00000000001/20
0l [1/2 0 0 0 0000000000 0 0
0l» |12 0 0 0 0000000000 0 0
0l 0 0 0 0 0000100011 0 0
014 |3/2 0 0 0 0000000000 0 0
ICM; = FPM x Mc! = [01s | 0 1/21/21/20000000000 0 0
016 [ 3/2 0 0 0 0000000000 0 0
07 |3/2 0 0 0 0000000000 0 0
s | 0 0 0 02202000000 0 0
Ol | 3 0 0 0 0000000000 0 0
s\ 3 0 0 0 0000000000 0 0

—~
@)}
S

~

The ([0];, j)-element of ICM; (Eq. 63) or ICM; (Eq. 64) represents the number
of quadruplets with the partition [6]; (i = 1-30) and the RS-stereoisomeric subgroup
G; (€ SSG, .+ Eq. 16):

1. For example, the value 1/2 at the intersection between the [0]3-row and the first
column (Cj-column) stems from the term %(A3p + A3f)) (or other [#]3-terms),
which indicates the presence of one quadruplet of promolecules with the compo-
sition A3p (or A3p).

2. The value 3/2 at the intersection between the [#]7-row and the first column (C;-
column) stems from the term %(A2Bp + AZB;_)) (or other [#]7-terms), which is
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interpreted to be 3 x % (AZBp+ABD). This means the presence of three quadruplets
of promolecules with the composition A>Bp (or A’Bp).

3. The value 3 at the intersection between the [0]3p-row and the first column
(Ci-column) stems from the term 3(pqrs + pqrs), which is interpreted to be
6 x %(pqrs + pars). This means the presence of six quadruplets of promolecules
with the composition pqrs (or pqrs).

4. Onthe other hand, The value 1 at the intersection between the [6],-row and the 7-th
column (C7-column) stems from the term A3B (or other [0]-terms), which indi-
cates the presence of one quadruplet of promolecules with the composition A3B.
Note that the C-promolecule in this quadruplet belongs to a type-I stereoisogram
(chiral, RS-stereogenic, and ascleral).

6.2 The partial-cycle-index method of the USCI approach

The partial-cycle-index (PCI) method of the USCI approach, which has been originally
developed for the purpose of itemized enumeration under the point groups [23], can
be applied to the present enumeration under the RS-stereoisomeric group C,,~7. For
an application of the PCI method to the RS-stereoisomeric group T 57, see [48].

6.2.1 Partial cycle indices with chirality fittingness (PCI-CFs)

According to the USCI approach [23], the USCI-CFs listed in Table 3 are regarded as
subduced-cycle-indices (SCI-CFs) and collected to form a row vector:

SCI-CEe, 570

= (b4, b3, b3. b3, ¢35, ¢35, af, 65,64,a%,a%,ag,C4,C4,b4,a4) (65)

PCI-CFs for enumerating quadruplets are calculated by using the SCI-CFc, _~/cp)
(Eq. 65) according to Def. 19.6 of [23]. The row vector (Eq. 65) is multiplied by the
inverse mark table M, 621 7 (Eq. 62) as follows:

SCI-CFc, (/¢ x Mc! = (PCI-CF(C)), ..., PCLCF(G)), ..., PCLCF(Cy,57) )
. _(66)
where G; runs to cover the SSGc, .- (Eq. 16). The j-th component PCI-CF(G;) of

Eq. 66 can be regarded as a polynomial, which is the PCI-CF for the subgroup G |
(e SSGc, ;;):

1, 1, 3, 3, 3, 3 1
PCI-CF(C)) 1%1 gl —gal — g3+ el — g + Jeat hi—ar (67)

8 82472 g2 4
PCI-CF(Cy) = -b5 — —a5 — —c4 — =b — 68
(C2) = gqar—ga—g 4+2a4 (68)
PCI-CF(C3) = -b5 — —a5 — —c4 — =b — 6
(C3) 142 4512 4C4 2 4 + 2“4 (69)
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|
PCI—CF(C/ ) = —b2 Zaz
Lo 1
PCI-CF(C,) = > a3+ 6
6 1, 1,
PCI-CF(C; T 1% T 14
714 3,
PCI-CF(C ) ? Zal — Zaz +
g 1 1,
PCI-CF(C7) = —4a2 +40 -
PCLCF(Cay) 2 1 !
- 2v V 204 2614
1 1
PCI-CF(Cy57) - i’ 503 — 5as
PCLCR(C o U L2 ]
( wl) 2512 2a4
1 1
PCI-CF(C,7) 9 a§ ~ Sa
1 1
PCL-CF(Cy55) = = 56— 5
1
PCI- CF(CME ?/ 264 — §a4
1
PCI- CF(ng) Sbs = Sas

PCI-CF(C,,57) E ay

N =

1
4

— —c4+

2

1
2

1
=C

2

1

1 1
— —C4 — —b4+ —day

2
+1
4T
1
2

—ay

Q
Ny

1
—c4 + §a4

(70)
(71)
(72)
(73)
(74)
(75)
(76)
(77)
(78)
(79)
(80)
(81)

(82)

Note that a Roman numeral below each equality symbol represents the stereoiso-
gram type at issue (types [-V), as categorized in Table 3.

6.2.2 Generating functions for symmetry-itemized enumeration

According to the USCI approach (Theorem 19.6 of [23]), the ligand-inventory func-
tions (Eqs. 24-20) are introduced into the PCI-CFs (Eqs. 67-82). Thereby, the gener-
ating functions f(;j for the subgroup G € SSGc, . (Eq. 16) are obtained as follows:

fo 2 i+ A%+
CllTl ) p p
3 2 2—

15 (A% + A% + -

+ {3ABPB + -+ by,
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[0]3

(010

[ (ABp® + ABP?) + - - ]

3
+|§(A2Bp+A2B13)+-~]

+ {3(ABXp + ABXp) + - - -

[0112

017

}[9111
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+ {3(ABpq + ABpQ) + - - - }g,, + [ (Ap*P + App?) + - - ]
[0116
+ —(APQ+A DA+ } [Z(Ap +AP) + - }
0117 [0]15
+ {3(Appq + AppQ) + - - - }jg1,4 + {3(Apar + APQr) + - - - }g1,0
L s 3 |
Tz PP+pp) - TP a+pP P+
[0]21 [0]22
3 3 5,
+ E(pzqurppzq) +] + [E(pzqurpzqq) +]
[0]24 [0]26
3 5 _ _
+15 (0% + 57T + - } + {3(pPar + pPar) + - - Yo}
[0]27
+ {3(pqrs + pars) + - - - }g14, (83)
2 |1 20 2 1 —2
for = 1S WPH AP ot O PT) (84)
1 015 (615
3 [1 1 o
fes T 5P+ AP + +15 (0% DT+ (85)
1 015 (0125
4 |1 1 .
fe, = 2(AZp2 + AP + - + §(p2q2 +Pq) + - (86)
1 01 (0125
5 —
fe, Z{Wpp -]+ 200PaD + o (87)
6 _
fe, 5 {(Azpp) +- }[9 + {2(pPqD) + -+ Hig1ag (88)
fci% {(A3B) +- } - {S(AZBX) . }[9]6+{6(ABXY) +o o (89)
8 —
fes = {(A2pp>+-- }[9] +{2(5D9T) + -+ Yo (90)
2 { 252y } 91
feu = | o o1
10 212 }
= 1(ABY + ... 92
fer = {A%BY + - 92)
11 212 }
, = 1(A°B 93
szaI v {( )+ [0]a ( )
12 2 }
fo, - {( R . (94)
2GR
= +- 95
14 2
, u 96
fe, = {(p D)o %6)
151
fem = 120" +pH + - 97)
2
[0]20
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feor £ A+ ©98)

I

<||c\

Note that a Roman numeral below each equality symbol represents the stereoiso-
gram type at issue (types I-V), as categorized in Table 3. Each pair of braces contains
terms having the same partition, which is shown in the subscript attached to the end-
ing brace. For example, the %(ABXp + ABXDp) (Eq. 83) indicates the presence of one
quadruplet of promolecules with ABXp or ABXp ([@]11) under the RS-stereoisomeric-
group symmetry.

The calculations of the generating functions (Eqgs. 83-98) are conducted by the
Maple system after writing a Maple program in a similar way to the enumeration under
point groups, which was based on the original PCI method of the USCI approach [45].

The generating function f(;j for the subgroup G j (j = 1-16, Egs. 83-98) corre-
sponds to the G j-columns (j = 1-16) of the isomer-counting matrices, ICM; (Eq. 63)
and ICM; (Eq. 64). For example, the generating function fc, (G2 = Cyin Eq. 84)
corresponds to the second columns of ICM; (Eq. 63) and ICM; (Eq. 64), so that
the terms appearing in fc, correspond to the ([f]s, 2)-element of ICM; and to the
([0]25, 2)-element of ICM,.

6.3 Type-itemized enumeration

6.3.1 Type-enumeration matrices

According to the categories shown in Eqgs. 17-21, quadruplets are enumerated in an
itemized fashion, after the type-enumeration matrix (TEM) is defined. Let m j; be the

ji-element of the inverse mark table ME; - (Eq. 62). The G j-Tow is tentatively fixed
and the row is summed up according to the categorization of type I-V as follows:

NP = > g (99)

G;esGlT!

where SGI™P! (Tp = I, II, III, IV, or V) is selected from Eqs. 17-21. All the elements
in the j-row are summed up to give:

N — v 4 adh o ogdDh o FdV) 5 V)
Ni= > mi=N’+N"+N"P+N"+ N, (100)
GieSsGe, _+

Let us consider a 16 x 6 type-enumeration matrix (TEM) where the j-th row (TEM;)
as arow vector is represented as follows:

(. O ) FdI) FAV) 3F5(V)
TEM; = (N, N, B, §1, 8, 7). (101)
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Then Cj runs to cover the SSG (Eq. 16) so as to give 16 row vectors TEM; (j = 1-16),
which are collected to give the following type-enumeration matrix (TEM):

1/8
1/8
1/8
1/8
1/8
1/8
1/8

1/8

0
0
0
0
0
0
0

=l eleloNe)

0
1/4
1/4

0

—1/4
—1/4
0
—1/4
—1/4

0
1/2

0
0
1/4
1/4
0
0
0
0
0
—1/4
—1/4
0
—1/4
—1/4
0
1/2

1/8
1/8
~1/8
—1/8
~1/8
—1/8
~1/8
~1/8
0
1/4
1/4
0
1/4
1/4
0
-1/2

0
0
0
0
0
0
0
0

0
1/2
1/2

0
1/2
1/2

0
-1

—_—
O~~~ o oo o

0
0

~

—1/4
—1/4

0

—1/4
—1/4

0
1/

2

(102)

Because the FPM; (Eq. 60) and the FPM, (Eq. 61) consist of 16 columns, they are
multiplied by the TEM (Eq. 102) as a 16 x 6 matrix. Thereby, isomer-type-counting
matrices (ITCM; and ITCM;) are obtained as follows:

ITCM; = FPM; x TEMc, ., =

(011

[0]2
[0]3

[0]4
015

(016
(617
[0]s
[0]9
[0110
[0111
[0]12
[0]13
[0]14
0115
[0116
(0117
[0]18
[0]19

SO OO OO OO RO WO —=O—O

eoleoloBoNeoBoleohole=oloBo el ===l

SO OO O DD OO OO NO O

eoleoloBoNeoBolololeoh=Reoh SBo e s Bo oo N

(103)
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0o /1/2 0 1/2 0 0 0
Ol [1/2 0 0 1/2 0 0
Oln |12 0 0 12 00
Bls| 3 0 0 0 21
014 | 3/2 0 0 3/2 00
ITCM, = FPM, x TEMc, .= [6hs [ 3/2 0 1 1/2 0 0| (104)
016 | 3/2 0 0 3/2 00
07 | 3/2 0 0 3/2 00
Ohs| 6 2 0 0 04
Ole| 3 0 0 3 00
Bl \ 3 0 0 3 00

Note that the six columns of each ITCM contain the numbers of total quadruplets
(the first column) and those of quadruplets of the respective types (the second to 6th
columns). Obviously, ITCM; (Eq. 103) and ITCM; (Eq. 104) can be alternatively
obtained by starting from ICM; (Eq. 63) and ICM; (Eq. 64), where the columns
corresponding to each type are summed up

In place of the inverse mark table MC _used in Eq. 66, let us use the type-
enumeration matrix (TEM) shown in Eq. 102 Then we obtain cycle indices for enu-
merating quadruples categorized with respect to five types:

SCI-CFc, ;7/cp x TEMc,, 7
= (CI—CF[G], c1-cFY, cr-cA™ | cr-cEM™ | cr-cpIv!, CI—CF[V]), (105)

where CI-CFIY! is the cycle index with chirality fittingness for gross enumeration,
while the remaining cycle indices are concerned with respective types.

These cycle indices CI-CF—CI-CFIV] can be alternatively calculated by summing
up the PCI-CFs listed in Eqs. 67-82 in accord with SGI-SGIV! (Egs. 17-21):

7 8 12
CI-CF!l = PCI-CF (C,A) + PCI-CF (Ca) + PCI-CF (CZ,A) (106)
3 4 15
CI-CF! = PCI-CF (Ca) + PCI-CF (cg) + PCI-CF (ng,) (107)
1 2
CI-CF"l = pCI-CF (Cl) + PCI-CF (Cg) (108)

P — 10 ) ! ) B
CI-CF!""! = PCI-CF ( C 57 ) + PCI-CF{ C/_+ ) + PCI-CF ( Cs55
}4 16
+PCI-CF( Cls~ | + PCI-CF (CM;) (109)
5 6 9
CI-CFY! = PCI-CF (CS) + PCI-CF (C;) + PCI-CF (sz) (110)
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The calculations based on Eq. 105 and on Egs. 106-110 give an identical set of
cycle indices with chirality fittingness as follows:

crLcpl = 1 af — 1a2 + 1c§ + it (111)
4 2 47272 2
1 1 1 1

CI-cFI! = Ebg - Eag = yea+ as (112)
1 1 1 1 3 1 1

CI-cFM = gb;‘ - ga;‘ gbg + Eag gcg + 504 = a4 (113)

CI-CF™! = a2 —ay + ¢4 (114)
1, 1, 1 1

CI-CFV] = 761~ 59 — ¢4+ a4 (115)

By applying the USCI approach (Theorem 19.6 of [23]) in a modified fashion, the
ligand-inventory functions (Eqs. 24-26) are introduced into the CI-CFs (Eqgs. 111-
115). Thereby, the generating functions for type I to type V are obtained as follows:

f[I] = fClA‘i‘ Jfes + fCZIA
A3B) & ...
{( )+ }[91

+[3a%B) + - }[% +{6(ABXY) + - - Jg1,0

2

+{%m 4] 2D 4 H{ABY ] 16)

M = fe, + feo + fexs
A2p? + A% + - 2t 1 52@) 4 -
{( p ) }[0]5 {(pq pPq) }[9]25
1
+[_(p4+134)+...] 117)
2 610

M = e+ fe,

1 3 3= 342 2p=
=l§(Ap+Ap)+-~-] +I§(ABp+ABp)+-~-}

[613 (017

3
+ [E(Azpq—i-Azp_q)—f— ] +{3(ABXP+ABX?)+}[9]
[6]9

+{3ABpp+ -}, + [ (ABp® + ABpP?) + - - ]

11

0112
+ {3(ABpq + ABpQ) + - - }ig1., {(Ap + App®) + - }
[0T16
3 o
+[§(Ap2q+Ap2q)+--~] Hz(Ap + AP%) + -- ]
[0117 [6]15

+ {3(Appq + AppQ) + - - - }jg1,5 + {3(Apgr + ApQr) + - - - }ig1,

o) + T
;PP pp) + - 2(pq pPQ+---
[0]21 [0]22
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+§(2— o 32—

2ppq+ppq)+--~ + 2(pqq+pqq)+~-~
[0]24 [0]26

3 o _ _

+ E(pzqr +p°qr) + - ] + {3(pPar + PPA) + -+ g

[0]27

+ {3(pqrs + qu'S) + - }[9]3()

1 1
+ E(A2p2~|—A2§2)+---] +<§(p2q2+132G2)+--~] (118)

[01s [0]2s

M = fegrt fo_+ fegs + fey, + fosr

sol
- {2(A2B2) . }[0]4 v {2(p2132) . }[9]23 n {(A“) T }[eh (119)

N = fe, + fo + fou
= [2a%p) + - }[9]8 + AEPAD + - o + {7 + - }W (120)

These generating functions contain equivalent values to those of ITCM; (Eq. 103) and
ITCM; (Eq. 104). Note that each of the second (type I) to 6th (type V) columns of
these ITCMs contains the coefficients of terms appearing in the generating function
of the type at issue.

Alternatively, another set of generating functions identical with Eqgs. 116-120 can
be calculated by starting from the generating functions of the respective subgroups
(Egs. 83-98), which are summed up in accord with SGl_sGlVl (Egs. 17-21).

7 Catalogs of promolecules derived from the oxirane skeleton
7.1 Type-I promolecules

The representative promolecules of type-I stereoisograms, the numbers of which are
collected in the second columns of ITCM; (Eq. 103) and ITCM; (Eq. 104) or equiva-
lently in the generating function for type I (fI!, Eq. 116), are depicted in Fig. 7. They
are itemized with respect to RS-stereoisomeric groups, i.e., C; (Eq. 89), C5 (Eq. 90),
and C,7 (Eq. 94), the values of which are also listed in the 7th, 8th, and 12th columns
of ICM; (Eq. 63) and ICM; (Eq. 64).

For example, one promolecule 10 with the partition [6], belongs to the RS-
stereoisomeric group C7, where the number of RS-stereoisomers is shown at the inter-
section between the [0 ],-row and the 7th (C7) column in ICM; (Eq. 63) or equivalently
appears as the coefficient of the term A3B ([0]») contained in the generating function
Jc; (Eq. 89). The number 3 of the term 3AZBX ([f1s) appearing in fc; (Eq. 89)
correspond to the promolecules 11, 12, and 13. For this value, see also the intersection
between the [0]¢-row and the 7th (C7) column in ICM; (Eq. 63). On the other hand,
the number 6 of the term 6ABXY ([60]10) appearing in fcf (Eq. 89) correspond to the
promolecules 14-19. For this value, see also the intersection between the [6]19-row
and the 7th (C) column in ICM; (Eq. 63).
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A, B B, X B, A A X
A»‘-v-;A A»"v-;A A—'?WLX A»"v-;B
O o o o
10, [6); 11. (6] 12. [6]6 13, [6]6
C; Cy, Gy, 1 C; C,C, T CrCLCL T CipCL Gy
X, .Y X, B B, Y B, X Y X Y, B
A — S eaB A S Am e X A, FedY A2, feaB A2, L X
(6] (6] o o o O
14, [6]10 15, [6]10 16, [6]10 17, [6]10 18, [6]10 19, [6]10
C; C,CL T CrCLCL T CRCLCL T CLCLCLT G CLCLT G CyLCyL
5-.‘ ::A q"‘ ::Ij q-, ::5 B'.,‘ ::A
A»‘- o -p p e o q p L. o q A»‘- o -B
O o o O
20. (6] 21, (6] 22, (6] 23.[0]4
Cs,Ci,Cy, 1 Cs, Ci,C, 1 C5,C,CyL1 C,p G, Co, 1

Fig. 7 Representative promolecules for type-I stereoisograms of oxiranes. Each representative is attached
by a partition and characterized by a RS-stereoisomeric group, a point group, RS-permutation group, and a
stereoisogram type

Each of the representatives Fig. 7 is accompanied with a quadruplet of promole-
cules, which are contained in a type-I stereoisogram shown in Fig. 6. Such a type-I
stereoisogram is characterized by chirality, RS-stereogenicity, and asclerality, so that
an enantiomeric relationship is coincident with an RS-diastereomeric relationship as
indicated by diagonal equality symbols.

For example, 14 (= 3) belonging to the RS-stereoisomeric group C; generates a
type-I stereoisogram shown in Fig. 5. Another example of a type-I stereoisogram is
shown in Fig. 8. The enantiomeric relationship between 23 and 23 is coincident with
an RS-diastereomeric relationship between 23 and 24 (= 23). The promolecule 23 is
ascleral so that it is self-holantimeric with 24 (=23), as indicated by diagonal equality
symbols.

The promolecule 23 with the partition [0]4 belongs to the RS-stereoisomeric group
C,7, to the point group C,, and to the RS-permutation group C,. The correspond-
ing stereoisogram exhibits type-I properties, as shown in Fig. 8. The enantiomeric
relationship between 23 and 23 is coincident with the RS-diastereomeric relationship
between 23 and 24 (= 23).

7.2 Type-II promolecules

The numbers of quadruplets having type-II stereoisograms are shown in the third
columns of ITCM; (Eq. 103) and ITCM; (Eq. 104) or equivalently in the generating
function for type IT ( /', Eq. 117). The representative promolecules of the quadruplets
of type II are depicted in Fig. 9. They are itemized with respect to RS-stereoisomeric
groups, i.e., C5 (Eq. 85), C% (Eq. 86), Co5 (Eq. 97), the values of which are also listed
in the third, 4th, and 15th columns of ICM; (Eq. 63) and ICM; (Eq. 64).
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Fig. 8 Stereoisogram of type I N
derived from the oxirane

skeleton 2, where achiral B3 f:’A Al ZB
proligand A’s are placed at Am——7=aB o, Bec——A
positions 1 and 4, while achiral o o
proligands B’s at positions 2 and 23 24 (= z)

3. The reference promolecule 23

belongs to the RS-stereoisomeric (13)(24)

%) >< %

O

23 24 (=23)
(13)(24) H2)3)#)
P, <P A, <P q-, 4 P, A P, P
A m— f——A A »‘v<’ p p »‘v<’ P P »‘v<" q p »‘v<’ P
Y o] 0 0] o)
25, [6]s 26.[6]s 27, [6]os 28, [6]>5 29, [6]20

C5.C1,Cs, 11 CL,C,C, 11 C5,Cp,Co Il CL, Cp,Chill Cyz, Ca, Cog, 11

Fig.9 Representative promolecules for type-II stereoisograms of oxiranes. Each representative is attached
by a partition and characterized by a RS-stereoisomeric group, a point group, RS-permutation group, and a
stereoisogram type

Note that a stereoisogram of type II consists of one pair of enantiomers, which is
counted once under the action of RS-stereoisomeric groups. For example, one pro-
molecule 25 with the partition [0]5 belongs to the RS-stereoisomeric group Cz. The
number is shown at the intersection between the [6]5-row and the 3rd (Cz) column in
ICM; (Eq. 63), where the value % indicates the presence of one quadruplet because of
the term é(Azp2 + A2_2) The value é appears equivalently as the coefficient of the
term 5 (Azp2 + A2 ) ([€]5) contained in the generating function fc; (Eq. 85).

All of the promolecules listed in Fig. 9 are characterized by type-II stereoisograms
under the RS-stereoisomeric group C,, =7 For example, the promolecule 25 generates
a type-II stereoisogram shown in Fig. 10. The type-II stereoisogram (Fig. 10) is char-
acterized by chirality, RS-astereogenicity, and sclerality, so that the horizontal equality
symbols show the self-RS-diastereomeric relationship between 25 and 30 (= 25) or
between 25 and 30 (= 25). Note that 25 and 30 (or 25 and 30) are homomeric under
the action of Cj, so that they coincide with each other under rotations.

The relationship between 25 and 26 or between 27 and 28 is determined not to be
stereoisomeric. This relationship is usually referred to as being constitutional isomeric
under the modern stereochemistry. The relationship 25/26 (or 27/28) is determined
more definitely to be isoskeletal-isomeric because the present proligand—promolecule
model emphasizes the oxirane skeleton as a common stereoskeleton.
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Fig. 10 Stereoisogram of type N
II derived from the oxirane A A
skeleton 2, where achiral p 3 j:’p 1 2
proligand A’s are placed at A=A o PP
positions 1 and 2, while chiral o o
proligands p’s at positions 3 and 25 30 (= 25)
4. The reference promolecule 25
belongs to the RS-stereoisomeric (H2)B)4) (13)(24)
group Cz (J? X <+>
AT ZA .3 AP
-— P A A
Pz v‘P e © L v‘z
(0)
25 30 (=25)
(13)(24) M2)B)4)

7.3 Type-III promolecules

The numbers of quadruplets having type-III stereoisograms are shown in the 4th
columns of ITCM; (Eq. 103) and ITCM; (Eq. 104) or equivalently in the generating
function for type ITT (), Eq. 118). The representative promolecules of the quadru-
plets of type III are depicted in Fig. 11 (for the partitions [6];—[f]19) and Fig. 12
(for the partitions [0]20—[0]30). They are itemized with respect to RS-stereoisomeric
groups, i.e., C; (Eq. 83) and C; (Eq. 84), the values of which are also listed in the first
and second columns of ICM; (Eq. 63) and ICM, (Eq. 64).

Although a stereoisogram of type III consists of two pair of enantiomers, the quadru-
plet of the type-I1I stereoisogram is counted once under the action of RS-stereoisomeric
groups. For example, one promolecule 31 with the partition [6]3 belongs to the RS-
stereoisomeric group C;. The number appears at the intersection between the [8]3-row
and the first (C1) column in ICM| (Eq. 63), where the value % indicates the presence of
one quadruplet according to the term %(ASp + A3p). The value % appears equivalently
as the coefficient of the term %(A3p + A313) ([013) contained in the generating function
fe, (Eq. 83).

All of the promolecules listed in Figs. 11 and 12 are characterized by type-III
stereoisograms under the RS-stereoisomeric group C,, ~7. For example, the promole-
cule 31 generates a type-III stereoisogram shown in Fig. 13. The type-III stereoisogram
(Fig. 13) is characterized by chirality, RS-stereogenicity, and sclerality, so that there
appear no equality symbols in the vertical, horizontal, and diagonal directions.

7.4 Type-IV promolecules

The numbers of quadruplets having type-IV stereoisograms are shown in the 5th
columns of ITCM; (Eq. 103) and ITCM; (Eq. 104) or equivalently in the gener-
ating function for type IV (fIVl, Eq. 119). The representative promolecules of the
quadruplets of type IV are depicted in Fig. 14. They are itemized with respect to
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A, P B., p B, A Ay p
A»“v"«A Am, A A Fap  Am B
(@] (¢] (¢] (6]
31, (65 32.[6); 33.[6); 34,6,
Cy,C,C, 1T C,C,C, I C,C,C, 1T Cy, Cy, Cy, 1T
p’.“ :.'q p’.“ :.’A A’._‘ :.’q
A>W<A A>v< A>W<
(6] (6] (6]
35, (6o 36 [6]o 37, 6]
C,C,C,1II C,C,C,IlT Cy,Cy,Cy, 1II
X., P X., B B. <P B X P X p B
Amic——F B Ami—emp At eaX A Semp A SeuB A S X
(0] [¢] (¢] (¢] (6] (6]
38,[6]1 39,[0]1 40, [6]1; 41, (6], 42,(6]11 43,[6]11
C,C,C, T Cy,C,C, 1T Cy,C,C, 1T Cy,Cy,C, 1T Cy,Cy, G, I Cy, Cy, Gy, 1T
B. P p., <P p., B B., <P P, P p., B
A, Kl p A kA A - R Kl p A kA K p A . A - S ) K P
(@] [¢] (¢] (¢] (6] (6]

44, [0]12 45,[0]12 46, [0]12 47,(6]13 48, [0]13 49, [0]13
C,C,C, I C,C,C, I C,C,C, 1T Cy,C,C, 1T Cy,Cy,C, 1T Cy, Cy, Cy, 1T
p-, <4 p-, B B., =4 B., P q., P q B
- i B - S q A S D A m— S q A i B A S p
(6] (6] (6] (6] (6] (6]
50,614 51.[0]14 52.(0],4 53.(6],4 54.(6],4 55.(6]14
C,C,C, I C,C,C,IT C,C,C, 1T C,C,C,LIT C,C,C,III C,C,CLIIT

p-, P P =P P ::13 P P
A A ~p A F—p A b
[¢] (¢] (¢] (6]
56, [6]15 57,[6]16 58, [0]16 59, [6]16
C,C,CL I C,C,C,III C,C,CLII Cy,Cy,Cy, 1
q p p q P =P
A p A p A femq
[¢] [¢] (¢]
60, [6]17 61, [6]17 62, [0]17
C,C.,C, I Cy,C,C, 1T Cy,Cy, Cyp, I
P, q I3 p P, 4 p P q P q., p
Aw, p A q  Ami—Fap A Semq A Seep  Amt P
[¢] [¢] (6] (6] (6] (6]
63,[0]15 64, [0]1s 65, [0]13 66, [6] 13 67, [0]:s 68, [6]:5
C,,C,,C, 1T C,C,C,L 1T C,C,CL, I C,C,C, I Cp,Cy,Cp, 1T Cy,Cy, Cy, 1T
q., T q., <P p-, of P-, =4 r., =4 r., <P
A m— S p A — E— A m— S q A — R A -, S p A m— S q
(0] [¢] (¢] (¢] (¢] (6]
69, [6]19 70, [0]19 71, [0]19 72, [6]19 73, [6]19 74, [6]19
C,C,C,III Ci,C,C,LIlT C,C,C,1II Ci,C,C,II C,Cy,CLIII C,CL,CL T

Fig. 11 Representative promolecules for type-III stereoisograms of oxiranes (List 1). Each representative
is attached by a partition and characterized by a RS-stereoisomeric group, a point group, RS-permutation
group, and a stereoisogram type
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p, P P, 4 P, . P, P P,
VARV LS VAN VA U VA
o (6] o (6] (6]
75, (621 76. (6] 77. (6] 78, [6]24 79, (6]
C,C,C,II Cy,C,C,LIII C,C,C, 1T C,Cy,C, I Cyp,Cyp,Cyp 1T
q q q-, P P :..G 9., . q P P, r
p= P p= ~—=q  p= ~—=q p= ~=p p ——r pE q
(6] O o (6] (6] (6]

80. [6]26 81, [6]26 82. [6]26 83, [6]7 84.[6]7 85. [6]7
C,C,C, 1T C,Cy,C, 1T Cy,Cy,C, 1T Cy,Cy, Gy, 1T Cy,Cy, Gy, 1T Cy, Cy, Cy, 1T
q'-" ::r q‘-.' ::E 5'-" ::r E'—z ::q r'-" ::q r'-" ::E
p-»"v<’ p P"‘v" r p-»‘v<’ q P"”v‘: r p-»‘v<’ p p-»‘v<’ q
o (0] o (6] [6) (6]

86. [6]2 87. [6]2 88. [6]2 89, [6]20 90. [6]2 91, [6]20
C,C,C, 1T Cy,Cy,C, 1T Cy,Cy,C, 1T Cy,Cy, Gy, 1T Cy,Cy, Gy, 1T Cy, Cy, Cy, 1T
r S r‘¢. :"q q’-’ S q’-’ :"r S :r S’-’ :"q
p= q  pEi— p= r peti—F~ p— q  pe—t——far
o (6] o o (6] (6]

92, [6]30 93, [6]30 94, [6]30 95, [6]30 96, [0]30 97.[6]30
C,C,C, 1T C,Cy,C, 1T Cy,Cy,C, 1T Cy,Cy, Gy, 1T Cy,Cy, G, 1T Cy, Cy, Cy, 1T

p-, oA 4., <P
A»"’vf‘p p»"’vf‘q
o o
98, [6]5 99, [0]2s

Cy, Gy, Gy, 1T

Cy, Gy, Gy, 1T

Fig. 12 Representative promolecules for type-III stereoisograms of oxiranes (List 2). Each representative
is attached by a partition and characterized by a RS-stereoisomeric group, a point group, RS-permutation
group, and a stereoisogram type

Fig. 13 Stereoisogram of type
III derived from the oxirane
skeleton 2, where achiral
proligand A’s are placed at
positions 1, 2, and 3, while a
chiral proligand p at position 4.
The reference promolecule 31
belongs to the RS-stereoisomeric

group Cq

A3 4.p

Al

2.A

Ar‘v& “\ .o A@’W‘ P
o o

31
(H2)B))

¢

AT
Awm,
3

2o

(13)(24)

=

3.A
. Eﬁ -—0O—

e

100

(13)(24)

¢
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B “ s B A “ s B p “ s P p “ s P A “ s A
A»"-W-LA A»"-WLB p»"-v-;p p»"—v-';f) A»"-W-LA
0 0 0] 0 o]

101, [6]4 102, [6]4 103, [6]23 104, [6]23 105, (6],
Ci55: Co, C5, IV €/ € C5 IV Cy55,Cl, C, IV Cls, C, C5, IV Cy 7 Cay, Cog, IV

Fig. 14 Representative promolecules for type-IV stereoisograms of oxiranes. Each representative is
attached by a partition and characterized by a RS-stereoisomeric group, a point group, RS-permutation
group, and a stereoisogram type

Fig. 15 Stereoisogram of type S
IV derived from the oxirane
skeleton 2, where achiral B. 3 "B A, -] ’A

pro!igand A's are placed at ' A’Y 7 ‘2 —o—= B’Y /=B

positions 1 and 2, while achiral

proligands B at position 3 and 4. 101 106 (_ 101)
The reference promolecule 101
belongs to the RS-stereoisomeric (13)(24)

B’vﬁ A
(6]

101 (— 101) 106 (= 101)
(13)24) MH2)B)4)

RS-stereoisomeric groups, i.e., Cz7 (Eq. 92), C’ 7 (Eq. 93), Cs55 (Eq. 95), Cmo
(Eq. 96), and C,, 57 (Eq. 98), the values of Wthh are also listed in the 10th, 11th,
13th, 14th and 16th columns of ICM; (Eq. 63) and ICM; (Eq. 64).

Because a stereoisogram of type IV consists of one achiral promolecule, the quadru-
plet of the type-IV stereoisogram is counted once under the action of RS-stereoisomeric
groups. For example, one promolecule 101 with the partition [0]4 belongs to the RS-
stereoisomeric group Cz7. The number appears at the intersection between the [0]4-
row and the 10th (C 57) column in ICM; (Eq. 63), where the value 1 indicates the
presence of one quadruplet according to the term A2B2. The value 1 appears equiva-
lently as the coefficient of the term A?B? ([0]4) contained in the generating function
foET (Eq 92).

All of the promolecules listed in Fig. 14 are characterized by type-1V stereoisograms
under the RS-stereoisomeric group C,, 7. For example, the promolecule 101 gener-
ates a type-IV stereoisogram shown in Fig. 15. The type-IV stereoisogram (Fig. 15)
is characterized by achirality, RS-astereogenicity, and asclerality so that the four pro-
molecules in the type-IV stereoisogram are identical with one another to give a single
promolecule.

7.5 Type-V promolecules

The numbers of quadruplets having type-V stereoisograms are shown in the 6th
columns of ITCM; (Eq. 103) and ITCM; (Eq. 104) or equivalently in the generating
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p
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A-'Y/‘p’* A'l\o/ =

107, [0]s 108, [6];
CS? CS) Cl, V Cg, C/Y’ C], V
a, , .4 P, A P, .
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p»‘vaﬁ
(6]
113, [6]3
C2Va CZV’ C2’ V

Fig.16 Representative promolecules for type-V stereoisograms of oxiranes. Each representative is attached
by a partition and characterized by a RS-stereoisomeric group, a point group, RS-permutation group, and a
stereoisogram type

function for type V ( fIV1, Eq. 120). The representative promolecules of the quadruplets
of type V are depicted in Fig. 16. They are itemized with respect to RS-stereoisomeric
groups, i.e., C; (Eq. 87), C; (Eq. 88), and Cy, (Eq. 91), the values of which are also
listed in the 5th, 6th, and 9th columns of ICM| (Eq. 63) and ICM; (Eq. 64).

Although a stereoisogram of type V consists of two achiral promolecules, the
quadruplet of the type-V stereoisogram is counted once under the action of RS-
stereoisomeric groups. For example, one promolecule 107 with the partition [0]g
belongs to the RS-stereoisomeric group Cs. The number appears at the intersection
between the [0]g-row and the 5th (Cy) column in ICM; (Eq. 63), where the value
1 indicates the presence of one quadruplet according to the term A?pp. The value
1 appears equivalently as the coefficient of the term A%pp ([0]g) contained in the
generating function fc, (Eq. 87).

All of the promolecules listed in Fig. 16 are characterized by type-V stereoisograms
under the RS-stereoisomeric group C, ~7. For example, the promolecule 107 gener-
ates a type-V stereoisogram shown in Fig. 17. The type-V stereoisogram (Fig. 17) is
characterized by achirality, RS-stereogenicity, and sclerality.

The type-V stereoisograms of the promolecules shown in Fig. 16 can be regarded
as being pseudoasymmetric in an extended fashion, because the oxirane skeleton with
AZpp etc. at the four positions (107) exhibits achirality but RS-stereogenicity. Thereby,
there emerges a pair of RS-diastereomers 107/114. On the other hand, a tetrahedral
skeleton with ABpp etc. at the four positions exhibits achirality but RS-stereogenicity,
so that there emerges a pair of RS-diastereomers due to pseudoasymmetry. Note that
the oxirane skeleton is selected as a stereoskeleton, just as the tetrahedral skeleton is
selected as a stereoskeleton in accord with the proligand—promolecule model.
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Fig. 17 Stereoisogram of type N
V derived from the oxirane _
skeleton 2, where achiral p 3 j:.p Al ~2.:.A7
proligand A’s are placed at A=A 5 PR v’ﬁp
positions 1 and 2, while chiral o) o
proligands p’s at position 3 and 107 114
4. The reference promolecule
107 belongs to the (H2)B)4) (13)(24)
RS-stereoisomeric group Cg # X #
AT 2.A p.3 ip
VAl A Ve
(o) (0]
107 (= 107) 114 (= 114)
(13)(24) MG

The extended pseudoasymmetry of 107 cannot be detected so long as we obey the
modern stereochemistry, because the modern stereochemistry does not adopt the oxi-
rane skeleton as a ‘stereogenic unit’. On the other hand, the pseudoasymmetry of 108
can be detected even in the modern stereochemistry, because a carbon atom attached
by a pair of p/p can be regarded as a ‘pseudoasymmetric center’, i.e., one of ‘stere-
ogenic units’, in the light of the conventional terminology. To develop comprehensive
discussions on stereochemistry, however, even the case of 108 should be regarded
as an extended pseudoasymmetric case, where the oxirane skeleton 2 is taken into
consideration in a parallel way to the case of 107.

8 Combinatorial enumeration under subgroups
8.1 Enumeration of oxiranes under the point group Cs,
8.1.1 The FPM method

Suppose that the oxirane skeleton 2 is considered to belong to the point group Cs, in
place of the RS-stereoisomeric group C,,~7. The four positions of 2 construct an orbit
governed by the coset representation Cy, (/C1) under the point group C, in place of
the coset representation C,,=7(/C7) under the RS-stereoisomeric group C,, =7.

The point group Cs, has the following non-redundant set of subgroups (SSG):

1 2 5 6 9
SSGCZU = Cla C27 CS’ Cg7 sz ’ (121)

where the subgroups are aligned in the ascending order of their orders and attached
by the sequential numbers of the subgroups listed in Eq. 16. (cf. SG!" in Eq. 19 and
SGV1in Eq. 21). The mark table Mc,, (Table A.5 of [23]) and the inverse mark table

Mc_zlu (Table B.5 of [23]) are cited for the sake of convenience as follows:
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The USCI-CFs corresponding to C;,(/C;) are obtained according to the USCI
approach (Table E.5 of Ref. [23]). These USCI-CFs are regarded as SCI-CFs of
the symmetry-restricted skeletons derived from 2, so that the subduced-cycle-indices

B .
MCZU_M e

[l ST N NS T S
—_ o OO
— DO OO
- o O oo

-

FNJENN NN,
S o~ O = OO O

o= O O

— |

(ST

(]
N —
|
B —

- o O O

(SCI-CFs) are obtained to form the following row vector:

Compare this vector with SCI-CFc, _~/c;) (Eq. 65).

The ligand-inventory functions (Eqs. 24-26) are introduced into each SCI-CF col-
lected in SCI-CFc,, (/c,) (Eq. 124). Thereby, the corresponding fixed-point matrices,
FPM’1 and FPM/2 are obtained in a similar way to FPM; (Eq. 60) and FPM; (Eq. 61).
These FPM/ and FPM) are multiplied by the inverse mark table ME;U (Eq. 123) to
give the corresponding isomer-counting matrices, ICM/ and ICM), respectively:

SCI-CFg,, (/c,) = (b;‘, b2, c2, 32, C4).

/ -1
ICM| = FPM] x M)

(611
0]z
(613
[0]4
(015
[016
(617
[0]s
[6]9
= [0lio
(0111
[0]12

11111
40000
40000
62220
62000
120000
120000
120440
120000
240000
240000
120000
240000
240000
40000
120000
120000
240000
240000

B—
PSRN,
o oOni—O
on— O O
N—-O © O

—_— o0 oo

N[—
=
Nf—

(011

[0]2
013

[0]4
(015

(016
A,

[0]s

(619
(0110
(0111
[0]12
[0]13
[0]14
[011s
(0116
(0117
[0]18
[0119

- o O O O

00001
10000
10000
01110
11000
30000
30000
10220
30000
60000
60000
30000
60000
60000
10000
30000
30000
60000
60000
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—1
ICM) = FPM), x Mg

610 /1 1000 610 /01/2000
611 ] 40000 61111 0 000
012 | 4 0000 Bl |1 0 000
01z | 6 2442 10 0 00\ [03]00 112
(014 | 120000 [ -2 1 0 0 0] [6a]3 0 000
=[6s | 62000 —jilf 0 1 00|=0m0Ls|1 1 000][. (120
(016 | 120000 || L 0 0 L of [0s]|3 0 000
617 ] 120000 11 0g) [0y |3 0000
[0 | 240880 Bls |2 0 440
619 | 240000 Blo |6 0 000
[6]30 \24 0000 613 \6 0 000

The columns of ICM) (Eq. 125) or ICM), (Eq. 126) are aligned in the order of
subgroups listed in SSGc¢,, (Eq. 121). The value 1/2 at the intersection between the
[0]20-row and 2nd C,-column corresponds to the term %(p4 + 54), which indicates
the presence of one pair of enantiomeric promolecules with the partition [0],9 and the
point group Cs.

8.1.2 The PCI method
According to the PCI method of the USCI approach [23], the multiplication of the set

of SCI-CFs (Eq. 124) by the inverse mark table (Eq. 123), i.e., SCI-CFc,, (/c;) X ME;U R
gives the PCI-CFs as follows:

1 1 1 1

PCI-CF (C)) = Zb‘l‘ - Zbg - Ecg + 5 (127)
1 1

PCI-CF (C;) = Ebg — e (128)
) 1, 1

PCI-CF'(C,) = 7¢3 — Se4 (129)
! 1 2 1

PCI-CF'(C) = 7¢3 — Ses (130)

PCI-CF (Cay) = ca (131)

The ligand-inventory functions (Eqs. 24-26) are introduced in the PCI-CFs
(Egs. 127-131). The resulting equations are expanded to give the following gener-
ating functions:

fél ={(A3p+A3§)+...} +{3(A2Bp+A2B§)+...}
[013 017

+ {3(A2pq + Azﬁ) 4o }[9] + {6(ABXp + ABXp) + - }jg),,
o

+ (6ABP + -+ gy, + [3(ABD” + ABP?) + - }m
12

+ {6(ABpq + ABPQ) + - - }jy,, + {3(Ap2§+ App) + - }[91

16
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+ {3+ A + -]+ {ap’ + AR+
[6117 [011s
+ {6(Appq + Appq) + - - - }jg1,4 + {6(Apqr + APAD) + - - -}y,

+{ *p + pp° +} +{ ¥ +*3*+~--}
(P°p+pp) Ol (P'q+p°9 1

+13(p’Pq + pp-Q) + - - } - {3(p2qﬁ+§2q®+~-~}
[0]24 [0]26

+ {302ar+p% D+ }[9]27+{6<p§qr+p@ o Yiape 6T + BT+ Hg,

S0 (GRS SR DR (G RS S DR
5

[0
+ )+ } . {3(A2BX)+-~-}[0]6+{6(ABXY)+-~-}[9J10

@] 20+ g (132)
fé = A% + A7) +-~~}[9]5 + {0 +7 qz>+~~-}[6]25
1
AZB%y ... {, 44 pt } 133
+{( )+ }[0]4+ 2(p +p) + o (133)

fé, = {2 + -+ }[9]8 + (4PPAD) + Yo

T FR (1 SR (134)
fo = [2a%p) 4o} 40D +

A (O DR B [ SR (135)
o, = {2@252) . }[9123 n {(A4) Foe }[9]1 (136)

Each pair of braces in the generating functions (Eqs. 132-136) contains terms having
the same partition, which is shown in the subscript attached to the ending brace. For
example, the term {6(ABXp 4+ ABXp) + - - }i91,; (Eq. 132) indicates the presence
of twelve pairs of enantiomeric C;-promolecules with ABXp or ABXp ([0]11) under
the point-group symmetry. The value 6 due to the PCI method is identical with the
counterpart value due to the FPM method, which appears at the intersection between
the [6]11-row and the first C;-column of the isomer-counting matrix ICM’1 (Eq. 125).
In general, the generating function f(’;j for the subgroup G; (j = 1-5, Egs. 132-136)
corresponds to the G j-columns (j = 1-5) of the isomer-counting matrices, ICM’1
(Eq. 125) and ICM, (Eq. 126).

8.1.3 The RS-stereoisomeric group C,, =7 versus the point group Cyy

The PCI-CFs for the point group C,, (Egs. 127-131) can be derived by starting
the PCI-CFs for the RS-stereoisomeric group C,, =7 (Egs. 67-82). Note that a set of

RS-stereoisomeric subgroups coalesces to give the common maximum point sub-
13 4 7 8
group. For example, Ci, C5, C5, C7, and Cs coalesce to give the point group
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C; as the common maximum subgroup. By referring to Fig. 6, each quadruplet of
type III or V under the RS-stereoisomeric group corresponds to two pairs of enan-
tiomers or two achiral promolecules under the point group, while each quadruplet
of type I, II, or IV under the RS-stereoisomeric group corresponds to one pair of
enantiomers or one achiral promolecule under the point group. It follows that the
following relationships between the PCI-CFs for the point group C,, (Egs. 127-
131) and the PCI-CFs for the RS-stereoisomeric group C, =7 (Eqs. 67-82) are
obtained:

4
PCI-CF (C;) = 2PCI-CF ( 1) + PCI-CF ( ) + PCI-CF (Cg)
7
+ PCI-CF (C ) + PCI-CF ( ) (137)
15
PCI-CF (C,) = 2PCI-CF ( 2) + PCI-CF (02 ,) + PCI-CF (ng) (138)
10 14
PCI-CF (Cy) = 2PCI-CF( S) + PCI- CF( “,,A) + PCI-CF| Ci55 (139)
11 13
PCI-CF (C;) = 2PCI-CF + PCI-CF + PCI-CF (ngg) (140)
PCI-CF’ (C»,) = 2PCI-CF (CZU) + PCI-CF (CZM ,) (141)

In a parallel way, the relationships between the generating functions for the point
group Cy, (Egs. 132-136) and those for the RS-stereoisomeric group C,, =7 (Egs. 83—
98) are obtained as follows:

f&, =2fci + fes + feo + fep + fes (142)
fé, =2fc, + fep + foss (143)
fe, =2fc, + fe,p + for. (144)
f& =2fc, + fo_+ feas (145)
[, =2fcr + fCr57 (146)

By keeping these relationships in mind, each column of ICM] (Eq. 125) or ICM}
(Eq. 126) can be calculated by summing up an appropriate set of columns of ICM;
(Eq. 60) or ICM; (Eq. 61). For example, the first (duplicated), third, 4th, 7th, and 8th
columns of ICM; (Eq. 60) or ICM> (Eq. 61) are summed up to give the first column
of ICM (Eq. 125) or ICM/, (Eq. 126) in agreement with Eq. 142 (cf. Eq. 137).

Each of the representative promolecules shown in Figs. 7 (type 1), 9 (type II),
11 (type III, list 1), 12 (type III, list 2), 14 (type IV), and 16 (type V) contains the
data of relevant groups, e.g., Cy, Cy, Cy, I (RS-stereoisomeric group, point group,
RS-permutation group, and stereoisogram type) for the promolecule 10.
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The enumeration under the point group Cj, (Eqgs. 142-146) are divided into two
parts, i.e., chiral subgroups (Eqgs. 142 and 143) and achiral subgroups (Eqs. 144-146).
See the division by a horizontal double line in Fig. 6.

The set of chiral subgroups (Eqs. 142 and 143) under the point-group symmetry
is correlated to stereoisograms of type I, II, and III, which are characterized by the
chirality along the vertical direction under the RS-stereoisomeric-group symmetry.

1. In accord with Eq. 142, the point group C; corresponds to all the type-III (Cy)
promolecules listed in Figs. 11 and 12 (except 98 and 99), all the type-II (Cz
and C%) promolecules listed in Fig. 9 (except 29), and all the type-I (C; and C3)
promolecules listed in Fig. 7 (except 23). Note that these RS-stereoisomeric groups
contain C; as the maximum point group.

2. In accord with Eq. 143, the point group C, corresponds to the type-III (C,) pro-
molecules 98 and 99 shown in Fig. 12, the type-I (C,7) promolecule 23 shown
in Fig. 7, and the type-1I (C25) promolecule 29 shown in Fig. 9. Note that these
RS-stereoisomeric groups contain C; as the maximum point group.

On the other hand, the set of achiral subgroups under the point-group symmetry
(Egs. 144-1406) is correlated to stereoisograms of type IV and V, which are character-
ized by the achirality along the vertical direction under the RS-stereoisomeric-group
symmetry.

1. In accord with Eq. 144, the point group C; corresponds to the type-V (Cy) pro-
molecules 107, 109, and 110 shown in Fig. 16, the type-IV (C,57) promolecule
101 shown in Fig. 14, and the type-IV (C/;) promolecule 104 shown in Fig. 14.
Note that these RS-stereoisomeric groups contain C; as the maximum point group.

2. In accord with Eq. 145, the point group C; corresponds to the type-V (C}) pro-
molecules 108, 111, and 112 shown in Fig. 16, the type-IV (C’ =7 promolecule
102 shown in Fig. 14, and the type-1V (Cs55) promolecule 103 shown in Fig. 14.
Note that these RS-stereoisomeric groups contain C; as the maximum point group.

3. In accord with Eq. 146, the point group Cy, corresponds to the type-V (Czy)
promolecule 113 shown in Fig. 16 and the type-IV (C,,s7) promolecule 105
shown in Fig. 14. Note that these RS-stereoisomeric groups contain C,, as the
maximum point group.

8.2 Enumeration of oxiranes under the RS-permutation group Cyz
8.2.1 The FPM method

Suppose that the oxirane skeleton 2 is considered to belong to the RS-permutation
group Cps in place of the RS-stereoisomeric group C,, 7 and of the point group
Cy,. The four positions of 2 construct an orbit governed by the coset representation
C25(/Cy) under the RS-permutation group Cyz in place of the coset representation
C,,57(/C7) under the RS-stereoisomeric group C,, =7 as well as in place of C2,(/Cy)
under the point group Cy,.

The RS-permutation group Cyz has the following non-redundant set of subgroups
(SSG):
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1 2 3 4 15
SSGc,; = {C1, C2, C5,C5, Co5 ¢, (147)

which are type-II and type-III subgroups selected from Eq. 16 (cf. SGI! in Eq. 18
and SG™! in Eq. 19), where the subgroups are aligned in the ascending order of
their orders and attached by the sequential numbers of the subgroups listed in Eq. 16.
Because Cy5 is isomorphic to Cy,, the mark table Mc,; and its inverse ME;E are
identical with Egs. 122 and 123, respectively.

The USCI-CFs corresponding to Coz(/C) are obtained according to the USCI
approach because of its isomorphism with the point group Cy, (Table E.5 of Ref. [23]),
where all of the operations of the RS-permutation group C5 are determined to be ex-
chiral. These USCI-CFs are regarded as SCI-CFs of the symmetry-restricted skeletons
derived from 2, so that the subduced-cycle-indices (SCI-CFs) are obtained to form the
following row vector:

S(H-kahgqcl)::(b4,b§,b§,b§,b4), (148)

which consists of only hemispheric sphericity indices (b1, b2, and b4) because of the ex-
chirality of the RS-permutation group Cz. Compare this vector with SCI-CFc,, /c))
(Eq. 124) and with SCI-CFc, _-(/c; (Eq. 65).

Among the ligand-inventory functions (Eqs. 24-26), the last one (Eq. 26) is effective
to the SCI-CFrepresented by Eq. 148. Thereby, the corresponding fixed-point matrices,
FPM{ and FPM] are obtained in a similar way to FPM (Eq. 125) and FPM} (Eq. 126)
as well as to FPM (Eq. 60) and FPM), (Eq. 61). These FPM{ and FPM/, are multiplied
by the inverse mark table MEZ](7 (Eq. 123) to give the corresponding isomer-counting
matrices, ICM/ and ICM/, respectively:

ICM{ = FPM{ x M¢

0 /11111 [01; /00001
01, | 4 0000 61, [ 10000
01 | 40000 615 | 10000
014 | 62220 0l 01110
[01s | 62220 01s {01110
[016 | 120000 [0l | 30000
(617 | 120000 617 130000
0ls | 120000 o0 00 bl | 30000
[0l | 120000 —% 17000 [6ly | 30000
= [0l10 | 240000 —3 0 3 00]|=1[0li0| 60000 (149
[0111 | 240000 | -3 0 0 3 0f [0l ]|60000
o 210000 [~ 7 TF T G 60000
13 13
(0114 [ 240000 [011s [ 60000
[lis | 4 0000 [01is [ 10000
[0116 | 120000 [0116 [ 30000
(0117 | 120000 [0117 [ 30000
[0lis [ 240000 [01is [ 60000
[0110 \ 240000 [0110 \60000
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-1
ICMj = FPMj x M.

0l /1 1111 010 /00001
611 40000 06101 | 10000
9 4000 0 1000
[6]122 0000 1 [0]22 000
Bls | 62220 1o 000 Bl lo1110
[014 | 120000 —% i 0 00| [0l f30000

=10l | 62220 1 0 L 0oo0|=[Ls|01110]| (150
[0126 | 120000 || -2 0 0 Lo 016 | 30000
o | r0000| 2 2 B ebo0o
28 28
[l | 240000 01 | 60000
13 \240000 013 \60000

The columns of ICM/ (Eq. 149) or ICM} (Eq. 150) are aligned in the order of
subgroups listed in SSG¢,; (Eq. 147).

8.2.2 The PCI method
According to the PCI method of the USCI approach [23], the multiplication of the set

of SCI-CFs (Eq. 148) by the inverse mark table (Eq. 123),1i.e., SCI-CFc,; (/c,) X MC
gives the PCI-CFs as follows:

s

1 3 1
PCI-CF’(C)) = Zb‘l‘ - Zb% + 5ba (151)
/! _ l 2 l
PCL-CF'(C2) = 5B} — 7bs (152)
1 1
PCI-CF"(C3) = b2 — 5b4 (153)
1 1
PCI-CF"(C%) = zbz ~ 5bs (154)
PCI-CF"(Ca5) = b (155)

Among the ligand-inventory functions (Eqs. 24-26), the last one (Eq. 26) is intro-
duced into the PCI-CFs (Eqs. 151-155). The resulting equations are expanded to give
the following generating functions:

= [(A3p F AP+ } +3(A%Bp + A2Bp) + - -- }
013 017

+{3(A%q + A%9) + - }[9] + {6(ABXp + ABXP) + - b1,
+ {6ABPp + - Jio1,0 {3(ABp + AB?) + - }[OJ
12

+ {(6(ABpq + ABPA) + -+ Jg),, + {3(Ap%D + App) + - }[916
1

2q 4 AB2E) 4 - -
+{3(qu+qu)+ }[9] {(Ap HAP + }

17 [0115
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+ {6(Appq + AppQ) + - - - }jg1,4 + {6(Apgr + APQr) + - - - }g1,0
S R SRR BRI (LR SR
21
(0126

+ [30%ar + PP | 4 (6(pPar + pPAD) i,
7
+ {6(pqrs + pqrs) +--- }[0]30
+{3%p 4] 160D + o
8

[0]22

S ECR R TR BN EICA R IR

+{wB) 4 }[eh +{3a%8%) + - |

[0]6
+ {6(ABXY) + - Jia1,0 (156)
R SRS R B R SR
22 2R2
+{(pp)+”'}[9]23+{(AB)+m}[914 (37
A S SRt B [ R SRty o
+{(A2B2)+"'}[914+[(pzﬁz)Jr"'}[ana (158)
fé = {(A2p2 + A 4 }[9]5 + {(pzq2 +Pg) + - }[6]25
2R2 22
—|—{(AB)+~-~}[e]4+[(pp)+"'}[0]23 (159
s = {(p4+134)+...}[9]20+ {(A4)+,..][9h (160)

Each pair of braces in the generating functions (Eqs. 156-160) contains terms
having the same partition, which is shown in the subscript attached to the ending
brace. The generating function f(’;/j for the subgroup G; (j = 1-5, Egs. 156-160)

corresponds to the G j-columns (j = 1-5) of the isomer-counting matrices, ICM/
(Eq. 149) and ICM (Eq. 150).

8.2.3 The RS-stereoisomeric group C,, =7 versus the RS-permutation group Coz

The PCI-CFs for the RS-permutation group Caz (Egs. 151-155) can be derived by
starting the PCI-CFs for the RS-stereoisomeric group C,, =7 (Eqs. 67-82). Each
RS-permutation subgroup is constructed on the basis of the fact that a set of RS-

stereoisomeric subgroups coalesces to give the common maximum RS-permutation
1 5 6 7 8
subgroup. For example, Cy, Cy, C}, C7, and Cs coalesce to give the point group C;

as the common maximum subgroup.

It should be noted that enumeration under an RS-permutation group presumes
that a pair of RS-diastereomers or an RS-astereogenic promolecule (as a pair of
self-RS-diastereomers) is counted once. By referring to Fig. 6, each quadruplet of
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type II or III under the RS-stereoisomeric group corresponds to two pairs of RS-
diastereomers or two RS-astereogenic promolecules under the RS-permutation group,
while each quadruplet of type I, IV, or V under the RS-stereoisomeric group corre-
sponds to one pair of RS-diastereomers or one RS-astereogenic promolecule under
the RS-permutation group. Hence, the PCI-CFs for the RS-permutation group Coz
(Egs. 151-155) are calculated from the PCI-CFs for the RS-stereoisomeric group
C,,57 (Egs. 67-82) as follows:

1 5 6
PCI-CF” (C;) = 2PCI-CF (C1 + PCI-CF (CS) + PCI-CF (C;)

7 8
+ PCI-CF (Cf) + PCI-CF (Ca) (161)

10 13
PCI-CF’ (C5) =2PCI- CF( +PCI-CF (Cs57)+PCI-CF (nga) (163)

11 14
PCI-CF” (C}) =2PCI- CF( /)—i-PCI—CF(C’ )—I—PCI CF( m) (164)

16
PCI-CF' (Ca3) = 2PCI-CF (cgg) + PCI-CF (Chﬁ) (165)

2 9 12
PCI-CF”’ (C,) = 2PCI-CF (Cz) + PCI-CF (sz) + PCI-CF (sz) (162)

In a parallel way, the generating functions for the RS-permutation group Caz
(Egs. 156-160) can be calculated from those for the RS-stereoisomeric group C,, =7
(Egs. 83-98) as follows:

fé = 2fc, + fe, + fo, + fo; + fes (166)
fé, =2fc, + foo, + forr (167)
fe; =2fcs + fegr + feus (168)
feo =2fc, + fo_+ fo,, (169)
fe&y = 2Jex + fcm; (170)

Each column of ICM/ (Eq. 149) or ICM) (Eq. 150) can be calculated by summing
up an appropriate set of columns of ICM; (Eq. 60) or ICM» (Eq. 61) in accord with
Egs. 166-170. For example, the first (duplicated), 5th, 6th, 7th, and 8th columns of
ICM; (Eq. 60) or ICM> (Eq. 61) are summed up to give the first column of ICM/
(Eq. 149) or ICM] (Egq. 150) in agreement with Eq. 166 (cf. Eq. 161).

The enumeration under the RS-permutation group Caz (Egs. 166—170) are divided
into two parts, i.e., RS-stereogenic subgroups (Egs. 166 and 167) and RS-astereogenic
subgroups (Egs. 168—170). See the division by a vertical double line in Fig. 6.

The set of RS-stereogenic subgroups (Egs. 166 and 167) under the RS-permutation-
group symmetry is correlated to stereoisograms of type I, III, and V, which are
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characterized by the RS-stereogenicity along the horizontal direction under the RS-
stereoisomeric-group symmetry.

1. In accord with Eq. 166, the RS-permutation group C; corresponds to all the type-
IIT (Cp) promolecules listed in Figs. 11 and 12 (except 98 and 99), the type-V (C;
and C}) promolecules shown in Fig. 16 (except 113), and all the type-I (C7 and
C%) promolecules listed in Fig. 7 (except 23).

2. In accord with Eq. 167, the RS-permutation group C, corresponds to the type-III
(C,) promolecules 98 and 99 shown in Fig. 12, the type-V (Cs,) promolecule 113
shown in Fig. 16, and the type-I (C,7) promolecule 23 shown in Fig. 7.

On the other hand, the set of RS-astereogenic subgroups under the RS-permutation-
group symmetry (Egs. 168—170) is correlated to stereoisograms of type Il and I'V, which
are characterized by the RS-astereogenicity along the horizontal direction under the
RS-stereoisomeric-group symmetry.

1. In accord with Eq. 168, the RS-permutation group Cz corresponds to the type-II
(C5) promolecules 25 and 27 listed in Fig. 9, the type-IV (C,57) promolecule 101
shown in Fig. 14, and the type-1V (Cy55) promolecule 103 shown in Fig. 14.

2. In accord with Eq. 169, the RS-permutation group C% corresponds to the type-II
(C%) promolecules 26 and 28 listed in Fig. 9, the type-IV (C/s ET) promolecule 102
shown in Fig. 14, and the type-IV (C;;) promolecule 104 shown in Fig. 14.

3. In accord with Eq. 170, the RS-permutation group Cp5 corresponds to the type-1I
(C25) promolecule 29 listed in Fig. 9 and the type-IV (C,,57) promolecule 105
shown in Fig. 14.

9 Conclusion

On the basis of the proligand—promolecule model applied to an oxirane skeleton, the
RS-stereoisomeric group C,, =7 for the oxirane skeleton is defined by starting from
the point group Cp,. Each oxirane derivative as a promolecule, which belongs to a
subgroup of C,, 7, is considered to generate a stereoisogram composed of a quadru-
plet of promolecules. Because the RS-stereoisomeric group C,, =7 is isomorphic to
the point group Dy, the data necessary to combinatorial enumeration under C, =7,
e.g., the non-redundant set of subgroups, the subduction of coset representations, and
the inverse of the mark table, are prepared by referring to the data of D5j,. Thereby, the
fixed-point-matrix (FPM) method and the partial-cycle-index (PCI) method, which
have been originally developed to accomplish combinatorial enumeration under point
groups in the unit-subduced-cycle-index approach [23], are extended to meet the com-
binatorial enumeration under the RS-stereoisomeric group C,, =7. The numbers of
inequivalent quadruplets under C,, 7 are calculated by the FPM method and the PCI
method, where each quadruplet contained in a stereoisogram is counted once during
this combinatorial enumeration. Such quadruples are itemized with respect to the sub-
groups of C, =7 and categorized into five types (type I to V). The enumeration of
oxiranes under the point group Cy, as well as under the RS-permutation group Coz
is also conducted and the results are compared with those of the RS-stereoisomeric

group C, ~7.
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